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OEG-ANIC  CHEMISTEY 

OR  THE  CHEMISTRY  OF  THE  HYDROCARBONS  AND  THEIR 

DERIVATIVES. 


PART  VI. 

THE  INDENE  GROUP. 

2552  The  compounds  of  this  group  are  derived  from  indene, 
a hydrocarbon  which  occurs  in  coal-tar.  It  is  intermediate  in 
constitution  between  benzene  and  naphthalene. 

Benzene.  Indene.  Naphthalene. 

CH  CH  HC  Q CH 

HC|^  '^CH 

Hc'  ];  ^CH 

AA  AA 

CH  CH  HC  CH 


HC/  ^ 

CH  HC 

A"  \ 

HC. 

CH  HC 

C- 

c- 


-CH. 

-CH 


CH 


The  ortho-position  is  assigned  to  the  carbon  atoms  combined 
with  the  benzene  nucleus  in  indene  and  its  derivatives,  because 
they  are  either  obtained  from  naphthalene  or  phthalic  acid,  or 
are  converted  into  the  latter  by  oxidation. 

All  the  indene  derivatives  at  present  known  are  derived  from 


the  following  : 

Indene. 

Hydrindeno. 

/CH. 

c^h/  \ch, 

/CH^x 

C,H,<  )CH, 

\CH/ 

y 

Indone.  Hydrindone. 

Diketohydrindene. 

C«H, 


CH 


CeH,( 


/ 


CO. 


>CH,. 


CO 

>CH, 

CH"/  ■ '^CH/  \CO^ 

The  letters  of  the  Greek  alphabet  are  used  as  shown  to  denote 
the  position  of  the  carbon  atoms  in  the  indene  chain. ^ 

^ Roser,  Annalev,  247,  129. 
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INDENE  DERIVATIVES 


DERIVATIVES  OF  INDENE. 

2553  Indene,  CgHg,  occurs  in  the  fraction  of  crude  benzene 
boiling  at  about  176 — 182°,  from  which  it  is  isolated  by  means 
of  the  picrated  The  latter  forms  golden-yellow  needles  melting 
at  98°,  and  is  decomposed  by  steam.  Indene  is  a colourless 
oil  which  has  a sp.  gr.  of  1*040  at  15°  and  boils  at  179*5 — 180*5° 
(corn).  It  combines  with  bromine  to  form  a dihromide,  which 
melts  at  43 — 45°,  and  on  treatment  with  water  yields  indene 
hromhydrin,  which  crystallizes  in  long  white  needles  melting  at 
130 — 131°.  On  oxidation  with  nitric  acid  indene  is  converted 
into  phthalic  acid. 

m-Amido-^-methylindene,  C9Hg(NH2)CH3,  is  formed  by  the 
action  of  tin  and  hydrochloric  acid  on  m-nitro-a-methylcin- 
namic  aldehydq.  m-Amido-a-methylhydrocinnamic  aldehyde 
is  first  formed,  and  then  loses  the  elements  of  water  : 

CH  CH,. 

H^N.CeH/  >CH— CH3  = H,N.CeH3<  ^G— CH, 

OCR/  ■ 

+ H,0, 

It  crystallizes  from  ether  in  small  lustrous  plates,  melting  at 
98°,  sublimes  readily,  and  boils  in  an  atmosphere  free  from 
oxygen  at  271 — 272°,  under  a pressure  of  718  mm.  Its  hydro- 
chloride also  crystallizes  in  small  lustrous  plates,  and  dissolves 
readily  in  water,  with  some  difficulty  in  cold  hydrochloric  acid. 
Acetic  anhydride  converts  the  base  into  the  acetyl  derivative, 
CgHg(NH.CO.CH3)CH3,  which  crystallizes  from  a mixture  of 
ether  and  alcohol  in  aggregates  of  concentrically  arranged  prisms 
and  melts  at  148°.^ 

The  base  is  converted  by  Sandmeyer’s  diazoreaction  into 
chloro~IB-methylindene,  CgHgCl(CH3),  a dark  yellow  liquid,  boiling 
at  about  240°,  which  is  oxidized  by  nitric  acid  to  as-chlorophthalic 
acid.^ 

The  following  compounds  have  been  prepared  by  similar 
methods  : 

^ Kramer  and  Spilker,  Ber.  23,  3276. 

2 V.  Miller  and  Kinkelin,  Ber.  19,  1249. 

® V.  Miller  and  Rohde,  Ber.  22,  1830. 
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CH, 


Melting-point. 


m-Amido-/3-7'dimethylindene,  H^N.CgHg^ ^C.CHg 

C.CHg 

lustrous  plates 62 — 63° 


.CH., 


??i-Amido-/S-ethylindeiie,  H9N.C6Ho<(  ^ 


C.C.,H 


micaceous  plates  . . 
w-Amido-isopropylindene, 
/CH,. 


89° 


.CH, 


H,N.CeH3s 


CH 


C — CH\  , small  plates  . 84 

\CH, 


y-Methylindene-^-carboxylic  acid,  Cj;^H^o0.2,  is  formed  when  a 
mixture  of  ethyl  benzylaceto-acetate  with  8 parts  of  concentrated 
sulphuric  acid  is  allowed  to  stand  for  several  hours  .* 


/CH.,  ^ /CH^ 

CeH  / ■ >CH.CO.OCA  = CeH  / 


CO^ 

I 

CH, 


c ^ 
I 

CH, 


C.CO.OH 


+ HO.C.,H,. 


The  acid  separates  out  when  the  mixture  is  poured  into  water. 
It  is  almost  insoluble  in  water,  but  readily  dissolves  in  hot 
alcohol,  from  which  it  crystallizes  in  small  white  needles,  melting 
at  200°.  On  heating  with  soda-lime  it  decomposes  into  carbon 
dioxide  and  y-methylindene,  CgH^ : CgHg.CHg,  a highly  refractive 
liquid,  which  boils  at  205 — 206°,  has  a disagreeable  smell  re- 
sembling that  of  naphthalene,  and  changes  on  exposure  to  the 
air  into  a yellow  resinous  mass.  It  is  also  formed  in  very  small 
quantity  when  benzylacetone  is  dissolved  in  concentrated 
sulphuric  acid.^  The  acid  is  converted  by  oxidation  into  phthalic 
acid  ; when  it  is  fused  with  caustic  potash  and  a little  water,  the 
surface  of  the  mass  becomes  coloured  blue  with  a greenish  yellow 
metallic  lustre,  and  a potassium  salt  is  formed,  which  is  only 
stable  in  alkaline  solution  and  appears  to  be  a derivative  of 
complex  constitution. 

The  methyl  ester,  CjgHg.CO.OCHg,  crystallizes  from  methyl 
alcohol  in  small,  lustrous  needles,  melting  at  78°. 

^ Miller  and  Rohde,  Ber.  23,  1883. 
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If  the  acid  be  exposed  to  the  vapour  of  bromine,  its  dibromide 
is  formed ; it  separates  from  ether  in  white  crusts  and  melts 
with  decomposition  at  215°. 

Its  methyl  ester,  Cj^oHgBro.CO.OCHg,  forms  long,  white  needles 
melting  at  157°. 

a-Brom-a-methylindenecarboxylic  acid,  C^^IIgBrOg,  is  prepared 
by  adding  the  calculated  quantity  of  bromine  to  methylindene- 
carboxylic  acid  suspended  in  glacial  acetic  acid,  the  dibromide 
which  is  first  formed  being  decomposed  in  the  following  manner  : 


an/  “ )CBr.CO,H 
\CBr/ 

CH3 


CH 

an,/  '^C.COjH  + HBr. 

^CBr/ 

CH3 


It  is  insoluble  in  water,  but  is  slightly  soluble  in  alcohol,  and 
crystallizes  from  acetic  acid  in  small,  white  needles,  melting  at 
245°.  Its  methyl  ester,  CgH3Br.CO.OCH3,  is  formed  by  the  action 
of  hydrobromic  acid  on  a solution  of  the  acid  in  methyl  alcohol 
or  may  be  prepared  by  dissolving  the  ester  of  the  unbrominated 
acid  in  chloroform,  adding  the  calculated  amount  of  bromine  and 
allowing  to  evaporate.  It  forms  small,  flat  crystals,  melting  at 
98—100°. 

When  the  solution  of  the  acid  in  methyl  alcohol  is  saturated 
with  hydrochloric  acid,  the  methyl  ester  of  chloromethylindene- 
carboxylic  aeid  is  formed,  perhaps  according  to  the  following 
equation  : 


/ CH  . /CHCL 

CgH/  >C.C0.0CH3+  HC1=C6H/  )CH.C0.0CH3 

\CBr^  \ CBr  / 


CH, 


= CeH,< 


,CHCh 

'-C  = 


CH3 

C.CO.OCH,  + HBr. 


CH, 


It  crystallizes  in  long,  silky  needles,  melting  at  84°,  and,  like  the 
ester  of  the  brominated  acid,  gives  with  alcoholic  caustic  soda  a 
splendid  blue  colouration,  which  on  standing  becomes  green  and 
finally  changes  to  brown  (Roser). 


HYDRINDENE 


DERIVATIVES  OF  HYDRINDENE. 


2554  Hydrindene,  is  obtained  by  reducing  indene  with 

sodium  in  boiling  alcoholic  solution.  It  is  a colourless  oil 
which  has  a sp.  gr.  of  0‘957  at  15°  and  boils  at  173‘5 — 174'5° 
(corr.).i 

Hydrindene- ^-carboxylic  acid,  has  already  been 

described  as  hydrindonaphthenecarboxylic  acid  (Pt.  V.  p.  263).  It 
was  obtained  by  Baeyer  and  Perkin  by  adding  o-xylylene  bro- 
mide to  an  alcoholic  solution  of  ethyl  malonate  and  sodium,  the 
ethyl  ester  of  hydrindene-^-dicarboxylic  acid  being  formed  : 


CH,Br  /CO.OC2H5 

+ 

CHgBr  \CO.OC2H5 

.co.oaHg 

CeH  / ■ >C(  ■ + 2HBr. 

^GH/  \CO.OCjH5 

The  free  acid  liberated  from  this  ester  forms  rhombic  plates  or 
tablets,  melts  at  199°,  and  when  heated  above  its  melting  point 
decomposes  into  carbon  dioxide  and  hydrindenecarboxylic  acid.‘^ 
The  latter  may  also  be  prepared  by  dissolving  two  atoms  of  sodium 
in  eight  parts  of  alcohol,  adding  three  parts  of  absolute  ether, 
then  a molecule  of  ethyl  acetoacetate  and  finally  a molecule  of 
o-xylylene  bromide  dissolved  in  five  times  its  weight  of  ether. 
After  standing  for  a few  hours  the  product  is  hydrolized  with 
alcoholic  caustic  potash : 


CeH,< 


= 


.CH2Br 


CH2Br 


.CH2S 


+ CH2< 
/CO.CH, 


.CO.CH, 


CO.OC2H5 


+ 2Na 


>C< 


CO.OC2H5 


2NaBr  + H, 


/CH2\  /CO.CH3 

>C(  -t-  2KOH 

\CH/  ^CO.OC^H^ 

/CH2V  /H 

= C3H4  < )C<  -h  HO.C2H5  -h  KO.CO.CH.,. 

\CH / \C0.0K 

^ Kramer  and  Spilker,  Ber.  23,  3281. 


2 Ber.  17,  122. 
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Hydrindenecarboxylic  acid  crystallizes  from  boiling  water  in 
fascicular  groups  of  needles,  melts  at  130°,  and  can  be  sublimed 
without  decomposition.  It  is  oxidized  by  potassium  perman- 
ganate to  o-carboxyphenylglyoxylic  acid,i  COgH.CgH^.CO.COoH. 

'y-Methylhydo'indene- ^-carboxylic  acid,  prepared  by 

adding  a large  excess  of  sodium  amalgam  to  a boiling  alcoholic 
solution  of  methylindenecarboxylic  acid.  It  crystallizes  from  hot 
water  in  small  needles,  melts  at  80°,  and  boils  without  decom- 
position at  300 — 310°.  The  silver  scdt  is  a crystalline  pre- 

cipitate, and  the  harmm  salt,  (CjjHj;^02)2Ba  -f  4H2O,  crystallizes 
from  alcohol  in  needles,  which  are  very  soluble  in  water.^ 

Trichlm'ohydroxyhydrindenecarboxylic  acid,  C1QH7CI3O3,  is 
formed  when  trichlorodiketohydronaphthalene  is  dissolved  in 
cold,  dilute  caustic  soda  solution  : 

HO\  /CO.OH 

+ H,0  = C^H  / \CC4 

HCCl 

It  is  an  oily  liquid  and  yields  a methyl  ester  which  forms 
lustrous  monosymmetric  crystals,  melting  at  150°.  When  heated 
to  100°  with  acetyl  chloride,  a compound  of  the  formula 
0^115013(000.0113)00.00113  is  obtained,  which  crystallizes  in 
small  needles  and  melts  at  114 — 115°.^ 

The  acid  is  oxidized  to  trichlorohydrindone  by  a dilute  solution 
of  chromic  acid. 


00- 


-00 


I 

\OH01— 00 


DERIVATIVES  OF  INDONE. 


2555  Dichloodndone,  OgH^Ol20,  was  obtained  by  Zincke  and 
Frohlich  by  the  oxidation  of  dichlorohydroxyindenecarboxylic 
acid.^  Roser  and  Haselhoff  then  found  that  it  can  readily  be 
prepared  from  dichlorocinnamic  acid,  which  is  itself  obtained  by 
passing  chlorine  into  a solution  of  phenylpropiolic  acid  in  chloro- 
form. When  the  product  is  dissolved  in  sulphuric  acid,  the 
following  reaction  occurs  : 


00. 


05H5.00izz001.00.0H  = O5H/  ;^ooi  -h  H2O. 

^oor 


^ Scherke,  Ber.  18,  378  ; Perkin,  Joxirn.  Chcm.  Soc.  1888,  1,  7. 
^ Roser,  Annalcn,  247,  165. 

^ Zincke,  Ber.  20,  2894.  ^ Ber.  20,  1267. 
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The  pure  substance  is  obtained  by  precipitation  with  water  and 
distillation  with  steamd  It  crystallizes  from  alcohol  or  acetic 
acid  in  long,  golden  yellow,  lustrous  needles,  has  a characteristic 
smell,  somewhat  resembling  that  of  quinone,  and  melts  at  90°. 
When  its  alcoholic  solution  is  boiled  with  potassium  bromide, 
chlorohromindone,  CgH^ClBrO,  is  obtained  ; it  crystallizes  in  small 
yellow  needles  and  melts  at  105° 

Dichlorindone-oxime,  CgH^ClgCN.OH),  is  formed  when  an 
alcoholic  solution  of  dichlorindone  is  gently  heated  with  hydroxy- 
lamine  hydrochloride  ; it  crystallizes  in  long,  light  yellow  needles, 
which  are  readily  soluble  in  alkalis  and  warm  alcohol. 

AnilidoGhlorindone,  C9H^Cl(NH.CgH5)0,  is  prepared  by  heat- 
ing dichlorindone  or  chlorohromindone  with  aniline  dissolved  in 

o 

alcohol  or  acetic  acid  ; 


CeH, 


CO.  CO 

\CC1  + NH,.C,H,  = 

ccr 

C.NH.CgHg 


+ HCl 


It  is  only  slightly  soluble  in  alcohol  and  acetic  acid,  and  crystal- 
lizes in  slender,  deep  red  needles,  melting  at  203 — 204°,  which 
dissolve  without  decomposition  in  dilute  alkalis,  forming  red 
solutions ; when  such  a solution  is  boiled,  however,  chlorohy- 
' droxyindone  is  formed. 

The  amines  act  upon  dichlorindone  in  a similar  manner  to 
aniline  ; methylamine  and  dimethylamine,  for  example,  form  the 
following  compounds : 


CO. 


/ 

CgH^  ^CCl,  long  dark  red  needles 


Melting-point. 

. 195° 


C 

I 

N(CH3)H 

/COx 


c 


CCl,  thick  red  tablets 


140° 


N(CH,) 


3/2 


Chloroliydroxyindone,  C9H4(0H)C10,  is  formed  when  the  pre- 
ceding compounds  are  heated  with  alkalis  or  acids,  and  may  also 

^ Annalen,  247,  129. 


10 


INDENE  DERIVATIVES 


be  prepared  by  suspending  dichlorindone  in  alcohol  and  gradually 
adding  caustic  soda  solution,  the  liquid  being  well  stirred  and 
cooled  throughout  the  operation  ; the  mixture  is  allowed  to  stand 
lor  a day  and  the  chlorohydroxyindone  then  precipitated  by 
hydrochloric  acid.  It  crystallizes  from  dilute  alcohol  in  broad, 
thin  plates,  with  a satin  lustre,  and  separates  from  light  petroleum 
in  small  compact  crystals,  melting  at  114°.  It  forms  a red 
solution  in  alkalis,  from  which  it  is  precipitated  by  acids.  If  its 
solution  in  alcohol  or  acetic  acid  be  heated  with  aniline,  the 
anilido-compound  described  above  is  formed. 

The  chlorine  atom  which  is  removed  in  the  formation  of 
chlorohydroxyindone  and  other  derivatives  from  dichlorindone  is 
that  which  occupies  the  7-position.  This  follows  from  the  fact 
that  chlorohydroxyindone  is  converted  by  the  action  of  chlorine 
into  dichlorodiketohydrindene,  C(jH4(CO)2CCl2,  which  is  de- 
scribed below,  a substance  which  can  also  be  obtained  from 
naphthoquinone  and  can  readily  be  converted  into  phthalic 
acid. 

Dichlorohydroxyindenecarhoxylic  acid,  Cj^HgChOg,  is  formed 
when  dichloro-/3-naphthoquinone  is  treated  with  cold  dilute 
caustic  soda  solution,  the  mixture  being  frequently  shaken  until 
it  has  dissolved  : 


HO.  /CO.OH 
,GO— CO  >C< 

C„H  / I + H,0  = C,H  / \CC1 

\cci=cci 


It  crystallizes  in  slender  white  needles  containing  water,  which  are 
readily  soluble  in  alcohol,  but  only  slightly  in  water.^  As 
already  mentioned,  it  is  oxidized  to  dichlorindone  by  chromic 
acid : 


HO  /CO.OH 

/CO. 

C„H,<  \CC1  + O = C,H  / \CC1  + CO,  + H.,0, 

\ ^ ^Gcr 


CCl 


Its  methyl  ester,  C9H5CI2O.CO2CH3,  crystallizes  from  alcohol  in 
thick  plates,  and  from  ether  in  lustrous,  six-sided  tablets,  which 
melt  at  137—138°. 


^ Zincke,  Ber.  19,  2493. 
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<y-Bromindone,  CgH^BrO,  is  formed  when  dibrom-a-naplithoJ 
is  brought  into  well  cooled  fuming  nitric  acid.  It  forms  small 
ochreous  scales,  melting  at  127 — 128°.  Its  constitution  follows 
from  that  of  the  dibrom-a-naphthol  from  which  it  is  obtained  ; 


OH 


Br 


C6H,< 


CO 


CBi 


CH 


Anilido-fy-bromindone,  CgH5BrO(NCgH5),  is  obtained  by 
boiling  the  bromindone  in  concentrated  alcoholic  solution  with 
aniline ; the  hydro-derivative,  which  can  be  obtained  by  the 
action  of  reducing  agents  on  the  amido-compound,  is  probably 
first  formed  and  is  then  oxidized  on  exposure  to  the  air.  It 
dissolves  very  sparingly  in  boiling  alcohol,  readily  in  benzene 
chloroform  and  sulphuric  acid,  with  a magenta-red  colour, 
and  separates  in  deep  red  scales,  melting  at  190°;  it  is 
therefore  isomeric  with  the  compound  obtained  by  Roser  (see 
below)  which  melts  at  170°.  It  readily  forms  salts  with  alkalis, 
but  is  decomposed  on  boiling  with  caustic  soda  solution,  with 
formation  of  a hromohydroxyindone,  isomeric  with  that  obtained 
by  Roser  and  Haselhoff : 

CeH/|  >C:N.CeH,  + H,0  = 

\CBr— 

CeH  / I )C : O + 

\CBr— / 


This  substance  crystallizes  from  hot  water,  in  dull  orange  coloured 
stumpy  needles,  melting  at  191—192°.  It  forms  a characteristic 
barium  salt,  crystallizing  in  slender  orange  needles. 

y-Bromindone  also  reacts  with  other  amido-compounds  form- 
ing bodies  which  resemble  the  anilide.^ 

Dibromindone,  CgH^BrgO,  is  obtained  from  dibromocinnamic 
acid,  and  crystallizes  from  alcohol  in  orange-yellow  needles,  wdiich 
melt  at  123° ; in  its  other  properties  it  closely  resembles  dichlor- 

^ Meldola  and  Hughes,  Journ.  Chem.  Soc.  1890,  1,  393, 


12 


INDENE  DERIVATIVES 


indone.  When  its  alcoholic  solution  is  boiled  with  potassium 
iodide,  hromo-ioclindone,  CgH^BiTO,  is  formed ; this  substance 
crystallizes  in  short,  yellowish  red  pointed  prisms,  which  are 
odourless  and  melt  at  163°. 

Dibromindone-oxime,  CgH^.C3Br2(N.OH),  crystallizes  from 
alcohol  in  fascicular  groups  of  yellow,  silky  needles,  and  melts 
at  198°  with  decomposition.  Its  sodium  salt  forms  well- 
developed  yellow  needles  and  is  readily  soluble  in  water,  less 
easily  in  caustic  soda  solution. 

Tribromindone-oxime,  CgH3Br.C3Br2(N.OH),  is  the  product  of 
the  action  of  bromine  on  the  preceding  compound,  and  crys- 
tallizes from  alcohol  in  small,  golden-yellow,  silky  needles. 

Anilidobromindone,  CgH^Br(NH.CgH5)0,  crystallizes  in  light 
red  needles  and  melts  at  170°;  it  is  readily  soluble  in  alcohol 
and  acetic  acid,  and  resembles  the  chlorine  compound  in  its 
other  properties. 

Br omohy dr oxy indone,  CgH^(OH)BrO,  is  formed  by  the  action  of 
caustic  soda  on  dibromindone  and  crystallizes  in  slender  needles, 
which  have  a very  slight  yellow  tint.  It  melts  at  119°,  is 
readily  soluble  in  alcohol,  acetic  acid  and  benzene,  and  forms 
red  solutions  in  the  alkalis  (Roser  and  Haselhoff). 


HYDRINDONE  AND  ITS  DERIVATIVES. 

2556  Hydrindone,  CgHgO,  is  prepared  by  gently  heating 
ethyl  o-cyanobenzylacetate  with  concentrated  hydrochloric  acid  : 

/CN  / CO . 

u / + 2H2O  = CgH  / 7CH2. 

2.CH2.CO.OC2H5 

-h  NH3  + CO2  + HO.C2H5. 

As  soon  as  the  evolution  of  carbon  dioxide  has  ceased,  the 
liquid  is  neutralized  and  distilled  with  steam.  The  hydrindone 
passes  over  as  an  oil,  which  soon  solidifies,  and  that  which  has 
dissolved  in  the  aqueous  distillate  separates  on  cooling  in  well- 
developed  rhombohedral  tablets,  which  melt  at  40°.  It  boils 
at  243 — 245°,  has  a characteristic  smell  resembling  that  of 
phthalide,  and  is  readily  taken  up  by  most  solvents. 

When  hydrindone  is  heated  to  100°  for  some  hours  with 
concentrated  hydrochloric  acid,  it  is  converted  into  tribenzylene- 
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benzene,  C27H^g,  water  being  eliminated.  The  formation  of 
this  substance,  which  will  be  subsequently  described,  is  quite 
analogous  to  that  of  mesitylene  from  acetone. 

Phosphorus  pentachloride  acts  upon  hydrindone  when  the 
two  are  heated  together  with  formation  of  diclilorindene, 
CgHgClg,  which  crystallizes  from  methyl  alcohol  in  lustrous 
prisms  melting  at  29°. 

Hydrindone-oxime,  CgligN.OH,  crystallizes  from  alcohol  in 
lustrous  white  needles,  melting  at  146°. 

Hydrindonephenylliydrazone,  G9HgN.NH.CgH5,  separates  from 
alcohol  in  white  prisms,  which  turn  brown  at  120°  and  melt  at 
a few  degrees  above  this  temperature.  It  changes  in  the  air 
into  a brown  oil,  and  when  boiled  with  hydrochloric  acid  is 
converted  into  benzylene-indol,  C^gHj^N,  which  will  be  sub- 
sequently described.^ 

Trichlorohydrindone,  CgHgClgO,  is  formed  by  the  oxidation  of 
trichlorohydroxyhydrindenecarboxylic  acid  : 


HO^ 


C6H,< 


>c< 


.C02H 


^CCL 


CHCl 


+ O = CgH, 


-co-^ 

CHCl^ 


CCI2  + H^O  -h  CO2. 


It  crystallizes  from  alcohol  in  thick,  pointed  needles  or  prisms, 
melts  at  58 — 59°,  and  has  a characteristic  smell,  resembUnsf  that 
of  benzophenone.  It  is  converted  by  methylamine  into 
dichlorindone,  which  then  combines  with  the  excess  of  the 
amine  to  form  the  substance  already  described  (Zincke). 
Caustic  soda  solution  dissolves  it  and  thereby  converts  it  into 

CO  H 

didilorovinylhenzoic  acid,  C.H,<X^^,  . 

^ OnliOlo 


Tdrachlorohydrindoou,  CgH^Cl^O,  is  prepared  by  passing 
chlorine  into  a warm  solution  of  dichlorindone  in  acetic  acid, 
and  forms  colourless  transparent  monosymmetric  crystals  or 
thick  white  striated  needles,  which  melt  at  107 — 108°,  and 
sublime  at  a somewhat  lower  temperature,  yielding  a vajDour 
which  has  a peculiar  smell,  resembling  that  of  hexchlorethane. 
When  its  solution  in  caustic  soda,  to  which  a little  alcohol  has 
been  added,  is  heated,  trichlorovinylbenzoic  acid  is  formed  : 


CcH, 


CO 

CC12 


CCl.  + H2O  = CgH^ 


CO.OH 

CCl=CCl2 


^ Hausmann,  Ber.  22,  2019. 


+ HCl 
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This  substance  crystallizes  from  dilute  alcohol  in  needles  or 
long  plates,  and  melts  at  163°.  It  is  converted  by  the  continued 
action  of  sodium  amalgam  and  water  into  o-ethylbenzoic  acid.^ 

Dibromohydrindone,  CgHgBi'gO,  is  obtained  when  bromine 
diluted  with  chloroform  is  gradually  added  to  a boiling  solution 
of  hydrindone  in  chloroform.  It  crystallizes  from  alcohol  in 
white  prisms,  melts  at  133 — 134°,  and  is  readily  taken  up  by 
the  usual  solvents  on  heating. 

Tetrctbromohydrindone,  CgH^Br^O,  is  prepared  by  adding 
chloroform  and  an  excess  of  bromine  to  dibromindone.  On 
evaporating  the  solution  it  crystallizes  in  colourless,  lustrous 
prisms,  which  melt  at  124°  with  decomposition.  Its  alcoholic 
solution  becomes  coloured  yellow  on  heating,  and  dibromindone 
is  aofain  formed  when  it  is  boiled.  If  however  it  be  added  to 
an  excess  of  caustic  soda  solution,  trihromovinylbenzoic  acid, 
CBr.,  zz:  CBr.CgH^.COgH,  is  formed.  This  substance  crystallizes 
from  alcohol  in  lozenge-shaped  tablets  and  melts  at  196 — 198°. 

Diehl OTodibromohyd.rindone,  CgH^Cl2Br20,  has  been  obtained 
from  both  dichlorindone  and  dibromindone.  It  crystallizes  in 
white  prisms  and  is  converted  into  dichlorindone  by  sulphurous 
acid  or  boiling  alcohol. 

^-Methylhydrindone,  C^oHjgO,  is  formed  when  a-methyl- 
hydrocinnamic  acid  is  brought  into  concentrated  sulphuric  acid 
heated  to  150°.  The  reddish-brown  solution  is  rapidly  cooled, 
poured  into  cold  water,  and  made  alkaline  with  caustic 
soda,  the  methylhydrindone  being  then  distilled  off  in  a 
current  of  steam.^ 

/COOH  /CO. 

CgH,<  = CgH  / >CH.CH3  -h  H2O. 

\CH2-- CH2.CH3 

It  is  a colourless  oil,  somewhat  heavier  than  water,  which  has 
a strong  characteristic  odour  resembling  that  of  peppermint, 
and  boils  at  244 — 246°  at  a pressure  of  719  mm.,  with  slight 
decomposition.  It  is  only  slightly  soluble  in  water  but  readily 
in  other  solvents.  Dilute  nitric  acid  converts  it  into  phthalic  acid. 

Its  ])hcnylhydTa.zone  crystallizes  from  alcohol  in  yellowish 
plates,  melting  at  116°. 

A series  of  other  substituted  hydrindones  has  been  prepared  in 

^ Zincke  and  Frolilich,  Ber.  20,  2053. 

Miller  and  Rohde,  Bcr.  23,  1888. 
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a similar  manner  from  the  corresponding  liydrocinnamic  acids  by 
the  same  chemists. 

. CO 

7?i-Chlorohydrindone,  ClCgH3(^  ^CHg,  Boiling-  Melting- 

^CH2^  point.  point. 

white  needles 274  95 

/CO\ 

m-Bromohydrindone,  BrCgH3<(  /CH2, 

white  needles 122-123 

/CO\ 

w-Bromohydrindone,  BrCgHg^  /CHg, 

\CH,/ 

white  microscopic  needles — 111-112 

/CO\ 

/a-Methylhydrindone,  CH3.CgH3<'  ^CHg, 

long  white  needles — 59 

y?-Methylhydrindone,  CH3.CgH3<7  ^CHg, 

CH2 

white  needles — 63 

m-Chloro-^-methylhydrindone, 

ClCgH^y  \CHCH3,  colourless  oil  265-268°  — 

\CH/ 


DIKETOHYDRINDENE  AND  ITS  DERIVATIVES. 


2557  Diketohydrindene,  CgHg02.  The  sodium  compound  of 
ethyl  diketohydrindenecarboxylate  is  prepared  by  heating  10 
grms.  of  ethyl  phthalate  and  2 grms.  of  sodium,  or  the  correspond- 
ing amount  of  sodium  ethylate,  on  the  water-bath,  and  gradually 
adding  7 — 10  grms.  of  ethyl  acetate.  The  reaction  is  probably 
expressed  by  the  following  equation  : 


2CgH,< 


,C0.0C2H5 

^C0.0C2H5 


-f  2CH3.C02C2Hg  -h  6Na 


.CO. 

^CO^ 


= 2CgH4  >C(Na)C02C2H5  4-  4NaOC2Hg  + 3H2. 
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This  substance  crystallizes  from  water  in  slender,  yellow  needles. 
The  ester,  which  also  crystallizes  in  fine  yellow  needles,  is 
precipitated  by  the  addition  of  sulphuric  acid  to  the  aqueous 
solution  of  the  sodium  salt,  and  on  heating  with  an  alkali 
decomposes  into  diketohydrindene,  alcohol  and  carbon  dioxide, 
a change  which  also  occurs  when  its  solution  in  ether  which 
contains  water  is  allowed  to  stand  : 


.CO\ 

CeH/  yCR.CO,C.Ms  + H,0 


.CO 

= CM/  ^CH2  + CO2  + HO.C2H5. 


It  is,  however,  best  to  heat  the  acidified  aqueous  solution  for 
half  an  hour  on  the  water-bath  and  filter  the  hot  liquid. 
Diketohydrindene  forms  colourless,  lustrous  needles,  which  melt 
with  decomposition  at  129 — 130°.  It  is  readily  soluble  in  hot 
alcohol  and  benzene,  less  readily  in  ether  and  hot  light  petroleum, 
and  is  only  very  slightly  soluble  in  water.  Dilute  alkalis 
dissolve  it  readily,  the  solutions  being  of  a deep  yellow  colour. 

Bidiketohycirindene,  C^gHj^Og,  is  formed  when  diketohydrindene 
is  boiled  with  water.  It  crystallizes  in  difficultly-soluble,  yellow- 
ish rhombic  tablets,  which  melt  with  decomposition  at  206 — 208°. 
All  its  salts  are  coloured  deep  red  to  violet,  and  it  dyes  wool 
a violet  red  in  a faintly  acid  bath,  but  not  very  readily.  Its 
formation  is  probably  represented  by  the  following  equation  : 


CeH,< 


= CeH,< 


.co^ 


+ CO( 


^CO 


CH, 


>Cz=C< 


CH, 


)CO  -h  H,0. 


Cz=N.NHCoH, 

DiketohydrindeMeplienylhydrazone,  CgH^^^^CHg  , is 

CO 

obtained  as  a yellow  flocculent  precipitate  when  phenylhydrazine 
hydrochloride  is  added  to  a solution  of  the  diketone  in  alcohol 
which  contains  a little  water.  It  crystallizes  from  dilute  alcohol 
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in  yellow,  hair-like,  matted  needles,  melting  at  162 — 163°,  and 
yields  a solution  in  concentrated  sulphuric  acid  which  is  coloured 
a deep  bluish  green  by  ferric  chloride. 

Diketohydrindenedi^phenylhydrazonc,  C7Hg(C~N2H.CQH5)2,  is 
formed  when  the  diketone  is  heated  on  the  water-bath  with  the 
necessary  amount  of  phenylhydrazine.  It  crystallizes  from  alcohol 
in  matted,  light  flesh-coloured  needles,  melting  at  l7l°,  and 
its  solution  in  cold  sulphuric  acid  is  also  coloured  dark  bluish 
green  by  a trace  of  ferric  chloride. 

Diketohydrindenedioxime,  CeH^(CH2)(CzzN.OH)2,  is  formed 
when  a solution  of  hydroxylamine  hydrochloride  is  added  to  a 
solution  of  diketohydrindene  in  carbonate  of  sodium.  It 
crystallizes  from  hot  dilute  alcohol  in  very  fine,  matted  needles, 
which  are  readily  soluble  in  alkalis. 

Isonitrosodiketohydrindene,  CgH^(CO)2.C~N.OH,  is  obtained 
by  the  addition  of  dilute  sulphuric  acid  to  a solution  of  the 
diketone  and  sodium  nitrite  in  dilute  caustic  soda.  It  crystallizes 
from  glacial  acetic  acid  in  triangular  plates,  which  melt  with 
decomposition  at  197 — 198°  and  dissolve  in  alkalis,  forming 
solutions  of  a delicate  pink  colour. 

Tod-isonitrosodiketohydrindene,  CqH^(C=iN.OH)3,  is  the  pro- 
duct of  the  action  of  hydroxylamine  on  the  preceding  compound, 
and  is  a crystalline  substance,  melting  at  197°  with  evolution 
of  gas.^ 

Dichlorodiketohydrindene,  C9H4CI2O2,  is  formed  by  the  action 
of  chlorine  on  a solution  of  chlorohydroxyindone  in  acetic  acid  : 


-CO-.  /CO. 

>cci  -h  a = c,H,<  >cci 


-f  HCl. 


It  may  also  be  obtained  by  the  oxidation  of  dichloroketo- 
hydroxyhydrindic  acid,  a substance  which  is  described  later  on.  In 
order  to  avoid  the  purification  of  this  substance  the  preparation 
is  most  conveniently  carried  out  by  dissolving  chlorohydroxy- 
naphthoquinone  in  sodium  carbonate  solution,  passing  in  chlorine 
until  the  liquid  becomes  colourless,  acidifying  with  acetic  acid 
and  filtering.  Hydrochloric  acid  is  then  added  to  the  filtrate 
and  this  heated  with  chromic  acid. 

DicMorodiketohydodndene  crystallizes  from  dilute  alcohol  in 
small  lustrous  plates  and  from  a mixture  of  ether  and  light  petro- 

^ Wislicenus,  Annalen,  246,  347  ; Wislicenus  and  Kotzle,  Annalen,  252,  72. 
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leirni  in  large,  thin  tablets,  the  corners  of  which  are  truncated ; 
it  melts  at  125°. 

When  it  is  dissolved  in  caustic  soda,  phthalic  acid  and 
dichloromethane  are  formed,  the  latter  of  which  is  converted 
by  the  alkali  into  formaldehyde,  so  that  the  solution  obtained 
reduces  ammoniacal  silver  nitrate  : 


/CO\  /CO.ONa 

>CCl2  + 4NaOH  = 

\CO.ONa 
+ CH.,0  + H.,0. 


+ 2NaCl 


Alcoholic  potash,  on  the  other  hand,  converts  it  into  dichlor- 
acetophenonecarboxylic  acid  : 


CeH 


4 


CO 

CO 


CCI2  + HOK  = C.H^^ 


CO.CHCI2 

CO.OK 


When  this  substance  is  dissolved  in  sodium  carbonate  and 
treated  with  chlorine,  trichloracetophenonecarboxylic  acid  is 
formed  (Pt.  V.,  p.  149).^ 

Dihromodiketoliydrindene,  CgH^BrgOg,  is  formed  by  the  action 
of  bromine  on  diketohydrindene  (Wislicenus)  or  on  bromo- 
hydroxyindone  (Eoser  and  Haselhoff),  as  well  as  by  the 
oxidation  of  dibromoketohydroxyhydrindic  acid  (Zincke  and 
Gerland).  It  crystallizes  from  acetic  acid  in  thick  white  plates, 
which  melt  at  176°.  Dilute  alkalis  convert  it  into  bromohy- 
droxyindone,  phthalic  acid  and  bromoform,  the  reactions  which 
occur  being  represented  by  the  following  equations  : 


CeH,< 


CO  —CO— 

^CBr,  + H,0  = CeH  / ^CBr  + BrOH. 

-CO/  \C(OH)^ 

,CO.  /CO.OH 

>CBr„  + 2H,0  = C„H  / + CH^Br,. 

■ \CO.OH 


CHjBr^  + BrOH  = CHBr^  + HjO. 

Chlorohromodiketoliydrindxnc,  CgH^ClBrOg,  is  obtained  by  the 
oxidation  of  chlorobromoketohydroxyhydrindic  acid  and  also  by 
the  action  of  chlorine  on  bromohydroxyindone  or  of  bromine  on 
chlorohydroxyindone.  It  crystallizes  from  alcohol  or  acetic 
acid  in  lustrous  plates,  melting  at  147°,  and  is  converted  by 

^ Zincke,  Bcr.  21,  491  ; Zincke  and  Gerland,  Bcr.  20,  3216  ; 21,  2379  and  2396. 
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alkalis  into  a mixture  of  plitlialic  acid,  dibromoclilorometliane 
and  cliloroliydroxyindone. 

2558  ^-Methyldikctoliydrindene,  CioH^02,  is  prepared  from 
ethyl  phthalate  and  ethyl  propionate  and  has,  therefore,  the 


constitution  : 


-CO\ 


In  this  way  the  sodium  compound,  CgH^(CO)2CNa.CH3,  is 
obtained,  which  crystallizes  from  hot  water  in  small  garnet 
red  or  dark  red  prisms.  When  an  acid  is  added  to  its 
solution,  methyldiketohydrindene  separates  out  as  a colourless 
oil,  which  soon  solidifies.  It  crystallizes  from  alcohol  in  small 
obtuse  pyramids,  and  from  light  petroleum  in  pointed  needles, 
which  melt  at  84 — 85°  and  form  red  solutions  in  the  alkalis.  It 
can  be  distilled  without  alteration,  no  condensation  product 
being  formed  as  is  the  case  with  diketohydrindene. 

Methyldiketoliydrindenephenylhydrazone  forms  small  yellowish 
crystals  and  melts  at  142 — 162°. 

Methyldiketohydrindenedioximc  crystallizes  from  'alcohol  in 
fine  needles  and  melts  at  116 — 117°  with  evolution  of  gas. 

3fethylhromodiketohydrindene,  CgH^(CO)2CBr.CH3,  is  formed 
when  a solution  of  methyldiketohydrindene  in  acetic  acid  is  heated 
with  bromine.  It  crystallizes  from  alcohol  in  small  white  needles, 
melts  at  90 — 91°  and  forms  yellowish  red  solutions  in  alkalis. 

Dimethyldiketohydrindene,  C(.H^(CO)2C(CH3)2,  may  be  ob- 
tained by  heating  the  sodium  compound  of  methyldiketohy- 
drindene with  methyl  alcohol  and  methyl  iodide  to  100°.  It 
crystallizes  from  alcohol  in  small  white  needles,  melts  at 
107 — 108°,  and  boils  almost  without  decomposition  at  250°. 
It  has  no  acid  properties,  both  the  hydrogen  atoms  of  the 
methylene  group  having  been  replaced  by  methyl.  The 
diphenylhydrazonc  forms  thin,  yellowish  prisms,  melting  at 
184— i87°.i 

Benzidencdiketohydrindene,  CigH^Q02,  is  prepared  by  heating 
together  molecular  proportions  of  benzaldehyde  and  diketo- 
hydrindene : 


CeH,< 


.CO.  /CO. 

>CH,  4-  OHC.CgHg  = CgHX 
'CO/  ^ \co^ 


)C=CH.CgHg. 


c 2 


^ Wislicenus  and  Kotzle,  Annalen,  252,  80. 
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It  separates  from  alcohol  in  yellowish,  lancet-shaped  crystals, 
which  melt  at  150 — 151°.  On  heating  with  alkalis  it  is 

decomposed  into  its  constituents. 

Dichlorohetohydroxyhydrindic  acid,  CjoHyClgO^.  Zincke  ob- 
tained this  acid  by  the  action  of  sodium  carbonate  solution  on 
tetrachlorodiketohydronaphthalene  : 

HO.  /CO.H 

CO— CO  >c< 

I + 2H,0  = C,h/  >CCh  + 2HC1. 

^CC1,-CC1,  ■ \ / “ 


It  may  also  be  prepared  from  dichlorotriketohydronaphthalene, 
which  need  not  be  isolated,  by  simply  passing  chlorine  into  an 
alkaline  solution  of  chlorohydroxy naphthoquinone  ; the  triketone 
is  thus  formed  and  is  converted  into  the  acid  by  the  alkali 
present : 

CO— C.OH  /CO— CO 

CeH,/  II  -f  ClOH  = CeH  / | -H  H.O 

\CO— CCl  \CO— CCls 

HO.  /CO.OH 

\c-^^ 

= C„H  / \cci, 

CO 


It  crystallizes  from  hot  water  in  small  prisms  or  thick  needles, 
and  from  hot  hydrochloric  acid  in  long,  almost  rectangular 
prisms,  while  it  separates  from  a mixture  of  ether  and  light 
petroleum  in  lustrous  monosymmetric  prisms.  All  these 
crystals  contain  a molecule  of  water  which  can  be  removed  by 
careful  heating,  but  is  very  readily  re-absorbed.  As  already 
mentioned,  the  acid  is  easily  oxidized  to  dichlorodiketohydrin- 
dene  : 


HO. 


C H ^ 


.C02H 


.CO. 


>CCL 


+ o = C,H 


CO 


6^-^4\  / 

CO^ 


CCL  + CO,  + H,0 


Its  methyl  ester,  C9H4C]20(0H)C02.CH2,  forms  large,  lustrous, 
transparent  monosymmetric  crystals,  which  melt  at  121 — 122°, 
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and  its  acetyl  compound,  CgH^Cl20(0C2H30)C02H,  crystallizes 
in  small  23i’isms,  melting  at  126°d 

Dihvmohetohydroxyhydrindic  acid,  C^^oHgBr^O^,  lias  been  ob- 
tained from  bromoliydroxynajDlitlioqninone,  and  crystallizes  in 
needles  or  large  monosymmetric  jii’isms  containing  water  of 
crystallization,  which  become  anhydrous  at  130°  and  melt  at 
about  170°.  Its  methyl  ester  resembles  the  corresponding 
chlorine  compound,  and  melts  at  137°. 

Chlorobromokctohydroxyhydrindic  acid,  C^gHgClBrO^  is  formed 
by  the  action  of  bromine  on  an  alkaline  solution  of  chloro- 
hydroxynaphthoquinone  and  by  that  of  chlorine  on  the  cor- 
responding bromine  compound ; it  forms  crystals  which  are 
similar  to  those  of  the  preceding  compound  and  also  lose  a 
molecule  of  water  on  heating.  The  anhydrous  acid  separates 
from  a mixture  of  ether  and  light  petroleum  in  crystals,  which 
melt  at  190°.  The  methyl  ester  melts  at  134 — 135°. 

^ Zincke,  Ber.  21,  491  ; Zincke  and  Geiiand,  Ber.  21,  2379. 
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THE  NAPHTHALENE  GEOUP 

Naphthalene, 

2559  On  December  15th,  1819,  A.  Garden  sent  to  T.  Thomson 
a short  account  of  a peculiar  crystalline  substance  which  had 
been  formed  in  the  distillation  of  coal-tar  and  which  appeared 
to  be  a kind  of  camphord  Thomson  ascertained  that  it  was 
a hydrocarbon,  and  concluded  from  the  results  of  his  analyses 
that  it  consisted  of  three  atoms  of  carbon  and  two  atoms  of 
hydrogen  or  of  one  atom  of  olefiant  gas  and  one  atom  of 
carbond  J.  Kidd  then  obtained  the  same  substance  by  iDassing 
the  vapours  of  coal-tar  through  a red-hot  tube  and  gave  it  the 
name  of  naphthalene,^  soon  after  which  Chamberlain  showed 
that  it  could  be  obtained  in  large  quantity  by  simply  distilling 
tlie  tar,  the  naphthalene  being  found  in  that  portion  of  the 
distillate  which  comes  over  towards  the  end  of  the  operationd 
Its  correct  composition  was  first  determined  by  Faraday,^  and 
although  at  first  doubted,  was  eventually  confirmed.  Dumas 
assumed  that  the  naphthalene  existed  as  such  in  the  coal,  but 
Reichenbach  showed  that  this  idea  was  not  accurate,  but  that 
the  naphthalene  is  a product  formed  by  the  dry  distillation.^’ 
Faraday,  Berzelius,  and  more  especially  Laurent,  were  the  next 
to  turn  thei;’  attention  to  this  substance.  The  last  named  found 
that  it  unites  with  chlorine  to  form  a tetrachloride,  CjoHgCl4, 
which  on  oxidation  yields  dibasic  phthalic  acid,  CgHgO^,  a fact 
which  led  Marignac  to  assume  that  naphthalene  is  a compound 
of  two  hydrocarbons,^  GgH^  -f  CgH^.  This  chemist  subsequently 
showed  that  phthalic  acid  on  li  eating  witli  lime  decomposes  into 
carbon  dioxide  and  benzene,  from  which  it  follows  that  naphtha- 

1 Thomson’s  Jnn.  Phil.  15,  74. 

'■*  Phil.  Trans.  1821,  209. 

“ Phil.  Traruf.  1826,  II.  140. 

^ Annalcn,  38,  18. 


® Ann.  Phil.  16,  85. 

Ann.  Phil.  II.  6,  185. 
® Pogg.  ylnn.  28,  484. 
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lene  is  derived  from  the  latter  by  the  substitution  of  two 
hydrogen  atoms  by  the  divalent  grouj),  C4H4. 

Erlenmeyer  then  proposed  the  following  formula : 

CH  CH 
HC  C CH 

I II  I 

HC  C CH 
CH  CH 

According'  to  this  it  consists  of  two  aromatic  nuclei,  which 
have  two  carbon  atoms  in  commond  The  accuracy  of  this  view 
was  experimentally  proved  by  Grabe,  who  showed  that  phthalic 
acid  can  be  obtained  by  the  destruction  of  either  of  the  two 
nuclei.  This  cannot  be  ascertained  in  the  case  of  the  hydro- 
carbon itself,  since  there  is  no  way  of  distinguishing  between  the 
two  nuclei.  One  of  them  must  therefore  first  be  marked  by 
replacing  one  or  more  hydrogen  atoms  by  other  elements  or 
radicals,  and  it  then  becomes  possible  to  ascertain  which  nucleus 
has  been  destroyed  by  oxidation.  Grabe  actually  found  that 
dichloronaj)hthoquinone,  Cj^H^C^Og,  is  converted  by  oxidation 
into  phthalic  acid,  so  that  its  formula  may  be  written  CgH4. 
C4CI2O.2.  Phosphorus  pentachloride  converts  the  dichloro- 
compound  into  pentachloronaphthalene  : 

C40H4CI2O2  d-  2PCI5  = C40H3CI5  + 2POCI3  -f-  HCl. 

This  substance  is  converted  on  oxidation  into  tetrachlorophthalic 
acid,  so  that  its  formula  can  be  written  C4H3Cl.CgCl4,  and  from 
these  facts  it  follows  that  naphthalene  must  have  the  sym- 
metrical constitution  assigned  to  it  by  Erlenmeyer.^ 

In  addition  to  this  proof  several  others  have  been  brought 
forward. 

When  the  tetrachloride,  C4oHgCl4,  which  we  have  already 
mentioned  and  which  is  converted  by  oxidation  into  phthalic 
acid,^  is  heated,  it  decomposes  into  hydrochloric  acid  and  two 
dichloronaphthalenes,  one  of  which  is  oxidized  to  dichloro- 
phthalic  acid,^  which  has  also  been  obtained  from  monochloro- 
naphthalene  tetrachloride,®  C4QH7CI.CI4,  while  monochloro- 

^ Annalcn,  137,  346.  - Annalen,  149,  20. 

^ Laurent,  Ann.  CMm.  Pliys.  61,  113.  * Atterberg,  Ber.  9,  547. 

J.  and  E.  Depouilly,  Bull.  Soc.  Chira.  4,  10  ; Widman,  ibid.  28,  505. 
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naphthalene  itself  is  converted  by  nitric  acid  into  chloronitro- 
phthalic  acid  (Atterberg).  When  monochloronaphthalene 
tetrachloride  is  heated  with  alcoholic  caustic  potash,  trichloro- 
naphthalene,  CjoH^Clg,  is  obtained,  and  on  oxidation  yields 
trichlorophthalic  acid  (Widman). 

Mononitronaphthalene,  C^oH^NOg,  is  oxidized  by  chromic 
acid  to  mononitrophthalic  acidd  The  same  nitro-compound  is 
converted  by  reduction  into  amidonaphthalene,  C^oHy.NHg, 
which  is  oxidized  by  potassium  permanganate  or  chromic  acid 
to  phthalic  acid  and  not  to  amidophthalic  acidd 

Amidonaphthalene  can  also  be  readily  converted  into  dinitro- 
naphthol,  which  also  yields  phthalic  acid  on  oxidation. 

2560  Erlenmeyer’s  formula,  moreover,  explains  the  fact  that 
naphthalene  differs  from  benzene,  inasmuch  as  it  yields  two 
isomeric  mono-substitution  products,  which  are  distinguished 
as  a and  /3.^ 

V 1 


a = 


The  a-compounds  on  oxidation  yield  naphthoquinone,  CioHg02, 
which  so  closely  resembles  benzo-quinone  that  an  analogous 
constitution  was  assigned  to  it  and  the  oxygen  atoms  assumed 
to  occupy  the  position  1 : 4.  The  discovery  of  a second  naphtho- 
quinone, however,  rendered  this  conchision  somewhat  doubtful 
until  its  accuracy  was  fully  proved  by  the  following  observations. 
Phthalic  acid  yields  two  isomeric  nitrophthalic  acids  of  known 
constitution  ; 


NO/  CO„H 


a 


— CO.H 


NO2 

COjH 


The  latter  of  these  is,  however,  also  formed  by  the  oxidation  of 
a-nitronaphthalene  and  the  a-position  must  therefore  be  next  to 
a carbon  atom  which  is  common  to  both  nuclei.  This  also 


1 Beilstein  and  Kurbatow,  Ber.  12,  688. 

^ Reverdin  and  Nblting,  Constitution  des  Naphthalins.  Genf,  1880  ; Constitu- 
tion de  la,  Naphthaline,  Mulhouse,  1888.  ^ Merz,  Zcitsch.  Chem.  18  68,  394. 
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follows  from  the  synthetical  formation  of  a-nairlithol  by  heating 
phenylisocrotonic  acid  ; ^ 


OH 

I 

CH  CO 

\ 

HC  CH  CH2 

I II  I 

HC  C CH 
CH  CH 


OH 
CH  C 


HC 

C 

CH 

1 

11 

1 

HC 

c 

CH 

CH  CH 


It  follows  from  the  formula  given  above  that  the  a-  and  /3- 
positions  each  occur  four  times.  Atterberg  proved  this  for  the 
a-position  after  Liebermann  had  showed  that  it  occurs  twice. 
a-Nitronaphthalene,  CjqH7.N02,  is  converted  by  reduction  into 
a-amidonaphthalene,  CjoH^.NHg,  which  can  readily  be  converted 
into  a-amidonitronaphthalene,  C^QHg(N02)NH2.  When  the 
amido-group  of  this  compound  is  replaced  by  hydrogen,  the  j)ro- 
duct  is  the  original  a-nitronapthalene.  Moreover,  the  a-amido- 
nitronaphthalene  can  easily  be  converted  into  a-naphthoquinone, 
which  on  oxidation  yields  phthalic  acid,  thus  proving  that  both 
the  substituent  groups  are  situated  in  the  same  nucleus.^  If, 
however,  the  amido-group  of  amidonitronaphthalene  be  replaced 
by  chlorine,  a-chloronitronaphthalene,  CjoHgCl(N02),  is  formed, 
which  is  converted  by  phosphorus  pentachloride  into  dichloro- 
naphthalene,  C^gHgClg.  A substance  which  is  isomeric  with  this  is 
obtained  in  a similar  manner  from  a-nitronaphthalenesulphonic 
acid,  CjgHg(N02)S03H.  The  latter,  hoAvever,  is  formed  both  by 
the  action  of  sulphuric  acid  on  a-nitronaphthalene  and  of  nitric 
acid  on  a-naphthalenesulphonic  acid.  The  two  substituent 
groups  and  therefore  the  two  chlorine  atoms  in  the  dichloro- 
naphthalene  which  is  derived  from  it  are  consequently  both  in 
the  a-position.  This  is  also  the  case  in  a third  dichloronaphtha- 
lene,  obtained  by  the  action  of  chlorine  on  a-nitronaphthalene, 
for  if  another  atom  of  hydrogen  be  replaced  by  chlorine  in  each 
of  these  three  dichloro-compounds,  one  and  the  same  trichloro- 
naphthalene  is  obtained.  This  proves  the  proposition  that  the 
a-position  occurs  four  times,  Liebermann’s  experiments  showing 
that  it  is  found  twice  in  one  nucleus,  and  Atterberg’s  that  it 
also  occurs  twice  in  the  other  : ^ 


^ Fittig  and  Erdmann,  Annalen,  227,  245.  - Liebermann,  Annalcn,  183,  235. 
3 Atterberg,  Ber.  9,  1734  ; 10,  547. 
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Cl 


X\X\ 


Cl  Cl 


CT 


Cl  Cl 


Cl  Cl 


Cl  Cl 


Cl 


Naphthalene  yields  a-compounds  when  treated  with  chlorine, 
bromine,  or  nitric  acid,  whilst  both  the  a-  and  /3-monosulphonic 
acids,  as  was  found  by  Faraday,  are  formed  by  the  action  of 
sulphuric  acid.  The  substitution  products  of  naphthalene  are 
naturally  much  more  numerous  than  those  of  benzene.  If  two 
hydrogen  atoms  are  replaced  by  the  same  element  or  radical, 
ten  isomerides  are  possible  : 


a-^ 


Ct.')  ^9 

Fig.  a. 


1'  1 


4'  4 

Fig.  B. 


1 : 2 
1 : 8 
1 : 4 
1 : 1' 
1 : 2' 


8 1 


Fig.  C. 

1 : 8' 

1 : 4' 

2 : 8 
2 : 2' 

2 : 8' 


To  express  these  relations  three  plans  have  been  proposed,  which 
are  exemplified  in  the  above  figures.  When  the  Greek  letters 
are  employed,  these  are  written  close  together  when  the  two 
sub.stituents  are  both  in  the  same  nucleus,  and  separated  by  a 
hyplien  or  sometimes  by  a double  line  when  they  are  in  different 
nuclei.  The  dichloronaphthalenes  mentioned  above  would 
therefore  be  — ag  (or  aima.2),  As  this  method 

is  very  likely  to  cause  mistakes  both  in  writing  and  printing,  it 
is  better  to  make  use  of  numbers.  The  plan  shown  in  Fig.  B 
is  that  adopted  by  the  English  chemists,  while  that  shown  in 
Fig.  C is  frei(uently  employed  on  the  Continent. 

In  order  to  determine  the  constitution  of  the  di-substitution 
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products,  Erdmann  lias  employed  the  following  metliodd  In 
the  naphthylaminesulphonic  acids,  CjQHg(NH2)S03H,  either  the 
amido-  or  the  sulphonic-gTOup  is  replaced  by  hydrogen,  the  pro- 
ducts thus  obtained  being  eitlier  a-  or  /3-naphthylamine  or  a-  or 
yS-naphthalenesulphonic  acid.  The  naphthalenesulphonic  acids 
are  converted  into  dichloronaphthalenes,  naphtholsulphonic  acids, 
dihydroxynaphthalenes,  &c. ; the  oxidation  of  the  dichloro- 
naphthalenes, &c.,  to  phthalic  acid  or  a substituted  phthalic 
acid,  decides  whether  the  two  substituents  are  in  the  same  nucleus 
(homonucleal)  or  in  different  nuclei  (heteronucleal).  To  deter- 
mine the  constitution  of  the  heteronucleal  di-substitution 
derivatives,  Armstrong  and  Wynne  start  with  a-chloro-/S- 
naphthylamine,which  is  converted  by  suljihonation  into  a mixture 
of  chloronaphthlaminesulphonic  acids.^  These  can  be  converted 
into  dichloronaphthalenes  by  two  methods ; either  by  reducing 
the  substance  and  thus  replacing  the  chlorine  by  hydrogen  and 
then  converting  the  resulting  /3-naphthylaminesulj)honic  acid 
into  a dichloro-compound  by  means  of  the  diazo-reaction  followed 
by  treatment  with  phosphorus  pentachloride,  or  by  first  re- 
placing the  amido-group  by  hydrogen  and  then  treating  the 
chloronaphthalenesulphonic  acid  thus  obtained  with  phosphorus 
pentachloride.  They  have  thus  succeeded  in  connecting  the 
chloronaphthylaminesulphonic  acids  with  compounds  of  known 
constitution,  and  in  establishing  the  constitutional  formulae  both 
of  the  acids  themselves  and  of  numerous  di-  and  tri-substitution 
products  which  are  derived  from  them. 

Another  method  for  the  determination  of  the  constitution  of 
the  di-substitution  products  of  naphthalene  is  their  synthesis 
from  benzene  derivatives  of  known  constitution.  Phenylpara- 
conic  acid,  for  example,  yields  a-naphthol  on  distillation,  and 
the  chlorophenylparaconic  acids  in  the  same  manner  yield 
chlorinated  a-naphthols  of  known  constitution.^ 


CCl  CH 


HC 


II  o 

CH 


CH.CO2H 

CH., 


CH  CO 

o-Chloroparaconic  Acid. 
^ Annalcn,  247,  306. 


CCl  CH 

HC  C CH 


-h  CO.,  + H.,0. 


HC  C CH 
CH  C.OH. 

1 : 4'  Chlorohydroxynaphthalcne. 

“ Proc.  Chem.  Soc.  1889,  PP-  34,  48. 
Annalcn,  247,  366. 
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An  important  factor  in  all  these  conclusions  is  the  sujDposition 
that  no  internioleciilar  changes  take  place  in  the  reactions 
employed.  Erdmann  has  carefully  investigated  this  question^ 
and  has  found  that  the  di-substitution  products  of  naphthalene 
are  very  stable  and  show  no  tendency  to  isomeric  change. 

Five  naphtholsulphonic  acids,  or  the  corresponding  naphtha- 
lenedisulphonic  acids,  for  example,  are  converted  by  fusion  with 
caustic  potash  into  five  different  dihydroxynaphthalenes,  while 
the  three  phenolsulphonic  acids,  on  the  other  hand,  are  thereby 
converted  into  the  same  dihydroxybenzene  (resorcinol).  More- 
over the  dihydroxynaphthalenes  are  converted  into  five  different 
diamidonaphthalenes  by  heating  with  ammonia. 

The  sulphonic  acids  of  naphthalene,  of  the  naphthols  and  of 
the  naplithylamines  appear  to  form  an  exception,  as  they  are  con- 
verted into  isomerides  when  heated  with  sulphuric  acid,  water 
being  probably  taken  up,  the  sulj)ho-group  split  off,  and  fresh 
sulphonation  then  taking  place.^  A similar  tendency  to  isomeric 
change  has  been  observed  in  the  sulphonic  acids  of  the  halogen- 
substituted  naphthalenes.^ 

In  the  replacement  of  the  sulphonic  acid  groujD  by  chlorine 
by  means  of  phosphorus  pentachloride,  however,  no  such 
isomeric  change  appears  to  occur,  even  in  the  apparently 
somewhat  violent  reaction  in  which  the  nitroxyl  group  is  also 
replaced  by  chlorine.  This  is  shown  by  the  fact  that  the  nitro- 
naphthalenesulphonic  acids  yield  the  same  dichloronaphthalenes 
as  are  obtained  from  the  corresponding  diamidonaphthalenes  by 
converting  these  into  diazo-compounds  and  decomposing  the 
latter  by  a boiling  solution  of  cuprous  chloride  in  hydrochloric 
acid.  It  follows,  therefore,  that  the  reactions  carried  out  by 
Atterberg  (p.  25),  yield  correct  results,  and  that  the  method 
adopted  by  Armstrong  and  Wynne  is  also  reliable.  The  results 
obtained  by  Erdmann’s  synthetical  methods  are,  moreover,  in 
perfect  agreement  with  those  obtained  by  the  last-named 
chemists. 

Substitution  products  which  contain  the  substituents  in  the 
position  1 : 1'  = 4 : 4'  show  a very  characteristic  behaviour, 
and  in  many  respects  are  very  similar  to  ortho-compounds. 
Bamberger  and^  Philip  have  therefore  proposed  to  give  the  prefix 
“ peri  ” (vrep/,  round  about)  to  such  substances.^ 

1 Weinberg,  Ber.  20,  3354. 

2 Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1889,  119? 

^ Ber.  20,  237. 
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When  more  than  two  atoms  of  hydrogen  are  replaced  in 

naphthalene  by  the  same  element  01 
cases  of  isomerism  are  possible  : 

radical,  the  following 

Triderivatives 

. . 14 

Tetraderivatives  .... 

. . 22 

Pentaderivatives  .... 

. . 14 

Hexderivatives 

. . 10 

Heptaderivatives  .... 

. . 2 

Octoderivative 

. . 1 

2561  Bamberger  ^ has  been  led  by  the  study  of  the  reduction 
products  of  naphthalene  and  its  derivatives  to  propose  a formula 
for  this  hydrocarbon,  which  differs  from  that  of  Erlenmeyer  in 
the  same  way  as  the  centric  formula  for  benzene  differs  from 
that  of  Kekule  (Part  III.,  jd.  67). 


VV 

u 

Naphthalene. 

Benzene. 

He  has  found  that  the  tetrahydro-derivatives  of  naphthalene, 
in  which  the  four  hydrogen  atoms  have  been  added  to  the  same 
nucleus,  behave  as  true  benzene  substitution  products,  whereas 
the  unreduced  naphthalene  compounds,  although  they  behave 
in  a general  way  like  those  derived  from  benzene,  yet  differ 
from  the  latter  in  many  important  respects. 

He  therefore  assumes  that  naphthalene  consists  of  two  similar 
nuclei,  neither  of  which  is  a benzene  nucleus,  and  that  when 
four  atoms  of  hydrogen  are  added  to  one  of  these  the  other 
becomes  a true  benzene  nucleus.  The  reduction  of  a-naphthol, 
for  example,  is  represented  by  the  following  equation  ; 


HC  C.OH 


CH 
-f  4H 


HC  CH 


H^C  C.OH 


H,C 


H 


H.C  CH 


2562  Na'phtJialene  is  frequently  found  among  the  products  of 
the  decomposition  of  organic  substances  by  heat.  It  was  even 

^ Annalen,  257,  1 ; Ber.  23,  1124. 
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observed  by  Reiclieiibacli  that  it  is  formed  when  the  vapour 
of  alcohol  is  passed  through  a red-hot  tube,  and  it  is  obtained  in 
the  same  way  from  ether,  acetic  acid,  ethereal  oils,  camphor,  &c.,^ 
as  well  as  from  ethylene,  acetylene,  toluene,  and  especially  from 
a mixture  of  benzene  and  acetylene,^  When  tlie  vapour  of 
wood-tar  is  passed  through  an  iron  tube  filled  with  coke  and 
heated  to  a bright  red  heat,  a jDroduct  resembling  coal-tar  is 
formed,  which  in  addition  to  benzene  hydrocarbons  contains 
much  naphthalene.^  The  same  compounds  are  formed  when 
the  residues  obtained  from  the  distillation  of  Baku  petroleum 
are  employed.^  Naphthalene  is  also  found  in  wood-tar,  in 
bone-oil  and  in  rock-oil  from  Rangoon.^ 

Aronheim  obtained  it  synthetically  by  passing  the  vajDOur  of 
phenyl-/3-butylene  bromide  over  red-hot  lime  : ^ 

C6H5.C,H,Br2  = CeH,.C,H,  + 2HBr  -f-  H^. 


It  has  been  obtained  in  a similar  manner  from  phenyl-a-butylene 
bromide,'^  and  is  also  formed  when  the  vapour  of  isobutylbenzene 
is  passed  over  heated  oxide  of  lead  ® and  when  equal  molecules  of 
dimethylaniline  and  bromine  are  heated  together  to  120°.*^  The 
following  synthesis,  carried  out  by  Baeyer  and  Perkin,  is  of 
theoretical  interest  on  account  of  the  ease  with  which  the 
reactions  proceed.^*^  When  o-xylylene  bromide  is  heated  with 
the  sodium  compound  of  ethyl  acetylenetetracarboxylate,  the 
ethyl  ester  of  tetrahydronaphthalenetetracarboxylic  acid  is 
formed  : 

/CH,Br  NaC(C02C2H5)2 

-t-  I = 2NaBr 

\CH2Br  NaC(C02C2H5)2 

CH2-C(C02C2H,)2 
+ C,H  / 1 

\CH,-C(C0,C,H,), 


^ Berthelot,  Jahresb.  Chem.  1851,  437,  504. 

2 Berthelot,  Hull  Soc.  Chim.  7,  218,  278  and  306. 
^ Atterberg,  Ber.  H,  1222. 

Letux,  Ber.  11,  1210. 

® Warren  and  Storer,  Zeitsch.  Chem.  1868,  232. 

® Annalen,  171,  233. 

^ Radziszewski,  Ber.  9,  260. 

® Wreden  and  Znatowicz,  Ber.  9,  1606. 

" Brauner  and  Brandenburg,  Ber.  11,  697. 

Ber.  17,  448. 
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This  is  converted  by  saponification  into  tetraliydronaplithalene- 
dicarboxylic  acid,  and  the  silver  salt  of  the  latter  decomposes  on 
heating  into  the  anhydride  and  naphthalene  : 

.CH.— CH.CO.OAg  /CH=CH 

2CeH,<  ^ I = I 

\CH— CH.CO.OAg  \CH=zCH 

.CH— CH.CO. 

+ “I  >0  + 2CO2  + 4Ag  + H^O. 

\CH.— CH.CO/ 


A considerable  amount  of  naphthalene  is  also  formed  when 
the  vapour  of  the  anhydride  is  passed  through  a red-hot  tube. 

Pechmann  ^ has  also  succeeded  in  obtaining  naphthalene  by  a 
different^  method,  Dihydronaphthoic  acid  is  formed  by  the 
action  of  sulphuric  acid  on  ethyl  benzylacetacetate  : 


CHg— CH— CO.OC^Hs 
CH3— CO 


.CH,— CH— CO.OH 


'CHzziCH 


-f- 


This  substance  is  converted  by  loss  of  carbon  dioxide  into 
dihydronaphthalene,  which  can  be  readily  converted  by  the 
elimination  of  hydrogen  into  naphthalene. 

Naphthalene  is  obtained  on  the  large  scale  from  the  fraction 
of  coal  tar  which  boils  between  180 — 250°,  and  which  partially 
solidifies  on  cooling  and  standing,  owing  to  the  crystallization 
of  naphthalene.  It  is  then  treated  with  caustic  soda  solution 
to  remove  phenol,  and  again  distilled ; the  distillate  thus 
obtained  solidifies  to  a crystalline  mass  which  is  separated 
from  adhering  oils  by  the  filter-press.  The  crude  naphthalene 
still  contains  quinoline  bases  and  it  is  therefore  successively 
washed  with  dilute  sulphuric  acid,  water  and  caustic  soda  solu- 
tion, after  which  it  is  again  distilled  or  sublimed  by  means  of 
superheated  steam. 

The  product  still  contains  impurities  which  cause  it  to  turn 
red  in  the  air.  To  remove  these  it  may  be  heated  with  a little 
sulphuric  acid  to  185°,  and  distilled  in  steam,  this  treatment 

^ Ber.  16,  516. 
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being  repeated  until  a sample  dissolves  in  sulplmric  acid  without 
colouration^  The  admixed  substances  may  also  be  removed  by 
heating  it  with  sulphuric  acid  and  a little  manganese  dioxide.^ 
In  this  process,  however,  a large  amount  of  sulphur  dioxide  is 
evolved  and  a considerable  loss  of  naphthalene  is  experienced. 
A pure  product  can  easily  be  pre]Dared  by  boiling  crude  naphtha- 
lene with  0’5 — 2 per  cent,  of  sulphur,  according]  to  the  jDurity  of 
the  sample ; the  imjmrities  are  thus  converted  into  substances 
of  high  boiling  point  and  can  then  be  easily  separated.  A little 
sulphuretted  hydrogen  is  evolved  during  the  reaction,  which  is 
absorbed  in  caustic  soda  solution  or  milk  of  lime.^ 

2563  Properties.  Naphthalene  crystallizes  in  plates  or  mono- 
symmetric  tablets,  and  has  a characteristic,  unpleasant  smell 
and  a burning  taste.  It  melts  at  79'2°,  boils  at  218°,  and  readily 
sublimes  below  this  temperature,  condensing  in  such  a voluminous 
mass  when  the  sublimation  is  slowly  carried  out  that  0’2o 
grammes  of  it  are  sufficient  to  fill  a litre  flask.^  Its  specific 
gravity  compared  with  water  at  4°  is  : 

At  4°  80°  98° 

IT45  0-9777  0-9621 

One  hundred  parts  of  absolute  alcohol  dissolve  5*29  parts  at  15°, 
whilst  100  parts  of  toluene  dissolve  31-94  parts  at  16-5°,  and  the 
two  substances  are  miscible  in  all  proportions  at  the  boiling 
point ; it  is  also  readily  soluble  in  ether  and  benzene,  but  only 
slightly  in  light  petroleum.  In  the  liquid  state  it  dissolves 
indigo,  sulphur,  phosphorus  and  other  substances. 

A characteristic  property  of  naphthalene  is  the  formation  of 
the  compound  SSbClg  4-  2C^QHg  when  it  is  fused  with  antimony 
trichloride  ; ® this  substance  crystallizes  in  deliquescent  mono- 
symmetric  tablets.  If  the  naphthalene  contains  the  least  trace 
of  impurity  the  fused  mass  becomes  coloured  carmine  red.® 
When  pure  naphtlialene  is  dissolved  in  chloroform  and  the 
solution  heated  with  anhydrous  aluminium  chloride,  a deep 
o-reenish  blue  colouration  is  produced,  and  the  liquid  then 
solidifies  to  a brown  mass.^ 

^ Stenliouse  and  Groves,  Ber.  9,  683.  ■ Lunge,  Ber.  14,  1755. 

^ Dehnst,  Ber.  22,  362  c. 

* Handvjorterhuch,  1st  Edition,  5,  432. 

® Watson  Sinitli  and  Davis,  Journ.  Chem.  Soc.  1882,  1,  411. 

« Smith,  Ber.  12,  142.  ^ Schwarz,  Ber.  14,  1532 
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Naphthalene  is  technically  employed  for  the  manufacture  of 
phthalic  acid  and  colouring  matters,  and  is  also  used  for 
carburetting  water-gas,  which  is  manufactured  by  passing 
steam  over  red-hot  coke,  and  is  then  passed  over  melted 
naphthalene,  which  imparts  illuminating  power  to  the  flame. 

Naphthalene  is  a powerful  antiseptic  and  is  used  for  pre- 
venting mould,  and  also,  as  it  is  fatal  to  the  lower  animals,  for 
driving  away  moths  and  j)hylloxera  and  to  protect  specimens  of 
butterflies.  It  is  also  employed  as  a dressing  for  wounds,  and  a 
mixture  of  equal  parts  of  naphthalene  and  vaseline  is  used  as 
a remedy  for  the  itch. 

In  1857  Fritsche  found  that  naphthalene  combines  with  picric 
acid,  yielding  a substance  of  the  formula  C;^oHg  -f  CgH3(N02)30, 
which  crystallizes  from  ether  in  golden-yellow  needles  or  mono- 
symmetric  prisms,  melting  at  149°  and  only  slowly  decomposed 
by  boiling  water.^  It  has  since  then  been  found  that  it  also 
combines  with  the  following  nitro-derivatives  : ^ 

Melting-point. 


m -Dinitrobenzene,  thick  prismatic  needles  . . 52 — 53° 

^j-Dinitrobenzene,  long,  fine,  white  needles  . . 118 — 119° 

Trinitrobenzene,  very  long,  fine,  white  needles  . 152° 

?)i-Dinitrotoluene,  thick  prismatic  needles  . . 60 — 61° 

a-Trinitrotoluene,  needles 97 — 98° 

/S-Trinitrotoluene,  yellowish-white  needles  . . 100° 

7-Trinitrotoluene,  fine,  yellowish-white  needles  98 — 99° 

Trinitro-aniline,  thick  orange-yellow  prisms  . . 168 — 169° 

w-Dinitrophenol,  yellow  needles 213° 

/S-Trinitrophenol,  yellow  needles 72 — 73° 

7-Trinitrophenol,  golden-yellow  needles  . . . 100° 

Trinitro-o-cresol,  small  yellowish  needles  ...  106° 

Trinitro-??i-cresol,  lemon-yellow  needles  . . . 126 — 127° 


1 Jahresh.  Chem.  1857,  456  ; Bodewig,  Jaliresb.  Chem.  1879,  376. 

2 Hepp,  Annalcn,  215,  357  ; Henriques,  Annalen,  215,  321  ; Gruner,  Zeitseh. 
Chem.  1868,  213  ; Liebernianii  and  Palm,  Ber.  8,  377  ; Willgerodt,  Ber.  H 
601  ; Ndlting  and  Salis,  Ber.  15,  1858  ; Ndlting  and  Collin,  Ber.  17,  268. 
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ADDITION  PRODUCTS  OF  NAPHTHALENE. 


The  Hydronaphthalenes. 


2564  Diliydronaphtlialene,  occurs,  according  to  Bertlie- 

lot,  in  coal-tar,  and  is  formed  when  naiDlitlialene  is  heated  to 
280°  with  hydriodic  acid.  It  is  probably  formed  in  this  reaction 
by  the  action  of  the  liberated  iodine  on  the  higher  reduction 
products  which  are  first  formed.^  Griibe  and  Guye  obtained 
dihydronaphthalene  by  adding  rather  more  than  a molecule 
of  bromine  to  one  molecule  of  tetrahydronaphthalene  dissolved 
in  carbon  disulphide  and  treating  the  product  with  alcoholic 
potash.^  It  may  also  be  prepared  by  treating  an  alcoholic 
solution  of  naphthalene  with  sodium,  and  is  obtained,  together 
with  tetrahydro-a-naphthomethylamine,  CiqHj^.CH^.NHo,  from 
a-naphthonitrile  : ^ 

CioH-.CN  + m = CioH.o  + HCN. 

It  is  a liquid,  which  has  a faint  odour  of  naphthalene,  boils 
at  212°,  and  on  cooling  solidifies  in  large  tablets,  which  have 
a vitreous  lustre  and  melt  at  15 '5°.  At  a red  heat  it  decom- 
poses into  hydrogen  and  naphthalene  ; it  combines  with  bromine 
to  form  dihyclrona'phthalcne  dihromide,  which  crystal- 

lizes in  large,  monosymmetric  prisms  with  a vitreous  lustre, 
melts  at  73'5 — 74°,  and  decomposes  into  hydrobromic  acid  and 
naphthalene  when  it  is  heated  above  its  melting-point  or 
treated  with  alcoholic  potash  : 


CH^ CH2 

CHBr— CHBr 


^\CH=CH 


+ 2HBr. 


a- Tetrahydronaphthalene,  was  obtained  by  Baeyer  by 

heating  naphthalene  to  170 — 190°  with  phosphonium  iodide.'* 
It  is  also  formed  when  10  grms.  of  naphthalene  are  heated 
with  3 grms.  of  amorplious  phosphorus  and  9 grms.  of  hydriodic 
acid  of  boiling-point  127°  for  7 — 8 hours  at  210 — 225°.  Tlie 
product  of  these  reactions  is  a liquid  which  has  a characteristic, 

2 Ibid. 

Annalcn,  155,  276. 


1 Ber.  16,  3032. 

* Bamberger  and  Lodter,  ibid.  20,  1703,  3075. 
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but  not  penetrating  odour,  boils  at  205°,  and  has  a sp.  gr. 
of  0'981  at  12'5°.  It  does  not  combine  with  picric  acid,  absorbs 
oxygen  from  the  air,  is  more  readily  oxidized  than  naphthalene 
to  23hthalic  acid  and  decomposes  into  naphthalene  and  hydrogen 
at  a red  heat.  When  it  is  heated  with  suliDhuric  acid,  tctra- 
hydronaiMhalenesulpliooiic  acid,  CjoHj^SOgH,  is  formed  as  a 
crystalline  substance  which  is  decomposed  into  the  hydrocarbon 
and  sulphuric  acid,  when  it  is  mixed  with  three  parts  of  sul- 
phuric acid  and  one  of  water  and  heated  to  170°  by  superheated 
steam.^  Since  the  sulphonic  acid  of  naphthalene  itself  is 
decomposed  by  water  at  160°,  this  process  can  be  used  to 
separate  tetrahydrona23hthalene  from  naphthalene.  The  harium 
sulpTionate,  2(C;^QHjj^S03)2Ba  + H^O,  crystallizes  in  tablets.^ 
^-Tetraliydronaphthalene,  is  formed  when  a-tetrahydronaj)h- 
thylhydrazine  is  suspended  in  boiling  water  and  a hot  saturated 
solution  of  copper  sulphate  slowly  added  until  the  liquid  is 
permanently  coloured  blue  : 

C,oH,,.NH— NH^  -h  2CuO  = -h  d-  Cu^O  + H.O. 

It  is  also  obtained  when  sodium  is  added  to  a boilinof  solution 
of  naphthalene  in  amyl  alcohol.^  It  is  a transparent,  colourless 
oily  liquid,  which  has  a strong  smell  of  naphthalene,  boils  at 
205  , and  has  a sp.  gr.  of  0'978  at  17°.  It  dissolves  in  hot 
sulphuric  acid,  forming  a monosulphonic  acid,  the  soluble  larium 
salt  of  which  crystallizes  in  small  hemispherical  aggregates 
which  effloresce  in  the  air.  Its  constitution  follows  from  that 
of  tetrahydro-<z  naphthylamine,  which  will  be  subsequently 
discussed,  and  is  expressed  by  the  following  formula  : 

CH^— CH, 

CcH/  I - 
\CH-CH, 

On  oxidation  it  yields  o-carboxyhydrocinnamic  acid,  C.H/CO 
0H)CH2.CH,.C00H.  ® ' ■ 

Ilexhydronaphtkalene,  was  first  obtained  by  Wreden  and 

Znatowicz  who  heated  4 grins,  of  naphthalene  with  20  grins,  of 
hydriodic  acid  saturated  at  0°  and  0'5  grms.  of  amorphous 

^ Griibe,  Ber.  5,  677  ; Grtibe  and  Guye,  Ber.  16,  3028. 

2 Frieclel  and  Crafts,  Bull.  Soc.  Chim.  42,  66. 

® Bamberger  and  Kitschelt,  Ber.  23,  156l! 

■*  Bamberger  and  Bordt,  Ber.  22,  625. 
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pliospliorus.^  Accoi\liiig  to  Griibe  and  Guye  it  is  prepared  by 
lieating-  0'7  grins,  of  naplitlialene  with  10  grins,  of  hydriodic 
acid  of  boiling-point  127'"  and  3 grins,  of  pliospliorns  to  240 — 
250°  for  8 — 10  hours.  It  is  a liquid  which  boils  at  200°,  has  a 
specific  gravity  of  0'942  at  0°,  absorbs  oxygen  from  the  air,  and 
does  not  combine  with  picric  acid.  On  treatment  with  suliohuric 
acid  it  yields  two  sulphonic  acids.^ 

OctoliydronajMhakne,  was  obtained  by  Guye  by  heating 

5 grins,  of  na]:)hthalene  with  9 grins,  of  hydriodic  acid  and 
phosphorus  to  260 — 265°  for  15 — 20  hours.  It  is  a liquid 
which  boils  at  185 — 190°,  has  a siiecific  gravity  of  0'910  at  0°, 
and  has  a smell  resembling  that  of  oil  of  turpentine. 

Dckahyclronaj)lit]icdcnc,  C^gH^g,  is  formed,  according  to  Wreden, 
when  naphthalene  is  heated  with  5 parts  of  hydriodic  acid 

t 

saturated  at  0°  and  some  phosphorus  for  36  hours  to  260°.  It 
smells  like  petroleum,  boils  at  173 — 180°,  and  has  a specific 
gravity  of  0’851  at  0°. 

When  naphthalene  is  heated  with  aluminium  chloride,  a 
series  of  hydrocarbons  is  formed  which  boil  between  70°  and 
250°.  The  fraction,  boiling  at  about  200°,  chiefly  contains 
tetrahydro-  and  dekahydronaphthalene,  in  addition  to  some 
unaltered  naphthalene.  The  mixture  is  then  repeatedly  treated 
with  sulphuric  acid  which  converts  the  naphthalene  and  its 
tetrahydro-derivative  into  sulphonic  acids,  but  does  not  attack 
the  deka-compound.  In  order  to  obtain  the  hydrocarbons  from 
their  sulphonic  acids,  the  latter  are  converted  into  their  sodium 
salts  which  are  mixed  with  a concentrated  solution  of  phosphoric 
acid  and  distilled  in  steam.  This  method  is  much  better 
adapted  for  the  decomposition  of  sulphonic  acids  in  general 
than  the  older  one,  because  when  sulphuric  acid  is  employed 
a portion  of  the  monosulphonic  acid  is  converted  into  the  very 
stable  disulphonic  acid.  If  several  sulphonic  acids  are  present 
which  are  decomposed  with  different  degrees  of  readiness,  the 
temperature  is  raised  at  intervals,  and  the  products  at  each 
temperature  collected  separately.^ 

DodckahydronaphthcdeTie.,  CjgHgo,  is  formed  when  naphthalene 
is  heated  with  an  excess  of  saturated  hydriodic  acid  for  50  hours 
to  280°.  It  is  a colourless,  mobile  liquid,  which  smells  like 
petroleum,  boils  at  153 — 158°,  and  has  a specific  gravity  of 

' Beilsteiii’s  Lr.hrhucli,  2,  137. 

Ber.  16,  796. 

^ Friedel  and  Crafts,  Covipt.  Bend.  109,  95. 
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0'802  at  0°.  Wredeii  gave  it  the  name  of  liexhyclrocymened 
It  certainly  contains  an  open  carbon  chain,  and  may  be  butyl- 
hexhydrobenzene,  ; o-diethylhexhydrobenzene, 

(C.,H5)2>  01’  o-methylpropylhexhydrobenzene,  0^11^^(0113)0311-. 


CHLORIDES  OF  NAPHTHALENE  AND  THEIR 

DERIVATIVES. 

2565  Naphthalene  dichloriclc,  O^^^HgOO,  is  obtained,  together 
with  naj)hthalene  tetrachloride  and  substitution  products,  by 
the  direct  action  of  chlorine  on  naphthalene.^  It  is  more  con- 
veniently prepared  by  making  a mixture  of  naphthalene  and 
potassium  chlorate  into  pellets  by  the  aid  of  a little  water  and 
bringing  them  into  hydrochloric  acid.  A mixture  of  the  two 
chlorides  is  thus  formed  from  which  the  liquid  dichloride  can 
be  separated  by  pressing ; the  crude  jDi'oduct  is  then  cooled  to 
a low  temiDerature  at  which  it  is  ke23t  until  the  greater  part 
of  the  residual  tetrachloride  has  crystallized  out.  The  last 
traces  of  this  are  separated  by  mixing  the  liquid  with  ether  and 
alcohol  and  fractionally  precipitating  with  water,  which  causes 
the  separation  of  the  tetrachloride  before  the  dichloride. 

The  latter  is  a light  yellow  oil  which  has  a characteristic 
smell  somewhat  resembling  that  of  na]Dhthalene.  It  begins  to 
lose  hydrochloric  acid  at  10 — 50°,  and  at  250°  decomposes 
completely  into  o.-chloronaphthalene  and  hydrochloric  acid.^ 

Naphthalene  tetrachloride  is  also  formed  when  chlorine  is 
passed  into  a solution  of  naphthalene  in  chloroform.^  To  ]3re- 
pare  it,  dry  chlorine  is  passed  into  a glass  bell  jar  in  which  a 
number  of  shallow  basins  containing  naphthalene  are  arranged 
one  above  the  other."’  The  oily  product  is  freed  from  dichloride 
and  other  products  by  extraction  with  light  j^etroleum  and  with 
alcohol,  the  residue  being  then  recrystallized  from  chloroform. 
The  tetrachloride  is  thus  obtained  in  large  rhombohedra,  which 
melt  at  I82°,®  are  only  slightly  soluble  in  boiling  alcohol  and 
light  petroleum,  but  dissolve  somewhat  more  readily  in  ether. 

^ Annalcn,  187,  164.  - Laurent,  Annalcn,  8,  8. 

® E.  Fischer,  Ber.  H,  735.  Scluvarzer,  Ber.  10,  379. 

® Grimaux,  Bidl.  Soc.  Chem.  18,  207  ; 19,  396. 

Faust  and  Saame,  Annalcn,  160,  6.5. 
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\\  hen  it  is  heated  alone  or  with  alcoholic  potash,  three  isomeric 
dichloronaphthalenes  are  formed  (p.  41). 

Dichloronaphthydrenc  glycol,  C^oHgCl2(OH)2,  is  obtained  by 
the  continued  boiling  of  the  tetrachloride  with  a large  quantity 
of  water.  It  crystallizes  from  dilute  alcohol  in  small,  indistinct 
prisms,  melting  at  155 — 156°,  whilst  larger  crystals  of  the  same 
character  are  deposited  from  its  solution  in  ether.  Zinc  and 
dilute  sulphuric  acid  convert  it  into  a-naphthol,^  CjoH^.OH. 

NaphthalenedicJiloo'ohy drill,  CjoHgCl2(OH)2,  is  isomeric  with 
the  preceding  compound  and  is  formed  when  najDhthalene  is 
brought  into  a tolerably  concentrated  solution  of  hyjDOchlorous 
acid  and  allowed  to  stand  for  a considerable  time.  It  crystallizes 
from  alcohol  in  prisms  which  melt  at  a low  temperature.  When 
it  is  heated  with  a solution  of  caustic  potash  in  dilute  alcohol, 
na^phthene  cdcohol,  Cj„Hg(OH)4,  is  formed.  This  substance  crys- 
tallizes in  prisms,  which  are  soluble  in  alcohol  and  ether,  and 
rapidly  turns  brown  in  the  air.  It  is  oxidized  by  very  dilute 
nitric  acid  to  naphthoxalic  acid,  Cj^QHgOg,  and  on  heating 
with  hydriodic  acid  is  converted  into  najjhthalene.^ 


CHLORINE  SUBSTITUTION  PRODUCTS  OF 

NAPHTHALENE. 

Monochloronaphthalenes. 

2566  a-Chloronaphthalene,  CjqH^CI,  is  formed  when  the  di- 
chloride is  heated  or  boiled  witli  alcoholic  jDotash.^  It  is  also 
obtained  by  the  action  of  phosphorus  pentachloride  on  a-naph- 
thalenesulphonic  acid,^  and  on  a-nitronaphthalene  : ® 

C\,H,N02  + PCI-  = CioH^Cl  -P  POClg  -p  NOCl. 

Atterberg  prepared  it  by  saturating  a-nitronaphthalene  with 
chlorine  and  distilling  the  oily  addition -product.*’  It  is  also 
formed,  together  with  a-naphthol,  when  a-naphthylamine  is 

^ Grimaux,  Bull.  Soc.  Chim.  18,  207  ; 19,  396. 

2 Neuhoif,  Annalen,  136,  342. 

® Laurent,  loc.  cit.  ; Faust  and  Saame,  Annalen,  168,  68. 

Carius,  Annalen,  114,  145. 

De  Koninck  and  Marquart,  Ber.  5,  H- 
® Atterljerg,  Ber.  9,  316  and  926. 
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diazotized  and  the  product  heated  with  hydrochloric  acidd  It 
is  best  obtained  by  iDassing  tlie  calculated  amount  of  chlorine 
through  boiling  naphthalene  and  fractionating  the  product  ^ or 
by  acting  with  chlorine  in  the  cold  in  the  presence  of  antimony 
chlorided  It  is  an  oily  liquid,  which  does  not  solidify  in  a 
freezing  mixture,  boils  at  263°  ^ and  has  a specific  gravity  of 
1’2025  at  15°.  Its  compound  with  picric  acid  crystallizes  in 
lemon  yellow  needles,®  melting  at  137°. 

a-Chloo'onaijhthalene  tetrachloride,  CgH^.C^HgClg,  is  obtained 
when  chlorine  is  passed  into  fused  naphthalene  (Faust  and 
Saame)  or  into  o.-chlorona23hthalene.®  It  crystallizes  from 
chloroform  in  monosymmetric  prisms,  melts  at  131 ’5°,  and  is 
oxidized  by  nitric  acid  to  phthalic  acid. 

j3-Chloronaphthalene  has  been  prej^ared  by  the  action  of 
phosphorus  pentachloride  on  /5-naphthol  ^ and  by  the  diazo- 
reaction from  /9-na}3hthylamine.^  It  is  best  obtained  by  tritur- 
ating equal  molecules  of  sodium  /S-naphthalenesulphonate  and 
pliosphorus  pentachloride  together,  and  as  soon  as  the  reaction  is 
over  distilling  the  product  with  another  molecule  of  phosphorus 
pentachloride  (Rymarenko). 

/3-Chloronaphthalene  crystallizes  from  alcohol  in  nacreous 
f)lates,  melts  at  56°,  boils  at  264 — 266°,  and  has  a specific 
gravity  of  1'2656  at  16°.  It  is  also  formed,  accompanied  by  a 
large  amount  of  tarry  jDroducts,  when  the  a-compound  is  heated 
with  aluminium  chloride. 

On  treatment  with  chlorine  it  yields  the  tetrachloride, 
C„H,C1,.C,H,C1. 

’ Gasiorowski  and  Wayss,  Ber.  18,  1936. 

- Rymarenko,  Beilstein' s Handb.  2,  139. 

Reverdin  and  Nolting,  Const,  de  la  Naphthaline,  (2r=c*.,  30. 

■*  Atterberg,  Bull.  Soc.  Chim.  28,  509. 

® Roux,  Bull.  Soc.  Chim.  45,  515  ; Ann.  Chim.  Blips.  VI.  12,  347. 

*’  Widman,  B%tll.  Soc.  Chim.  28,  506. 

' Cleve  and  Juhlin,  B%dl.  Soc.  Chim.  25,  258  ; Rymarenko,  Ber.  9,  663. 

® Liebermann  and  Palm,  Annalen,  183,  267  ; Gasiorowski  and  Wayss,  Ber.  18, 
1936  ; Reverdin  and  Ndlting,  Const,  de  la  Naphthaline,  &c. 
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THE  DICHLORONAPHTHALENES,  C^qR^CI,. 

a-a-])lCHLORONAPHTHALENES. 

2567  1 : ^-Dicliloronaphihalene.  Faust  and  Saame  by  boiling 
naphthalene  tetrachloride  with  alcoholic  potash  obtained  a- 
dichloronaiDhthalene,^  which  was  more  closely  examined  by  Wid- 
man.^  It  crystallizes  in  needles,  melting  at  38°,  and  combines 
with  chlorine  to  form  two  tetrachlorides,  one  of  winch  is  solid, 
the  other  liquid.  Armstrong  and  Wynne  have  however  shown 
that  it  is  a mixture  of  1 : 3-  and  1 : 4-dichloronaphthalenes.^  The 
latter  was  obtained  by  Faust  and  Saame,  who  named  it  yS-di- 
chloronaphthalene,  by  the  continued  and  vigorous  boiling  of 
naphthalene  tetrachloride.  It  is  also  formed,  according  to 
Widman,  when  chlorine  is  passed  into  a solution  of  a-chloro- 
naphthalene  in  chloroform,"^  and  by  the  action  of  phosphorus 
pentachloride  on  1 : 4-chloronitronaphthalene,^  1 : 4-nitronaph- 
thol,®  1 : 4-chloronitronaphthalenesulphonic  acid,^  1 : 4-bromo- 
naphthalenesulphonic  acid,®  and  1 : 4-diazonaphthalenesulphonic 
acid.^ 

1 : 4-Dichloronaphthalene  crystallizes  from  alcohol,  in  which 
it  is  only  slightly  soluble,  in  silky  needles.  It  is  more  readily 
soluble  in  glacial  acetic  acid,  and  very  readily  in  acetone,  from 
which  it  separates  on  the  spontaneous  evaporation  of  the  solvent 
in  large  needles  or  prisms.  It  melts  at  67 — 68°,  readily  sub- 
limes, boils  at  286 — 287°,  and  is  oxidized  by  nitric  acid  to 
dichlorophthalic  acid. 

It  combines  with  chlorine  to  form  the  tetrachloride,  CioH^jClg, 
which  crystallizes  in  monosymmetric  prisms,  melting  at  172°. 

1 : -Dichloronaplithalcne  was  obtained  by  Atterberg,  who 

named  it  7-dichloronaphthalene,  by  the  action  of  chlorine  on 
fused  a-nitronaphthalene,  and  by  heating  a-dinitronaphthalene 
with  phosphorus  pentachloride.^®  Cleve  prepared  it  in  a similar 

^ AnnaUn,  160,  65  ; Ki-afFt  and  Becker,  Bcr  9,  1089. 

2 Ber.  15,  2160. 

* Proc.  Chevi.  Soc.  1888—1889,  104. 

* Reverdin  and  Ndlting,  loc.  cit.  18. 

® Atterberg,  Ber.  9,  1157  ; Gasiorowski  and  Wayss,  loc.  cit. 

^ Ibid.  ^ Cleve,  Bull.  Soc.  Chim.  26,  242. 

® Jolin,  Bull.  Soc.  Chim.  28,  561.  ® Erdmann,  Anvalcn,  247,  350. 

Ber.  9,  316  and  1187. 
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iiiciiiii©!*  from  tli6  corrospoiicliiig’  cliloroiiciplitlidloiiosiilplioiiic  iicicl, 
and  Erdmann  from  1 : 4-diazonaplitlialenesulplionic  acid,  and 
from  4'-cldoro-a-naphthold  It  crystallizes  from  alcohol  or 
glacial  acetic  acid  in  small  plates,  melts  at  107°,  and  sublimes  in 
very  thin,  broad  prisms.  When  chlorine  is  j^assed  into  its  solu- 
tion in  chloroform,  the  tetrachloride  is  formed, ^ which  crystallizes 
in  large  prisms,  and  melts  at  85°.  Chromic  acid  oxidizes  1:4- 
dichloronaphthalene  in  acetic  acid  solution  to  v-chlorophthalic 
acid.®  The  constitution  of  this  dichloronaphthalene  follows  from 
its  formation  from  a.-dinitronaphthalene  (Atterberg),  and  from 
4'  : 1-chloronaphthol  (Erdmann). 

1 : l'-Dicldorona]j]itliaUnc,  was  j)i’epared  by  Atterberg,  who 
distinguished  it  as  ^-dichloronaphthalene,  from  1:1-  or  /3- 
dinitronaphthalene  by  treatment  with  phosphorus  pentachloride, 
and  also  by  the  diazo-reaction  from  the  corresponding  chloro -a- 
naphthylamine.  It  forms  large,  rhombohedral  crystals  and 
melts  at  83°.’^ 


a-yS-DiCHLORONAPHTHALENES. 


2568  1 : ^-Dichloroncqjlithalene,  was  prepared  by  Cleve  from 
a-chloro-y9-naphthylamine  by  means  of  the  diazo-reaction.  It 
crystallizes  from  alcohol  in  rhombic  tablets,  melts  at  34 — 35°,'' 
and  does  not  form  an  additive  j^roduct  with  chlorine.® 

1 : ^-DicMoroncqditlicdcne  was  termed  ^-dichloronaphtlialene 
by  Cleve,  who  obtained  it  from  the  corresponding  nitronaphtha- 
lenesulphonic  acid  and  from  dichloronaphthylamine.’^  As  already 
mentioned,  it  is  formed,  together  with  1 : 4-  and  2 : 3-dichloro- 
naphthalenes,  when  naphthalene  tetrachloride  is  boiled  with 
alcoholic  potash,  and  Erdmann  has  obtained  it  from  2'-4'-di- 
chloro-a-naphthol.®  It  crystallizes  from  alcohol  in  fine  white 
needles,  which  melt  at  61’5°  (Armstrong  and  Wynne),  and  is 
oxidized  to  phthalic  acid  by  nitric  acid,  whilst  chromic  acid 
converts  it  into  monochloronaphthoquinone  and  phthalic  acid.® 

I : ^'-Dicldoronajjhthcdene,  which  Cleve  termed  ?;-dichloro- 
naplithalene,  is  obtained  by  treating  the  corresponding  nitro- 


^ Annalen,  247,  363  and  1187. 
^ Guareschi,  Ber.  20,  Ref.  509. 
•’  Ber.  20,  1989. 

^ Ber.  19,  2179  ; 20,  448. 

” Cleve,  Ber.  23,  954. 


^ Atterberg  and  Widman,  Ber.  10,  1841. 

Ber.  9,  1730  ; 10,  547. 

'*  Hellstrom,  Ber.  21,  3267. 

8 Ber.  21,  3444. 
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iiaplitlialenesulplionic  acid  ^ and  3'-chloro-a-naplithol  ^ witli 
])hosphorus  pentacldoride.  It  crystallizes  in  long,  slender, 
lustrous  ribbons,  melting  at  48°.  On  oxidation  with  nitric  acid 
it  yields  a-clilorophthalic  acid.  Its  constitution  follows  from  its 
synthesis  by  Erdmann  and  Kirchhoff  from  the  chloronaphthol 
obtained  by  the  distillation  of  ?>2-chlorophenylparaconic  acid,  and 
has  been  confirmed  by  Armstrong  and  Wynne,^  who  have  obtained 
this  dichloronaphthalene  from  chloronaphthylaminesulphonic 
acid,  (SO3II : NH., : Cl  = 1 : 3' : 4'),  by  acting  upon  it  with 
sodium  amalgam  to  replace  the  chlorine  by  hydrogen,  and  then 
converting  the  3'  : 1-naphthylaminesulphonic  acid  thus  formed 
into  dichloronaphthalene. 

I ; -Dichloronaijhthalene  was  considered  to  be  identical  with 
the  I : 3-compound  until  Armstrong  and  Wynne  showed  that 
this  was  not  the  case.  It  is  formed  when  /3-naj)hthol-a-sulphonic 
acid,^  /3-chloronaphthalene-a-sulj)honic  acid,^  and  2'-chloro-a- 
naphthol,®  are  treated  with  j^hosphorus  pentachloride,  and 
crystallizes  from  alcohol  in  small,  lustrous  plates,  melts  at  63 — 
63’5°  (Armstrong  and  Wynne),  and  boils  at  286°. 


/S-/S-D1CHL0110NAPHTHALENES. 

2569  2 : Z-Dichloronaplithalcnc  or  L-Dichlorona'pMlialene  is 
formed  in  small  quantity,  accompanied  by  the  1 : 3-  and  1 : 4- 
isomerides,  when  naphthalene  tetrachloride  is  boiled  with 
alcoholic  potash  (Widmann),  or  heated  to  200°  with  moist  silver 
oxide."^  It  crystallizes  from  alcohol  in  thin  scales  and  melts  at 
119-5°.  Its  constitution  is  proved  by  the  fact  that  it  is  formed 
by  the  partial  reduction  of  1:2:  3-trichloronaphthalene  (Arm- 
strong and  Wynne). 

2 : -Dichloronaiolithcdenc  was  obtained  by  Cleve,  who  named 

it  e-dichloronaphthalene,  from  /S-naphthalenedisulphonic  acid.^ 
Claus  and  Zimmermann  prepared  it  from  y8-naphthol-;S-sulphonic 

1 Bull.  Soc.  Chim.  26,  448  ; 29,  499  ; Ber.  20,  75. 1 

- Erdmann  and  Kirchhoff,  Annalcn,  247,  379. 

^ Armstrong  and  Wynne,  Froc.  Chcm.  Soc.  1889,  34,  48  ; Chem.  News,  1889, 
59,  140,  188. 

^ Claus  and  Volz,  Ber.  18,  3154  ; Forsling,  Bcr.  20,  2100. 

Arnell,  Bioll.  Soc.  Chim.  45,  184. 

Erdmann  and  Kirchhoff,  Annalcn,  247,  379. 

" Leeds  and  Everhart,  Am.  Chem.  Journ.  2,  211. 

Bull.  Soc.  Chim.  26,  244. 
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acicV  and  Arnell  from  /3-cliloronaplitlialenesulphoiiic  acid.  It 
crystallizes  from  alcohol  in  long  narrow  ribbons,  and  from 
benzene  in  large  monosymmetric  tablets,  melting  at  135°.  It 
boils  at  285°,  and  is  converted  by  nitric  acid  into  a-chlorophthalic 
acid. 

Its  constitution  has  been  determined  by  Armstrong  and 
Wynne,  who  obtained  it  from  chloronaphthylaminesulphonic  acid 
(NH., : SO3II  : Cl  = 2 : 3'  : 1)  by  eliminating  chlorine  and  then 
replacing  the  amido-  and  sulphonic-groups  by  chlorine.^ 

2 : '2.' -Dichloronaphtlialenc,  termed  the  3-compoiind  by  Cleve, 
was  prepared  by  him  from  a-naphthalenedisulphonic  acid,  and 
by  Erdmann  from  /3-diazonaphthalene-3-sulphonic  acid  ^ by 
heating  with  phosphorus  pentachloride.  It  crystallizes  from 
alcohol  in  large,  thin,  rhomboid  tablets,  melting  at  114°.  It  is 
also  oxidized  by  nitric  acid  to  a-chlorophthalic  acid. 

Armstrong  and  Wynne  have  obtained  it  from  chloronaphthyl- 
aminesulphonic acid  (NH2 ; SO3II : Cl  = 2 : 2'  : 1)  in  the  manner 
described  above,  and  have  thus  determined  its  constitution. 


TRICHLORONAPHTHALENES,  C10H5CI3. 

2570  1:2:3-  or  a-To'icliloronajjhthalene  was  obtained  by 
Faust  and  Saame  from  a.-chloronaphthalene  tetrachloride  by 
heating  with  alcoholic  potash.  It  is  also  formed  when  a- 
naphthoklisiilphochloride  ^ or  a-/S-dichloro-/3-naphthol  ^ is  heated 
with  phosphorus  pentachloride.  It  crystallizes  from  alcohol  in 
long  slender  needles,  melting  at  81°.  Nitric  acid  converts  it  into 
trichlorouitrophthalic  acid,®  its  constitution  being  thus  proved. 

1:2:4-  or  t-Trichloronaphthalcnc,  was  prepared  by  Cleve 
from  dichloro-a-naphthol  by  the  action  of  phosphorus  penta- 
chloride, and  has  also  been  obtained  from  the  corresponding 
<lichloro-a-naphthylamine  (Armstrong  and  Wynne),  and  by  the 
action  of  chlorine  on  1 : 3-dichloronaphthalene  dissolved  in 
chloroform.^  It  is  only  slightly  soluble  in  alcohol,  from  which  it 
crystallizes  in  tufts  of  slender  flat  needles,  melting  at  92°.® 

^ Bcr.  14,  1477  2 Proc.  Clicm.  Soc.  1889,  34,  48. 

^ Per.  20,  3185  ; 21,  637.  ^ Claus  and  Mielke,  Per.  19,  1182. 

® Armstrong  and  Wynne,  Proc.  Chevi.  Soc.  1890,  76  ; Ghe^n.  Neios,  1890, 

61,  272. 

Widinan,  Pull.  Soc.  Chim.  28,  511. 

^ Cleve,  Per.  23,  954.  8 Per.  21,  891. 
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1:2:  ^'-TnchloroncqohtJialenc  is  formed  by  the  action  of 
pliosplioriis  peiitachloride  on  the  dichloronaphthalenesn] phonic 
acid  which  is  prepared  from  chloronaphthylaminesul]jhonic  acidd 
(Cl  : NH^ : SOgH  = 1:2:  2').  It  crystallizes  from  alcohol  in 
hemispherical  aggregates  of  microscopic  needles,  melting  at 
83— 8T°. 

1:2:  'y-Trichloroncqjhthcdenc  is  obtained  in  a similar  manner 
from  1:2: 3'-chloronaphthylaminesnlplionic  acid  (Armstrong 
and  Wynne),  and  by  the  action  of  phosphorus  peiitachloride  on 
the  corresponding  chloro-/3-naphtholsulphonic  acid.  It  crystal- 
lizes from  alcohol  in  tufts  of  short,  slender  needles,  meltino'  at 

or. 

1:2:  -TrichloroncqjhthalenG  has  been  jrrepared  by  Armstrong 

and  Wynne  from  1:2:  4'-chloronapthylaminesul})honic  acid. 
It  crystallizes  from  alcohol  in  long  slender  needles,  melting  at 

/ o O . 

1:3:2'-  or  i'}-Tricliloronaphthalene  was  obtained  by  Alen  from 
nitronaphthalene-^-disulphonic  acid.^  Armstrong  and  Wynne 
have  obtained  it  from  the  monosulphoiiic  acids  yielded  by 
3 : 2'-  and  1 : 3-dichloronaphthalenes  and  from  /3-naphthylamine- 
disulphonic  acid  G (2:1':  3'),  and  have  thus  settled  its  con- 
stitution. It  is  readily  soluble  in  hot  alcohol  and  benzene,  and 
crystallizes  from  glacial  acetic  acid  in  needles,  melting  at 
112-5— 113°. 

1 : 3 : 4'-  or  q-TQ-ichloroncqilithalcne  is  formed  by  the  action  of 
chlorine  on  heated  a-nitronaphthalene,°  and  by  the  action  of 
phosphorus  peiitachloride  on  dichloronaphthalene-a-sulphonic 
acid.-*  Its  constitution  follows  from  the  fact  that  it  can  be 
obtained  from  the  monosulphonic  acids  of  both  1 : 3-  and  1 : 4'- 
dichloronaphthalene  (Armstrong  and  Wynne).  It  crystallizes 
in  lustrous,  brittle  prisms,  or  from  alcohol  in  long  slender  needles, 
melting  at  103°. 

1 : 4 : 1'-  or  h-Tricldoronaphtlicdme,  has  been  prepared  by  the 
action  of  phosphorus  pentachloride  on  /3-dinitronaplithalenc 
(1:1'),  nitro-7-dicliloronaphthalene.  (4  : 1'),  the  a.-dinitrochloro- 
naphthalene  melting  at  106°,  /3-dinitrochloronaphthalene,® 
nitro-/3-dichloronaplithalene  ® (1  : 4),  and  1 : I'-dichloronaphtha- 

’ Armstrong  and  Wynne,  Froc.  Chcm.  Soc.  1889,  48. 

^ BeilsteMs  ITandb.  2nd  Edit.  2,  140. 

Atterberg,  Ber.  9,  316  and  926. 

Widman,  Bull.  Soc.  Chim.  12,  2228 
Atterberg,  Bcr  9,  H87  and  1730. 

Widman,  loc.  oil. 
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lenesulplionic  acid.  It  crystallizes  from  hot  alcohol  in  soft,  very 
long  Hat  needles,  melting  at  131°.  Nitric  acid  converts  it  into 
dichloropthalic  acid. 

1:4:  -TricMoronaiMhalene  has  been  obtained  by  Armstrong 

and  Wynne  from  the  monosulphonic  acids  of  1 : 4-,  1 : 2'-,  and 
1 : 8'-dichloronaphthalenes.  It  crystallizes  from  alcohol  in 
slender  flat  needles,  which,  on  standing  in  the  solvent,  become 
opaque,  and  melt  at  66°.  If  the  melting  point  be  redetermined 
immediately  after  solidification,  it  is  fonnd  to  be  56°,  but  after  a 
lono-er  interval  it  becomes  66°,  as  at  first.  This  substance  is 
identical  with  that  obtained  by  Widman  ^ from  dichloro- 
naphthalene-^-sulphonic  acid  ^ (^-trichloronaplithalene),  and 
with  the  e-trichloronaphthalene  obtained  by  Cleve  from  nitro-77- 
dichloronaphthalene  ^ (1  : 3'),  It  is  converted  by  nitric  acid 
into  nitrodichlorophthalic  acid. 

2:3:  V -Tricldoronaphthalene  is  prepared  from  the  monosul- 
phonic acid  of  2 : 3-dichloronaphthalene.  It  crystallizes  from 
alcohol  in  long,  very  slender  needles,  melting  at  109’5°  (Armstrong 
and  Wynne).  Only  two  heteronucleal  trichloronaphthalenes 
derived  from  2 : 3-dichloronaphthalene  are  possible,  and  since  the 
compound  described  below  has  the  constitution  2:3:2',  the  con- 
stitution of  this  substance  is  fixed, 

2:3:  -Trichlofonajjlitlialene  has  been  obtained  by  the  same 

chemists  from  2 : 2'-dichloronaphthalenemonosulphonic  acid,  and 
from  /S-najihthylaminedisulphonic  acid  R.  (NHg : SO3II  : SO3II  = 
2:3:  2').  It  crystallizes  from  alcohol  in  minute  plates,  and  melts 
at  90-5—91°. 

^-Trkhlo^'onaphthahne  was  obtained  by  Atterberg  by  the 
action  of  chlorine  on  heated  a-nitronaphthalene  ; it  crystallizes 
from  hot  alcohol  in  long,  lustrous  needles,  melting  at  90°.“^  A 
trichloronaphthalene  which  is  dimorphous,  crystallizing  from 
alcohol  in  long  needles,  melting  at  87°,  or  large  fiat  prisms, 
melting  at  90°,  has  been  prepared  by  Armstrong  and  Wynne 
from  the  so-called  a.-naphthylamine-e-disulphonic  acid  (1:3: 1')- 

6 -Trichloronaphthalene  was  obtained  by  Alen  from  nitro- 
naphthalene-a-disulphonic  acid ; it  crystallizes  from  glacial 
acetic  acid  in  small  needles,  which  are  readily  soluble  in  alcohol, 
very  readily  in  benzene,  and  melt  at  75'5 — 76°.^ 

^ Ber.  12,  926. 

- Armstrong  and  5Vynne,  Proc.  Glicm.  Hoc.  1890,  81  ; Chnn.  News,  61,  93. 

® Bull.  Hoc.  Chim.  29,  500.  Bull.  Hoc.  Chim.  9,  316  and  926. 

^ Bcilstein’s  Hanclb.  2nd  Edit.  2,  140. 
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a-2'richloronaphthalene  dichloride,  CjqHjCI,,  was  obtained  b}'^ 
Atterberg  and  Widinan,  together  with  1 : 4-dichlorona])hthalene 
tetrachloride  ; it  forms  large  lustrous  crystals,  melting  at  93°. 

^-Trichlorona'phthalene  dicliloride,  is  formed  when  chlorine  is 
passed  into  a solution  of  a-monochloronaphthalene  in  acetic- 
acid  ; it  crystallizes  in  short  prisms,  melting  at  152°  ^ 


TETRACHLORONAPHTHALENES,  a.H.Ch. 

2571  a-Tetrachlorona'phthcdcne  is  obtained  by  boiling  1:4- 
dichloronaphthalene  tetrachloride  with  alcoholic  potash  (Faust 
and  Saame),  or  in  the  same  manner  from  /5-trichloronaphthalene 
dichloride  (Widman).  It  crystallizes  in  long  needles,  melting 
at  130°,  and  is  oxidized  by  nitric  acid  to  dichlorophthalic  acid. 

^-Tctrachloronax>htlialcnc  was  obtained  by  Atterberg  together 
with  1 : 4'-dichloronaphthalene  and  ^-trichloronaphthalene ; it 
crystallizes  in  needles,  and  melts  at  194°. 

<y-Tetrachlorona2ohthalene  is  also  formed  by  the  action  of 
alcoholic  potash  on  1 : 4-dichloronaphthalene  tetrachloride,  and 
crystallizes  in  flat  needles,  melting  at  176°  (Widman). 

h-2'etracliloTona'phthcdene  was  obtained  in  a similar  manner 
from  the  tetrachloride  of  1 : 4'-dichloronaphthalene  and  from  a- 
trichloronaphthalene  dichloride  ; it  forms  slender,  pliable  needles, 
melting  at  141°. 

e-  Tetrackloronaphthale'iie  is  formed  when  dinitro-7-dichloro- 
naphthalene  is  heated  with  phosphorus  chloride,  and  crystallizes 
in  long  needles,  melting  at  180°  (Atterberg  and  Widman). 

^-Tetrachloronajjhthalene,  which  is  obtained  from  e-dichloro- 
dinitronaphthalene,  forms  needles,  melting  at  160°.^ 

2572  a-Pentachlorona2ditlicdene,  CjoH^Clg,  is  formed  when  a- 
dichloronaphthocpunone  is  heated  with  phosjdiorus  pentachloride,^ 
the  temperature  being  gradually  raised  to  250°,  and  then  main- 
tained for  several  hours  at  200 — 250°. It  crystallizes  from  hot 
alcohol  in  needles,  melts  at  168-5°,  and  boils  above  360°.  It  is 
oxidised  by  nitric  acid  to  tetrachlorophthalic  acid. 

^-Fentac1doTona2')hi1icdcnc  was  obtained  by  Atterberg  and 
Widman  from  nitro-8-tetrachloronaphthalene  by  the  action  of 

^ Widman,  Bull.  Soc.  Chini.  28,  ^>07. 

2 Aleii,  Bull.  Soc.  Chiw.  36,  435. 

3 Gi  abe,  Annalcn,  149,  1. 

* Claus  ami  v,  der  Lippo,  Bcr.  16,  1016. 
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phosphorus  pentachloride.  It  crystallizes  in  spherical  aggi’egates 
of  needles,  melts  at  177°,  and  is  oxidised  by  nitric  acid  to 
trichlorophthalic  acid. 

Hexchloronaphthalene,  CjoHgClg,  is,  according  to  Laurent,  con- 
tained in  the  products  of  the  continued  action  of  chlorine  on 
heated  naphthalene,  and  crystallizes  in  six-sided  prisms,  which 
can  be  moulded  like  wax,  melts  at  143°,  and  may  be  distilled 
without  decomposition.^ 

Ilei^tachloronaphthalene,  CjqHCI^,  is  formed  when  tetrachloro- 
a-naphthoquinone  is  heated  to  250°  with  phosphorus  penta- 
chloride and  crystallizes  in  small  needles,  which  melt  at  104°. 
Nitric  acid  oxidises  it  to  tetrachlorophthalic  acid.^ 

PerchloTonciflithaUne,  Cj^Clg,  was  first  obtained  by  Laurent, 
but  not  in  the  pure  state.  It  is  formed  when  naj^hthalene  is 
treated  for  a long  time  with  chlorine  in  presence  of  antimony 
chloride,^  and  when  a-naphtholtrisulphochloride  is  heated  to 
150°  with  chloride  of  phosphorus  (Claus  and  Mielke).  It  crys- 
tallizes in  long,  thin  needles,  melting  at  203°,  boils  at  403°,  and 
is  soluble  in  benzene,  light  petroleum  and  chloroform,  less 
readily  in  alcohol  and  acetic  acid.  When  it  is  heated  with 
antimony  pentachloride  to  200 — 300°,  tetrachloromethane, 
hexchlorethane  and  hexchlorobenzene  are  formed.^ 
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BROMINE  SUBSTITUTION  PRODUCTS  OF 
NAPHTHALENE. 

2573  a-Bo'omonaphthahne,  CioH^Br,  is  formed  by  the  action 
of  bromine  on  naphthalene,^  and  on  mercury  najrhthyl.^  It  is 
also  obtained  when  naphthalene  is  heated.,  to  250°  with  cyanogen 

^ OmelirCs  Handh.  4,  60. 

- Claus  and  v.  der  Lippe,  Ber.  16,  1019  ; Claus  and  Wcnzlik,  Ber.  19,  116.7. 

® Berthelot  and  Jurigfleisch,  Bioll.  Soc.  Chim.  9,  446. 

Ruoff,  Ber.  9,  I486. 

® Liuirent,  A?m.  Chim.  Phys.  59,  215  ; Walilfors,  Zcitscli.  Clicm.  1865,  3. 

^ Otto,  Annalcn,  147,  175. 
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bromide,^  and  lias  been  prepared  from  a-napbtliylamine  by 
means  of  the  diazo-reaction.^  It  is  best  obtained  by  adding  the 
calculated  quantity  of  bromine  to  a solution  of  naphthalene  in 
carbon  disulphide,^  or  by  covering  finely-powdered  naphthalene 
with  a solution  of  bromine  in  caustic  soda  and  then  allowing 
dilute  hydrochloric  acid  to  flow  to  the  bottom  of  the  well-stirred 
mixtured 

It  is  a strongly  refractive  liquid  which  boils  at  280°,  mixes 
with  absolute  alcohol,  ether  and  benzene  in  every  proportion 
and  has  a specific  gravity  of  1*503  at  12°.  It  solidifies  in  a 
freezing  mixture  and  then  melts  at  4 — 5°.^  Sodium  amalgam 
added  to  its  alcoholic  solution  converts  it  into  najDhthalene  ; it  is 
not  attacked  by  alcoholic  potash,  and  is  oxidised  to  phthalic  acid 
by  a solution  of  chromium  trioxide  in  acetic  acid,®  When  it  is 
dissolved  in  hot  toluene  and  treated  with  aluminium  bromide, 
double  decomposition  occurs,  y)-bromotoluene  and  naphthalene 
being  formed  (Roux).  Its  compound  with  picric  acid  crystallizes 
from  benzene  in  lemon-yellow  needles,  melting  at  134 — 135°. 

a-Bromona'plithaUne,  dichloride,  CioH.BrCl2,  was  obtained  by 
Laurent  from  bromonaphthalene  by  the  action  of  chlorine ; it 
crystallizes  from  ether  in  rhombic  tablets,  and  melts  at  165°. 

^-Bromonaphthcdcne  was  prepared  by  Liebermann  from  /3- 
naphthylamine  by  means  of  the  diazo-reaction,^  whilst  Brunei 
obtained  it  by  the  action  of  phosj)horus  pentabromide  on 
yS-naphthol.®  When  a solution  of  a-bromonaphthalene  in 
ceirbon  disulphide  is  heated  with  a little  aluminium  chloride,  it 
is  partially  converted  into  the  /3-compound,  dibromonaphthalene, 
a small  amount  of  naphthalene  and  other  products  being  also 
formed  (Roux). 

;S-Bromonaphthalene  crystallizes  in  lustrous  white  rhombic 
plates,  which  melt  at  50°.  It  boils  at  281 — 282°,  has  a specific 
gi’avity  of  1*605  at  0°,  and  is  readily  soluble  in  ether,  chloroform 
and  benzene,  less  readily  in  alcohol.  Its  comj^ound  with  picric 
acid  crystallizes  from  alcohol  in  yellow  needles  and  melts  at  79°. 

1 Merz  and  Weitli,  Ber.  10,  756.  ^ Rother,  Bcr.  4,  850. 

^ Glaser,  Annalcn,  135,  41.  * Gnehm,  Ber.  15,  2721. 

Roux,  Bidl.  Soc.  Chim.  45,  511  ; Ann.  Chim.  Phys.  II.  12,  342. 

Beilstein  and  Kurbatow,  Annalcn,  202,  216. 

^ Annalen,  183,  268  ; Gasiorowski  and  Wayss,  Bcr.  18,  1941. 

8 Bcr.  17,  1179. 
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DIBROMONAPHTHALENES,  CioHgBrg 

2574  Laurent  was  the  first  to  obtain  a substance  having  the 
composition  of  dibroinonaphthalene,  but  this  Avas  subsequently 
shown  to  be  a mixture. 


a-a-DiBROMONAPHTHALENES. 

1 : ^-Bilri'mnona'plithahne,  was  found  by  Glaser  among  the 
products  of  the  bromination  of  naj)hthalene.^  It  is  also  formed 
by  the  action  of  bromine  on  a-nitronaphthalene,^  as  well  as  by 
heating  1 : 4-bromonitronaphthalene  or  1 : 4-bromonaphthalene- 
sulphonic  acid  with  phosphorus  j)entabromide,^  and  has  also  been 
obtained  from  1 : 4-bromonaphthylamine  by  means  of  the  diazo- 
reaction.^  In  order  to  prepare  it,  air  saturated  Avith  bromine 
vapour  is  passed  over  naphthalene,  contained  in  a long,  Avell- 
cooled  tube ; the  isomerides  formed  at  the  same  time  are 
separated  by  recrystallization  from  alcohol.^ 

It  forms  long  needles,  which  melt  at  81 — 82°,  and  dissolve  in 
76  parts  of  alcohol  of  93’5  per  cent,  at  11 ‘4°,  and  in  16 '5  parts 
at  56°.  It  is  converted  by  nitric  acid  into  dibromophthalic  acid 
and  by  an  acetic  acid  solution  of  chromic  acid  into  dibrom-a- 
naphthoquinone  and  dibromophthalide,  CgH^BrcOg  (Part  IV. 
p.  444). 

a-Dihromona'pMliahne  tctrahromide,  CjoHgBr^.Biq,  is  formed, 
together  Avith  the  /8-compound,  Avhen  1 : 4-dibromonaphthalene 
is  treated  Avith  bromine  at  0°.  It  is  insoluble  in  ether,  and 
crystallizes  from  chloroform  in  rhombic  jDrisms,  melting  at 
about  100°. 

I^-Dihromonaijlithakne  tdrcthromide,  is  soluble  in  ether  and 
crystallizes  in  prisms,  which  melt  with  decomposition  at 
178— 174°.« 

1 ; 4i' -Dihromonct'p'hihalcne  is,  according  to  Guareschi,  obtained, 
together  Avith  the  1 : 4-compound  and  an  isomeride  melting  at 

^ Annalen,  135,  40  ; Gasiorowski  and  AVayss,  Ber.  18,  1936. 

- Guareschi,  Ber.  10,  294 

® Jolin,  Bull.  Soc.  Chim.  28,  514. 

Aleldola,  Journ.  Clievi.  Soc.  1883,  1,  1 ; 1885,  1,  508. 

® Guareschi,  Annalen,  222,  262. 

® Guareschi,  Ber.  19,  554  R. 
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67'5 — 68°  by  allowing  bromine  to  drop  on  to  naphthalene.  The 
product  is  first  washed  with  alcohol  to  remove  a-bromonaphtha- 
lene  and  then  dissolved  in  boiling  alcohol.  On  cooling  this 
solution,  1 ; 4-dibromonaphthalene  is  first  deposited  and  then  a 
mixture  of  the  two  other  isomerides.  This  mixture  is  warmed 
with  alcohol  to  remove  the  compound  melting  at  68°,  and  the 
residue  finally  purified  by  recrystallization  from  alcohol. 

1 : 4'-Dibromonaphthalene  is  also  formed  by  the  action  of 
phosphorus  pentabromide  on  a-dinitronaphthalene  and  1 : 4'- 
bromonaphthalenesulj)honic  acid."  It  crystallizes  in  lustrous 
tablets,  which  melt  at  130‘5 — 131’5°,  and  dissolve  at  56°  in  50 
parts  of  alcohol  of  93'5  per  cent.  It  is  oxidized  by  nitric  acid 
to  bromonitrophthalic  acid,  and  by  an  acetic  acid  solution  of 
chromium  trioxide  to  v-bromophthalic  acid.^  It  forms  no 
addition  compound  with  bromine. 


a-/S-DlBROMONAPHTHALENES. 

2575  1 : ^-Dihromona'plithaUne  was  obtained  by  Meldola  from 
bromo-^-amidonaphthalene.  It  crystallizes  from  alcohol  in 
oblicpie  rhombic  prisms  and  melts  at  63°. 

It  is  probably  identical  with  the  dibromonaphthalene  described 
above  as  melting  at  68°. 

I : ^-Dihromona2}hthalene  has  been  prepared  by  Meldola  from 
dibrom-a.-naphthylamine  ; it  crystallizes  from  alcohol  in  needles, 
melting  at  64°. 

I : 2' -Dihromoncqjhthalene  is  formed,  together  with  the  1 : 4'- 
compound,  by  the  action  of  bromine  on  a-naphthalenesulphonic 
acid,^  as  well  as  by  the  distillation  of  1 : 2'-bromonaphthalene- 
sulphonic  acid  with  phosphorus  pentabromide.^  It  crystallizes 
from  alcohol  in  needles,  melting  at  76—77°. 

^ Jolin,  Bull.  Soc.  Chim.  28,  54, 

' Giiareschi,  Bcr.  21,528  c.  This  acid  melts  at  178 '5°  and  not  at  138 — 140“ 
as  stated  by  Faust  and  Pechmann  (Pt.  IV.  p.  472),  who  actually  had  a mixture  of 
the  V-  and  a-acids. 

•’  Darmstadter  and  Wichelhaus,  Annalen,  152,  303. 

^ Forsling,  Ber.  22,  1 400- 
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/3-y5-DlBROMONAPHTHALENE, 

2 : 2' -Dihromonaplithalene  was  obtained  by  Forsling  from  the 
bromide  of  the  corresponding  bromonaphthalenesulphonic  acid  ; 
it  crystallizes  from  a mixture  of  ether  and  chloroform  in  four- 
sided tablets,  melting  at  158°. 


TRIBROMONAPHTHALENES,  CioH^Big 

2576  a-Tribromonaphtlialene  is  obtained,  together  with  other 
products,  when  naphthalene  is  treated  with  bromine.  It  crystal- 
lizes from  alcohol  in  needles,  melts  at  75°,  and  solidifies  in 
rosettes  resembling  the  mineral  wavellite.^ 

^-TrihromoncL'phthalene  (1:4:  1')  was  j)repared  by  John  from 
nitro-/3-dibromonaphthalene  by  the  action  of  phosphorus  penta- 
bromide.  It  is  very  readily  soluble  in  alcohol  and  crystallizes 
in  long,  pliable  needles,  melting  at  85°. 

<y-Trihromonapht}ialene  was  obtained  by  the  same  chemist  in 
a similar  manner  from  dibromo-,(S-naphthalenesulphonic  acid  ; 
it  crystallizes  in  short,  brittle  needles,  and  melts  at  86'5°. 

^-Trihromonaphthalene  (1:2:4)  was  prepared  by  Meldola 
from  the  corresponding  dibromonaphthylamine.  It  is  also 
formed  when  nitrobromonaphthylamine  is  heated  with  hydro- 
bromic  acid  and  glacial  acetic  acid  to  130°.^  It  is  readily  soluble 
in  ether,  less  readily  in  alcohol,  crystallizes  in  small  lustrous 
needles  and  melts  at  113 — 114°. 

e-TrilrorrumaidhthaUne,  (1  : 3 : 2'  or  1 : 3 : 3')  was  obtained  by 
Meldola  from  dibromo-/3-amidonaphthalene.  It  crystallizes  from 
alcohol  in  short  needles,  melting  at  110°. 

^-Trihromona'plitlialenc,  (1  : 3 : 1'  or  1 : 3 : 4')  was  obtained  in 
the  same  way  from  dibrom-a-amidonaphthalene  ; it  forms  small 
needles,  melting  at  105°. 

1 Grabe,  Annalen,  135,  43.  2 p^ager,  Bcr.  18,  2163. 

® Journ.  Chcm.  Soc.  1885,  1,  497. 
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TETRABROMONAPHTHALENES, 

2577  a-Teto'ah^omonajpTithalene  (1:4:3':  2')  is  formed  by  the 
action  of  an  alcoholic  solution  of  sodium  ethylate  on  /3-dibromo- 
naphthalene  tetrabromide,  and  crystallizes  from  hot  alcohol  in 
long,  silky  needles,  which  melt  at  175°,  sublime  in  jDearly  tablets, 
and  are  only  slightly  soluble  in  ether.  An  acetic  acid  solution 
of  chromium  trioxide  oxidises  it  to  tetrabrom-a-naphthoquinone 
and  dibromophthalide. 

^-TetrabromonajplitJialene  is  obtained,  together  with  the  a- 
compound,  from  a-dibromonaphthalene  tetrabromide.  It  is 
readily  soluble  in  ether  and  crystallizes  from  alcohol  in  small 
needles,  melting  at  119 — 120°.^ 

2578  Pentabromonaphthalene,  CjoHgBrg,  is  obtained  -by  heating 
a-tetrabromonaphthalene  with  bromine  to  150°,  in  the  form  of 
colourless  crystalline  gTanules,  which  are  insoluble  in  alcohol 
(Gnibe). 

IlexhTomonaylitlialene,  CjoHgBrg,  is  formed  by  very  gradually 
heating  naphthalene  to  350"  with  bromine  and  a little  iodine. 
It  forms  slender  needles,  melts  at  245 — 246°,  and  may  be  sublimed. 
It  is  insoluble  in  alcohol  and  ether,  and  only  sliglitly  soluble  in 
benzene  and  chloroform.^ 

BromochloronaphthaUne,  CjQHgBrCl,  is  only  known  in  three 
isomeric  forms. 

a-Bromocliloronaplithalene  (Br  : Cl  = 1 : 4')  is  obtained  from 
the  corresponding  bromonaphthalenesulphochloride  by  the  action 
of  phosphorus  pentachloride ; it  crystallizes  in  needles,  and 
melts  at  115°.^ 

^-Bromochloronaphthcdene  is  formed,  together  with  the  7-com- 
pound, by  tlie  action  of  chlorine  on  a-bromonaphthalene  or  of 
bromine  on  a-cldoronaphthalene.  It  crystallizes  in  thin,  lustrous 
tablets,  and  yields  chlorophthalic  acid  on  oxidation. 

'y-Bromochloronaphthalene  is  more  readily  soluble  in  alcohol, 
melts  at  66 — 67°,  boils  at  303°,  and  sublimes  in  needles.  On 
oxidation  it  yields  bromochlorophthalide.^ 

Several  other  substitution  and  addition  products  containing 
both  chlorine  and  bromine,  most  of  which  were  jirepared  by 
Laurent,  are  also  known. 

^ Guareschi,  Gazzetta.  16,  142.  ^ Gessner,  Bcr.  9,  1510. 

^ Cleve,  Bxdl.  Hoc.  Chim.  26,  540. 

Biginelli  and  Guareschi,  Chem.  Ccntralbl.  1887,  518. 
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IODINE  SUBSTITUTION  PRODUCTS  OF 
NAPHTHALENE. 

2579  a-Iodonaphthahne,  was  obtained  by  Otto  by  the 

action  of  iodine  on  a solution  of  mercury  dinaphthyl  in  carbon 
disulphide/  and  by  Nolting  from  diazonaphthalene  sulphate  by 
boiling  its  solution  with  the  calculated  quantity  of  hydriodic 
acid,  or  by  simply  heating  the  solution  with  potassium  iodide/ 
It  is  a thick  oily  liquid,  which  does  not  solidify  in  a freezing 
mixture,  is  miscible  with  alcohol,  ether,  benzene,  &c.,  and  boils 
at  805°/  On  boiling  with  hydriodic  acid  it  is  quantitatively 
converted  into  naphthalene  (Nolting),  which  is  also  formed, 
together  with  tarry  products,  when  its  solution  in  carbon  disul- 
phide is  boiled  with  aluminium  chloride  (Roux).  Its  picric  acid 
compound  forms  golden  yellow  needles,  which  melt  at  127°. 

^-lodonaphthcdenc  was  prepared  by  Jacobsen  from  /3-naphthyl- 
amine  by  the  diazo-reaction ; it  crystallizes  in  small  plates, 
melts  at  54‘5°,  is  volatile  with  steam,  and  readily  dissolves  in 
alcohol,  ether,  &c.^ 

I : 4i-Di-iodonaphtlialene,  CjoHglg,  was  obtained  by  Meldola 
from  I : 4-iodonaphthylamine  by  the  diazo-reaction ; it  crystal- 
lizes from  alcohol  in  needles,  melting  at  109 — 110°. 

I ; 2-Di-iodonaplithalene  is  formed  in  a similar  manner  from 
2 : I-iodonaphthylamine ; it  forms  white  scales,  melting  at  81°. 

Meldola  has  also  prepared  the  following  bromiodonaphtha- 
lenes  from  the  corresponding  bromonaphthylamines  : ^ 


Br  : I 


Melting-point. 

. . 83*5° 


1 ; 4 long  flat  needles 
1 : 3 long  needles 


. . 68° 
. . 94° 


1 : 2 thick  white  needles 


^ Annalen,  147,  173.  ^ 135^ 

3 Roux,  Ball.  Soc.  Chim.  45,  517  ; Ann.  CMm.  Phys.  VI.  12,  350. 
■»  Ber.  14,  803.  s journ.  Chcm.  Soc.  1885,  1,  521. 
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FLUORINE  SUBSTITUTION  PRODUCTS  OF 

NAPHTHALENE. 

2580  a-Fhiona'plitlialGne,  C^qH^F,  is  formed  when  a-naplithyl- 
amine  is  dissolved  by  the  aid  of  heat  in  strong  hydroHnoric 
acid  and  sodium  nitrite  gTadually  added  to  the  mixture.  The 
reaction  is  accompanied  by  a vigorous  evolution  of  gas,  and  con- 
siderable quantities  of  resinous  products  are  formed,  a-Fluo- 
naphthalene  is  a colourless  liquid,  smelling  like  the  chlorine 
compound  ; it  boils  at  212°,  has  the  sjDecific  gravity  of  1T35  at 
0°,  and  is  readily  soluble  in  alcohol,  benzene,  chloroform  and 
glacial  acetic  acid. 

^-Fluona^hthalene  has  been  prepared  in  a similar  manner 
from  /3-naphthylarnine  ; it  crystallizes  from  alcohol  in  lustrous 
plates,  melting  at  59°,  boils  at  212*5°,  and  dissolves  in  the  same 
solvents  as  the  a-compound.^ 


NITROSO-SUBSTITUTION  PRODUCTS  OF 
NAPHTHALENE. 

2581  Nitrosonaphthahne,  CiqH^NO,  was  obtained  by  Baeyer 
by  acting  upon  a solution  of  mercury  dinaphthyl  in  carbon 
disulphide  with  the  calculated  amount  of  a mixture  of  bromine 
and  carbon  disulphide  saturated  with  nitric  oxide  at  20° : 

(C„H,),Hg  + NOBr  = C„H,NO  + C,<,H,HgBr. 

It  forms  yellow  granular  crystals,  which  melt  at  89°,  rapidly 
become  red  in  the  air,  and  decompose  at  134°  with  energetic 
evolution  of  gas.  It  volatilizes  with  steam,  forming  a vapour 
which  has  a sharp  odour,  very  similar  to  that  of  nitrosobenzene, 
and  its  solution  in  phenol  is  coloured  blue  by  sulphuric  acid.^ 

1 ; ’^-Dinitrosonaplithcdcne,  CjoHg(NO)2,  is  formed  when  an  al- 
coholic solution  of  1 : 2-naphthoquinonedioxime,  CjoHg(N.OH)2, 
is  oxidised  with  potassium  ferricyanide  or  bromine.  It 
crystallizes  in  lustrous,  flat  needles,  which  melt  at  127°  and 
readily  volatilize  with  steam.  It  is  insoluble  in  water  and 

^ Ekbom  and  Mauzelius,  Bcr.  22,  1846.  " Bcr.  7,  1639  ; 8,  615. 
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alkalis,  but  is  sliglitly  soluble  in  alcohol  and  light  petroleum,  and 
does  not  give  Liebermann’s  reaction^ 

1 \'4i-Dinitrosonaplithcdcnc  is  formed  by  the  oxidation  of 
1 : 4-naphthoquinonedioxime.  It  is  a yellow  odourless  powder, 
which  detonates  on  heating.^ 


NITRO-SUBSTITUTION  PRODUCTS  OF 
NAPHTHALENE. 

2582  The  direct  nitration  of  naphthalene  yields  as  first 
product,  a-nitronaphthalene,  from  which  the  higher  substitution 
products  are  derived  in  the  following  manner  : 


/a-Trinitronaphtlialene 

/a-Dinitronaphthalene^— a-Tetranitronaphthalene 

a-Nitronaplithalene\  \-y-Trinitronaphtlialene 

\jS-Dinitronaphtlialeiie — jS-Trinitronaphtlialene— /3-Tetranitronaphthalene 

a-Nitronaijhthalcne,  C^QH^NOg,  was  obtained  by  Laurent  in 
1835  by  boiling  naphthalene  with  nitric  acid.^  Piria  then 
showed  that  it  is  also  formed  in  the  cold,^  and  Beilstein  and 
Kuhlberg  then  pointed  out  that  in  this  case  it  is  the  only 
product.^  It  has  also  been  obtained  from  a-,  7-  and  3-nitro- 
naphthylamine  by  means  of  the  diazo-reaction.  It  is  best 
prepared  on  the  small  scale  by  adding  concentrated  nitric  acid 
to  a solution  of  naf)hthalene  in  glacial  acetic  acid  and  heating 
the  mixture  for  half-an-hour.®  Technically  it  is  prepared  in  a 
similar  manner  to  nitrobenzene  (Pt.  III.  p.  101),  10  parts  of 
naphthalene,  10  parts  of  sulphuric  acid  of  sp.  gr.  1'84  and 
8 parts  of  nitric  acid  of  sp.  gr.  1’4  being  employed.  After 
removing  the  excess  of  acid,  the  still  liquid  jDi’oduct  is  run  into 
cold  water  and  washed  Avith  water  and  dilute  caustic  soda 
solution. 

a-Nitronaphthalene  crystallizes  in  long,  fine,  lustrous,  yellow 
needles  or  prisms,  melts  at  61°  ^ and  boils  at  304°.®  It  has  a 

^ Koreff,  Ber.  19,  183  ; Ilinski,  Bcr.  19,  349, 

“ Nietzki  and  Guitermann,  Ber.  21,  428. 

3 Ann  Chim.  FJiys.  59,  376  ; 66,  152. 

Ann.  Chim.  Phys.  III.  31,  217. 

® Annalcn,  169,  81. 

Fittig,  Grimdriss,  2,  892, 

^ Aguiar,  Ber.  5,  370. 

. ® De  Koninck  and  Marquart,  Ber.  5,  H. 
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characteristic,  unpleasant  smell,  readily  dissolves  in  benzene, 
ether,  carbon  disiilpliide  and  hot  alcohol.  One  hundred  i3arts 
of  alcohol  of  87'5  per  cent,  dissolve  2'81  parts  at  15°  (Beilstein 
and  Kuhlberg).  Chromium  trioxide  in  acetic  acid  solution 
oxidizes  it  to  v-nitrophthalic  acid  and  o-nitrophthalide. 

The  following  addition-j^roducts,  accompanied  by  some  sub- 
stitution-products, are  formed  by  the  action  of  bromine.^ 
a-Nitroncqohtlialene  a-tetrabromide,  C^oH-NO^Bi^,  crystallizes 
in  druses  of  needles,  which  melt  at  130‘5°. 

a-Nitronaplitlialene  ^-tctrabromide  is  formed,  accompanied  by 
monobromonitronaphthalene  when  the  substance  just  described 
is  heated  to  135 — 137°.  It  crystallizes  from  boiling  alcohol  in 
short  prisms,  which  melt  at  142 — 143’5°. 

a-Nitronci‘phtlialem  q-tetrabromide  is  obtained  together  with 
the  a-compound,  which  is  itself  converted  by  continued  boiling 
with  alcohol  into  the  7-  derivative.  The  latter  forms  short 
prisms  and  melts  with  decomposition  at  172 — 173°. 

^-Nitronaidithcdene,  CJ0H7NO2,  is  not  formed  by  the  action  of 
nitric  acid  on  naphthalene.  Lellmann  and  Remy  obtained  it 
from  a-naphthylamine  by  converting  tlie  latter  into  acetonaph- 
thalide,  C^qH7.NH(COCH3)  and  nitrating  this,  the  1 : 2-  and  1 : 4- 
nitro-compounds  being  formed.  The  two  nitronaj^hthylamines, 
CjoHe(N02)NH.„  were  then  prepared  from  the  mixture  and 
separated  ; the  amido-group  of  the  1 : 2-compound  being  finally 
replaced  by  hydrogen  by  means  of  the  diazo-reaction.^ 

It  can  be  much  more  simply  prepared  from  yS-naphthylamine, 
which  is  manufactured  by  heating  /3-naj)hthol  with  ammonia. 
Seven  parts  of  the  amido-compound  are  dissolved  in  a boiling 
mixture  of  15  parts  of  nitric  acid  of  specific  gravity  1’4  and 
250  parts  of  water,  the  solution  rapidly  cooled  and  a solution 
of  12  parts  of  sodium  nitrite  in  40  parts  of  water  added  to  the 
paste  thus  formed.  A clear  solution  of  /3-diazonaphthyl  nitrite 
is  thus  obtained,  which  is  added  to  cuprous  oxide  suspended 
in  water,  prepared  by  the  reduction  of  copper  sulphate 
by  means  of  grape  sugar  and  caustic  soda  solution.  A 
vigorous  evolution  of  nitrogen  occurs,  and  the  solution  is 
allowed  to  stand  for  some  time ; a little  alcohol  is  then  added  to 
remove  the  voluminous  froth  which  has  been  formed,  and  the 
/3-nitronaphthalene  finally  distilled  off  with  steam.  Sandmeyer 
assumes  that  a compound  of  /S-diazonaphthyl  nitrite  with  cuprous 


^ Guareschi,  Annalcn,  222,  284. 


2 Ber.  19,  236  ; 20,  891. 
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oxide  is  formed,  which  readily  decomposes  with  loss  of  nitrogen, 
the  oxynitrosyl  group  being  converted  into  nitroxyl : ^ 

C,„H,-N N-0-N=0  = C.„H -N<®>  + Cu,0+  N,. 

Cu.O.Cu 

yS-Nitronaphthalene  is  readily  soluble  in  alcohol  and  glacial 
acetic  acid  and  crystallizes  in  small,  yellow  needles,  which  have 
a smell  of  cinnamon  and  melt  at  79°. 

2583  Dinitronaphthahne,  CioHg(N02)2,  was  obtained  by 
Laurent  by  boiling  naphthalene  with  nitric  acid  and  further  in- 
vestigated by  Marignac  and  other  chemists,  who  considered  the 
substance  to  be  homogeneous,  until  Darmstadter  and  Wichelhaus 
proved  that  it  is  a mixture  of  two  isomerides.^ 

a-Dinitrona^hthalene  (1  : 4')  is  prepared  by  covering  lOOgi'ms. 
of  naphthalene  with  200  cc.  of  crude  nitric  acid,  adding  IGO  cc. 
of  sulphuric  acid  after  24  hours  and  heating  the  mixture  for  a 
day  on  the  water-bath.  The  product  is  ground  up,  washed  with 
water,  and  extracted  with  a little  boiling  carbon  disulphide  to 
remove  a small  amount  of  mononitronaphthalene ; it  is  then 
washed  with  acetone  and  repeatedly  boiled  uj)  with  fresh 
quantities  of  the  latter  to  free  it  from  the  /3-compound,  the 
residue  being  finally  recrystallized  from  boiling  xylene.^ 

a-Diriitrona'plitJiahne  is  scarcely  soluble  in  carbon  disulphide 
and  only  slightly  in  the  other  usual  solvents ; it  crystallizes 
from  glacial  acetic  acid  in  six-sided  needles,  which  melt  at 
216°.^  It  is  converted  by  hot  dilute  nitric  acid  into  v-nitro- 
phthalic  acid,  8-dinitrobenzoic  acid  and  picric  acid.  On  heating 
with  phosphorus  pentachloride  it  is  converted  into  1 : 4'-dichloro- 
naphthalene. 

^-Dinitronaplithalenc  (1  : 1')  is  more  readily  soluble  in  acetone, 
glacial  acetic  acid,  benzene  and  chloroform  than  the  a-comj30und 
and  crystallizes  in  rhombic  tablets,  melting  at  170°  (Aguiar). 
It  is  oxidized  by  dilute  nitric  acid,  heated  to  150°,  to  dinitro- 
phthalic  acid,  8-dinitrobenzoic  acid  and  picric  acid,  whilst  when 
treated  with  phosphorus  pentachloride  it  yields  8-trichloro- 
naphthalene  (1  : 4 : 1')  accompanied  by  a small  quantity  of 
1 : 1'-dichloronaphthalene. 

'y-Dinitronaphthalene  (1:3)  has  been  prepared  by  Liebermann 

^ Bei\  20,  1494.  " Annalcn,  152,  298. 

Beilstein  and  Kurbatow,  Annalcn,  202,  219  Aguiar,  Ber.  5,  370. 
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Irom  dinitro-a-amidoiiaphthalene  by  means  of  the  diazo-reaction. 
It  ciystallizes  in  small  pale  yellow  needles,  which  melt  at  144° 
and  readily  sublimed 

h-Dinitronaphthalene  is  prepared  in  the  same  manner  from 
dinitro-^-amidonaphthalene,  and  forms  light  yellow  needles, 
melting  at  161'5°d 

Naphthocyamic  acid,  CggHjgNgOg,  is  obtained  by  boiling  a 
mixture  of  a-  and  yS-dinitronaphthalenes  with  a solution  of 
potassium  cyanide  : 

2CioH,N,0,  + 12CNH  + 9H,0  = 

C28Hi8NgO,  + 400^  + 8NH3. 

The  free  acid,  liberated  from  the  potassium  salt  by  hydrochloric 
acid,  is  a dark  brown  precipitate,  which  dries  to  a lustrous 
black  mass.  This  is  only  slightly  soluble  in  water,  more  readily 
in  alcohol,  to  which  it  imjDarts  a brownish-yellow  colour,  whilst 
it  is  freely  soluble  in  amyl  alcohol,  forming  a dark  reddish 
brown  solution.  The  solutions  are  coloured  green  or  blue  by 
a very  small  amount  of  any  alkali. 

Potassium  naphthocyamate,  CggH^yNgO^K  -f-  HgO,  is  a dark 
blue  mass  which  has  a cupreous  lustre  and  explodes  on  heating. 
It  forms  beautiful  blue  solutions  in  hot  water  and  alcohol,  but 
is  decomposed  with  evolution  of  ammonia  when  the  solution  is 
boiled  with  caustic  potash.^ 

2584  a-Trinitrona'pktlicdene,  CjqH5(N02)3,  is  formed  when 
a-dinitronaphthalene  is  boiled  for  several  hours  with  15  parts 
of  nitric  acid  of  specific  gravity  1*42 ; it  crystallizes  from 
glacial  acetic  acid  or  chloroform  in  monosymmetric  pyramids 
and  from  alcohol  in  serrated  plates,  which  melt  at  122°.^ 

^-Trinitronaphthalenc  is  obtained  in  a similar  manner  from 
/'3-dinitronaphthalene  (Aguiar) ; it  has  also  been  obtained  from 
trinitro-a-amidonaphthalene  and  trinitro-/3-amidonaphthalene,^ 
but  is  best  prepared  by  gently  boiling  1 part  of  ^-dinitro- 
naphthalene  with  5 parts  of  fuming  nitric  acid  and  5 parts 
of  sulphuric  acid.  The  solution  is  then  poured  on  to  snow, 
the  precipitate  washed  with  ether  and  finally  recrystallized 
from  hot  nitric  acid.®  It  forms  monosymmetric  crystals  and 
melts  at  218°. 

1 AnnaUn,  183,  274.  ^ Gnibe  find  Drews,  Ber.  17,  1170. 

^ Miihlhauser,  Annalen,  141,  214.  * Agiiiar,  Bcr.  5,  370  and  897. 

® Stiidel,  Ber.  14,  898. 

**  Beilstein  and  Kulilberg,  Annalen,  169,  90. 
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r^-TrinitroncqMJialene  is  obtained  by  boiling  a-dinitro- 
naphthalene  with  a mixture  of  nitric  and  sulphuric  acids 
(Beilstein  and  Kuhlberg).  It  crystallizes  in  light  yellow 
lustrous  plates,  which  melt  at  154°  (Aguiar). 

a-TetTaniirona;pUlialene,  CioH4(N02)4,  is  formed  by  the  further 
nitration  of  a-dinitronaphthalene  (Aguiar),  and  is  best  prepared 
by  boiling  this  substance  for  several  hours  with  a mixture  of 
10  parts  of  fuming  nitric  acid  and  fuming  suljAiuric  acid 
(Beilstein  and  Kuhlberg),  It  is  only  slightly  soluble  in  the 
usual  solvents,  and  separates  from  chloroform  in  rhombic  crystals, 
which  melt  at  259°  and  detonate  violently  on  heating, 

^-Tetranitrona'phthaUnc  is  obtained  by  heating  ^-dinitro- 
naphthalene  to  100°  in  a sealed  tube  with  fuming  nitric  acid. 
It  crystallizes  from  alcohol  in  very  long,  thin  needles,  which  melt 
at  200°  and  explode  violently  when  quickly  heated.^ 


THE  CHLORONITRONAPHTHALENES. 

2585  1 : 4^-Chloronitronaphtlialene,  CjoIIgCl(N02),  was  ob- 
tained by  Atterberg  by  the  action  of  cold  nitric  acid  on 
a-chloronaphthalene.  It  crystallizes  from  alcohol  in  extremely 
slender  light  yellow  needles,  melting  at  85°.  It  is  gradually 
reduced  to  a-amidonaphthalene  by  tin  and  hydrochloric  acid, 
and  is  converted  into  I : 4-dichloronaphthalene  by  phosphorus 
pentachloride.^ 

2' : 1-Chloronitronaphthcdenc  is  formed  when  rather  more  than 
two  molecules  of  nitric  acid  of  specific  gravity  1’42  are  added 
to  a solution  of  one  molecule  of  /3-chloronaphthalene  in 
glacial  acetic  acid,  and  the  mixture  allowed  to  stand  for  a few 
days.  It  crystallizes  from  alcohol  in  sulphur-yellow  needles, 
melting  at  116°,  and  is  converted  into  1 : 2'-dichloronaphthalene 
by  distillation  with  phosphorus  pentachloride.^ 

a-Chlorodinitronaphthcdene,  C4oH5Cl(N02)<,(l  : 4 : 1'),  is  ob- 
tained when  a-chloronaphthalene  is  gently  heated  with  nitric 
acid  ; it  is  readily  soluble  in  alcohol  and  crystallizes  in  long, 
yellow,  soft  needles,  which  melt  at  106°  (Faust  and  Saame, 
Atterberg). 

^ Aguiar  and  Lautemann,  Bull.  Soc.  Chim.  3 261. 

' Ber.  9,  926. 

^ Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1889,  71. 
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Chlorodimtrona]jhthalenc  (1:4;  4')  is  formed,  together  with 
the  a-compoiuid,  when  a-chloronaphthalene  is  strongly  heated 
with  fuming  nitric  acid.  It  is  only  slightly  soluble  in  alcohol, 
and  crystallizes  from  glacial  acetic  acid  in  short,  pale-yellow, 
brittle  needles,  which  melt  at  18D°. 

Both  these  compounds  are  converted  into  5-trichloronaphtha- 
lene  (1:4: 1')  by  phosphorus  pentachloride  (Atterberg). 

^-Dichloronitronciphthalene,  CjoHgClgNOg,  (1:4:  1')  has  been 
prepared  by  the  nitration  of  1 : 4-dichloronaphthalene  ; it  forms 
crystals  which  melt  at  92°.^ 

<y-DichloTonitronajphtlialene  (1:4':  4)  is  formed  when  1 : 4'- 
dichloronaphthalene  is  nitrated  with  cold  nitric  acid.  It  is  only 
slightly  soluble  in  alcohol,  and  crystallizes  in  short,  sulphur- 
yellow  prisms,  melts  at  142°,  and  also  yields  o-trichloronaphtha- 
lene  (Atterberg). 

rj-DinitTochloronajplitlialene  was  obtained  by  Cleve  from  1 : 3'- 
dichloronajDhthalene  by  the  action  of  nitric  acid  on  its  solution 
in  acetic  acid.  It  crystallizes  in  golden-yellow  needles,  which 
melt  at  1 1 9°,  and  are  readily  soluble  in  boiling  alcohol  and  glacial 
acetic  acid.  Phosphorus  pentachloride  converts  it  into  e-tri- 
chloronaphthalene.^ 

Several  other  isomerides  of  unknown  constitution  have  also 
been  prepared.^ 

The  most  important  of  the  other  chloronitronaphthalenes  are 
given  in  the  following  table  : 


Dichlorodiniteonaphthalenes,  CioH^Cl2(N 03)2 


/S-,  long  yellow  needles  ^ 

Melting-point. 

. . . 158° 

7-,  light-yellow  prismatic  needles  ^ . . 

. . . 246° 

S-,  light-yellow  prisms  ® 

. . 246° 

e-,  pale-yellow,  slender  needles  ^ . . . 

. . . 252° 

pale-yellow  flat  needles  ^ ...  . 

. . . 169-5° 

yellowish  tabular  crystals  ^ ...  . 

. . . 150° 

very  small,  white  needles  ^ ...  . 

. . . 158° 

^ Widman,  Bull.  Soc.  Chim.  28,  505.  ^ Bull.  Soc.  Chim.  29,  499. 

» Alen,  iUd.  36,  433.  Widman,  ibid.  28,  510. 

Atterberg,  Ber.  9,  1730.  Alen,  loc.  cit. 

7 Ibid. 

^ From  1 : 2-Diehloronaphthalene,  Hellstrbm,  Ber.  21,  3267. 

•’  From  1 : 3-Dichloronaplithalene,  Cleve,  Ber.  23,  956. 
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Trinitrodichlohonaphthalene,  CioHgCUCN 03)3 

]\Ielting-point. 

Pale-yellow  compact  needles  ^ 178° 


Trichlorodinitronaphthalenes,  CioH3Cl3(N Oo)^ 

a-,  yellow  prisms  ^ 178 

S-,  liglit-yellow,  slender  needles  ^ 200 

€-,  liglit-yellow,  flat  needles  ^ 200 


Tetrachloronitronaphthalene,  C10H3CI4N O2 


8-,  large  rhombic  tablets  ® 


154° 


THE  BROMONITRONAPHTHALENES. 

2586  1 : 4i-Bromonitronaplitlialene,  CjoHgBrNOg,  was  obtained 
by  John  by  the  nitration  of  a-bromonapbtbalene  ; it  crystallizes 
in  yellow  needles,  melts  at  85°,  and  is  converted  by  pbospborus 
bromide  into  1 ; 4-dibromonapbthalene.® 

1 : ^-BromonitronajpTitliaUnc,  was  prepared  by  Liebermann  and 
Scbeiding  from  nitrobromamidonapbtbalene.  It  forms  yellow 
needles,  melting  at  132°  and  yields  ^-amidonaphtbalene  on 
reduction  with  tin  and  hydrochloric  acidd 

3 : 1-Bromonitrona'phthalene,  which  was  prepared  by  Meldola 
from  the  isomeric  nitrobromamidonapbtbalene,  crystallizes  in 
needles  and  melts  at  131°.  It  is  converted  into  pbtbalic  acid 
by  oxidation,  and  yields  1 : 3-dibromonapbtbalene  when  the 
nitroxyl  group  is  replaced  by  bromine.^ 

m-Bromonitroncqjhtlialene  (NO2 : Br  = 1 : 3'  or  1 : 2')  is  formed 
by  the  action  of  bromine  on  a-nitronapbtbalene,  and  crystallizes 
from  alcohol  in  yellow  needles,  which  are  only  slightly  soluble 
in  cold  alcohol  and  melt  at  122’5°.  It  is  oxidized  by  potassium 
permanganate  to  a-bromopbtbalic  acid  and  v-nitropbtbalic  acid.® 

’ Cleve,  loc.  cit.  - Widman,  loc.  cit.  ® Alen,  loc.  cit.  * Ibid. 

® Atterberg  and  Widman,  Ber.  10,  1842.  Bull.  Soc.  Cliim.  28,  515. 

^ Annalcn,  183,  262.  ® Journ.  Chcm.  Soc.  1885,  1,  507. 

Guareschi,  Annalen,  222,  290. 
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Bromodinitrona]3htlialene,  CjQH5Br(N02)2,  is  formed  in  two 
modifications  by  the  action  of  cold,  fuming  nitric  acid  on 
a-bromona23hthalene  : 

Melting-point. 


a-,  slender  needles  with  a vitreous  lustre  . . 170‘5° 

/S-,  slender  needles  or  tablets 143° 


Both  these  substances  are  oxidized  by  dilute  nitric  acid  to 
v-nitrojDhthalic  acid,  whilst  they  are  converted  by  the  action  of 
a mixture  of  concentrated  sulphuric  acid  and  nitric  acid  into  the 
isomeric  hromotetroMitTona'plitTiaUnes}  CiQH3Br(N02)4. 

Melting-point. 


a-,  needles 189° 

lustrous  needles 245° 


Dihrom-a-nitTona2olithalene,  yellow  needles,^  melting  at  98° 
IB-Dibromonitronajplithalene,  yellow  needles,®  melting  at  116'5° 


THE  lODONITRONAPHTHALENES,  CioHyIN02 

2587  These  substances  were  obtained  by  Meldola  from  the 
amidonitronaphthalenes. 

2 : 1-Iodonitrona'phtlmlene  crystallizes  from  alcohol  in  yellow 
scales,  melts  at  108'5°,  and  is  readily  reduced  to  ;5-naj)hthyl- 
amine. 

1 : ^-lodonitronaioldhaUne  forms  light-yellow,  lustrous  needles, 
melting  at  88‘5°. 

1 : ^-lodonitronaplithcdene  crystallizes  in  microscopic  needles, 
and  melts  at  123°.^ 


THE  SULPHONIC  ACIDS  OF  NAPHTHALENE. 

2588  a-Naphthalenesulphonic  acid  is  formed,  as  was  found  by 
Faraday,  together  with  the  /3-compound,  by  the  action  of 
sulphuric  acid  on  naphthalene,^  and  also  when  it  is  treated  with 
sulphur  trioxide  ® or  cldorosulphonic  acid.'^  In  order  to  jn-ejiare 

1 :Merz  and  Weitli,  Bcr.  15,  2708.  ^ Guareschi,  loc.  cit. 

3 Jolin,  loc.  cit.  ^ Journ.  Chem.  Soc.  1885,  1,  497. 

5 Phil  Trans.  1826,  2,  HO  ; Fogg.  Ann.  7,  104. 

Woliler  and  Liebig,  Fogg.  Ann.  24  169. 

^ Arni.strong,  Zcilsch.  Chon.  1871,  322  ; Froc.  Chem.  Zoc.\  1887*1888,  H6 
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it,  4 parts  of  naphthalene  are  heated  to  80°  with  3 parts  of 
sulphuric  acid  for  8 to  10  hours,  and  the  mixture  then  j^oured 
into  ten  times  its  weight  of  hot  water.  After  cooling,  the  un- 
altered naiDhthalene  is  filtered  off  and  the  solution  neutralized 
with  lead  carbonate.  On  evaporation,  the  salt  of  the  /3-acid 
crystallizes  out  first  and  then  that  of  the  a-acid,  which  is  dis- 
solved in  10  to  12  parts  of  boiling  alcohol,  the  greater  part  of  the 
adhering  yS-salt  being  thus  left  undissolved."  The  acids  can  also 
be  separated  by  means  of  their  calcium  salts,  but  these  cannot, 
like  the  lead  salts,  be  distinguished  by  their  appearance.^ 

a-Naphthalenesulphonic  acid  is  a deliquescent  crystalline  mass, 
which  melts  at  85 — 90°,^  and  dissolves  readily  in  alcohol,  but  is 
almost  insoluble  in  ether.  When  it  is  heated  to  200°  with  con- 
centrated hydrochloric  acid  it  decomposes  into  sulphuric  acid  and 
naphthalene,  and  it  is  to  a large  extent  converted  into  the  /3- 
acid  by  heating  with  sulphuric  acid.  Potassium  permanganate 
oxidizes  it  to  phthalic  acid.'^ 

Its  salts  have  been  investigated  by  Kegnault  and  Merz. 

Calcium  a-naphthalenesulplionate,  (C;^oH7S03)2Ca  -f  2H.,0, 
crystallizes  in  plates,  which  dissolve  at  11°  in  16‘5  parts  of 
water  and  19 ‘5  parts  of  85  per  cent,  alcohol. 

Barium  a-naphthalenesulplionate,  (CjoH7S03)2Ba  + H2O,  also 
crystallizes  in  plates,  and  dissolves  at  10°  in  87  parts  of  water 
and  350  parts  of  alcohol. 

Lead  a-na^lit]ialenesul2Jhonate,  (CioH7S03)2Pb  + 3H2O,  forms 
small  lustrous  plates,  and  dissolves  at  10°  in  27  parts  of  water 
and  11  parts  of  alcohol. 

a-Na;phtlialenesul]phochloride,  C10H7SO2CI,  crystallizes  from 
ether  m small  plates,  which  melt  at  66°  and  are  gradually  de- 
composed by  cold  water.-'’  When  chlorine  is  passed  into  its  solu- 
tion in  carbon  disulphide,  the  Uiracliloridc,  CioH^Cl^.SOgCl,  is 
formed  as  a yellow  oil  which  is  decomposed  by  alcoholic  potash 
into  hydrochloric  acid  and  dichloronaphthalenesulphonic  acid.® 

When  sodium  amalgam  is  added  to  a hot  ethereal  solution  of 
the  sulphochloride,  the  sodium  salt  of  a-nciiMliahncsuliMnic  acid, 
CioH^.SOgH,  is  formed.  The  free  acid  crystallizes  in  lustrous 
scales,  which  are  only  slightly  soluble  in  water  acidulated  with 

Merz,  Zeitsch.  Glum.  1868,  394  ; Merz  and  Weitli,  Ber.  3 195, 

- Merz  and  Miihlhauser,  Ber.  3,  709.  ’ 

Regnault  J.  Ft.  Gliem.  12,  99. 

Beilstein  and  Kurbatow,  Annalen,  202,  216, 

® Maikopar,  Zeitsch.  Chem.  1869,  711  ; Kimberly,  Annalen,  H4  131 
" Widman,  Ber.  12,  2220.  ’ 
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hydrociiloric  acid  and  are  decomposed  at  180°  by  dilute  hydro- 
chloric acid  into  sulphur  dioxide  and  naphthalene^ 

a-Naphthalenesulphamide,  C;^oH7(S02.NH2),  is  a crystalline 
mass,  which  melts  at  150°,  is  very  readily  soluble  in  water  and 
is  oxidized  by  potassium  permanganate  to  v-sulphojdithalic  acid 
and  v-sulphaminephthalic  acid. 

^-Naplithalenesulphonic  acid  is  obtained,  according  to  Merz 
and  Weith,  when  the  mixture  employed  for  the  preparation  of 
the  a-acid  is  heated  to  160°.  The  hot  solution  is  diluted  with 
water,  treated  with  milk  of  lime  and  then  with  chalk  until  neutra- 
lized, and  finally  filtered.  On  cooling,  calcium  /3-naphthalene- 
sulphonate  separates  out,  a further  crop  being  deposited  when 
the  mother  liquors  are  concentrated.  The  last  deposit  contains, 
in  addition  to  the  /3-  and  a-salts,  calcium  naphthalenedisul- 
phonate  and  tarry  products. 

yS-Naphthalenesulphonic  acid  crystallizes  in  plates,  which  are 
not  deliquescent,  and  is  not  decomj)osed  by  hydrochloric  acid 
even  at  200°.  Potassium  permanganate  oxidizes  it  in  acid  or 
neutral  solution  to  phthalic  acid  (Beilstein  and  Kurbatow). 

Sodium  ^-naplithalenesulijhoncde,  CjoH^SOgNajis  manufactured 
by  heating  equal  parts  of  naphthalene  and  sulphuric  acid  for 
several  hours  to  200°,  pouring  the  product  into  water,  filtering 
and  neutralizing  the  boiling  solution  with  milk  of  lime.  The 
filtrate  is  precipitated  with  a solution  of  sodium  carbonate  and 
the  solution  evaporated.  The  sodium  salt  is  thus  obtained  in 
small  plates  which  are  freed  from  their  mother  liquor  on  the 
centrifugal  drier.  It  is  employed  for  the  jDreparation  of  /3- 
naphthol. 

Calcium  S~'>^cipldlialcncsul2}honcde,  (CjoH7S03)2Ca,  crystallizes 
in  small  plates,  which  dissolve  at  10°  in  76  parts  of  water  and 
437  parts  of  85  per  cent,  alcohol. 

Barium  ^-naphtlialcnesuljiJionate,  (CjQH^S03)2Ba  -f  H2O,  dis- 
solves at  the  same  temperature  in  290  parts  of  water  and  1950 
parts  of  alcohol ; it  also  crystallizes  in  small  plates. 

Lead  ^-napldlicdencsulphonatc,  (CjoH7S03).2Pb,  crystallizes  in 
small  hard  scales,  which  contain  varying  amounts  of  water.  It 
dissolves  at  10°  in  113  parts  of  water  and  in  305  parts  of  alcohol. 

^-Napldhalenesid2')liocldoride,  CiqH.(S02C1),  forms  small  plates, 
melting  at  76°,  which  are  less  readily  soluble  in  ether  than  those 
of  the  a-compound  (Maikopar).  Like  the  latter  it  forms  a 
fctracldoride,  which  crystallizes  from  chloroform  in  hard,  lustrous 

^ Gessner,  Bcr.  9,  1500. 
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cubes,  melting  at  131°,  and  is  converted  by  alcoholic  potash  into 
a dichlorosulphonic  acid  (Widman). 

Sodium  amalgam  added  to  an  ethereal  solution  of  the  sulpho- 
chloride  converts  it  into  ^-naplitlicdenesidphinic  acid,  CjqHyS02H, 
a dull,  microcrystalline  powder,  which  is  rather  freely  soluble  in 
pure  water,  and  is  decomposed  into  sulphur  dioxide  and  naph- 
thalene by  hydrochloric  acid  at  170°  (Gessner). 

j3-Naphthalencsid])liamide,  C;^qH7(S02NH2),  crystallizes  in 
small,  thin  plates,  melting  at  217°,  which  are  only  slightly 
soluble  in  water  and  ether,  and  are  oxidized  by  potassium  per- 
manganate to  a-sulphophthalic  acid  and  a-sulphaminephthalic 
acidd 

2589  Naphtlialeneddsidphonic  acids,  C;^oHg(S03H)2.  Berzelius  ^ 
obtained  an  acid  of  this  composition  by  heating  naphthalene 
with  sulphuric  acid,  and  Dusart,^  employing  a different  method 
of  purification,  obtained  a similar  substance.  This  led  Ebert  and 
Merz  to  think  that  these  acids  were  probably  isomeric,  a sup- 
position which  was  confirmed  by  their  investigations.^  Later 
researches  have  shown  that  a third  acid  is  simultaneously 
formed.  In  order  to  prepare  them,  naphthalene  is  heated  to  160° 
for  four  hours  with  five  times  its  weight  of  sulphuric  acid,  the 
product  converted  into  a mixture  of  calcium  salts,  and  the  solu- 
tion of  these  evaporated  to  a small  bulk.  Common  salt  is  then 
added,  and  the  liquid  heated  to  boiling  and  filtered  from  the 
residue,  which  consists  of  the  salt  of  the  /3-acid  ; the  filtrate  on 
cooling  deposits  the  a-salt  as  a crystalline  paste,  and  the  mother 
liquors  from  this  yield  the  7-salt  on  further  evaporation.®  The 
pure  acids  are  obtained  by  converting  the  calcium  salts  into 
potassium  salts,  and  preparing  from  these  the  corresponding 
sulphochlorides,  which  are  purified  by  recrystallization  from 
benzene,  and  finally  converted  into  the  acids  by  the  action  of 
hydrochloric  acid  at  150°. 

2 : 2'-  or  a-Napldlialenedisid, phonic  acid,  is  formed  in  large 
quantity  when  naphthalene  is  heated  to  180°  with  sulphuric 
acid.  It  crystallizes  in  long  deliquescent  needles,  which  are  only 
slightly  soluble  in  cold  concentrated  sulphuric  acid.  Its  salts  are 
more  readily  soluble  in  Avater  and  alcohol  than  those  of  the  yS- 
acid.  On  fusion  Avith  caustic  potash  it  yields  2 : 2'-hydroxy- 
naphthalene. 

^ Maikopar,  loc.  cit.  ; Cleve,  Bull.  Soc.  Cliim.  25,  258.  - Annalen,  28,  9. 

3 Compt.  Bend.  64,  859.  Ber.  9,  592. 

* Lanclshoff  and  ]\Ieyer,  Chem.  Zeit.  13,  1162. 

VOL.  III. — PAllT  VI. 
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a-NaphthalenedisiUphocliloride,  CioHg(S02Cl)2,  is  readily  soluble 
in  benzene,  and  crystallizes  in  transparent  four-  or  six-sided 
tablets,  melting  at  162°d  When  it  is  heated  with  phosphorus 
pentachloride  it  yields  2 : 2'-dichloronaphthalene. 

The  amide,  forms  lustrous  needles  and  melts  at  242 — 243° 

2 : 3^-  or  ^-Naplithalenedisid^jlwnic  acid  crystallizes  in  small 
plates,  which  deliquesce  slowly  in  the  air.  Like  the  a-compound, 
it  is  decomposed  at  200°  by  water  into  sulphuric  acid  and  naph- 
thalene. Phosphorus  pentachloride  converts  it  into  2 : 3'- 
dichloronaphthalene. 

^-NaphthalenedisidphocMoride  is  slightly  soluble  in  benzene, 
and  crystallizes  in  small  needles,  which  melt  at  226°. 

The  amide  is  only  very  slightly  soluble  in  water  and  does  not 
melt  below  305°. 

1:4'-  or  ’y-Naphthalenedisidphonic  acid  was  obtained  by 
Armstrong  by  the  action  of  chlorosulphonic  acid  on  naphthalene  ; 
it  is  also  formed  when  an  intimate  mixture  of  naphthalene, 
sulphur  trioxide  and  sand  is  well  shaken  up.^  It  crystallizes 
from  water  in  lustrous,  white  plates,  which  are  not  hygroscopic.^ 
On  fusion  with  caustic  potash  it  is  converted  into  1 : 4'-di- 
hydroxynaphthalene,  whilst  with  phosphorus  pentachloride  it 
yields  1 : 4'-dichloronaphthalene,  melting  at  107°. 

The  sodium  salt  of  the  acid  crystallizes  in  thin  tablets  or  forms 
large,  monosymmetric  crystals.  When  the  acid  is  very  gradually 
heated  to  170 — 180°,  naphthalene  sublimes  and  /S-naphthalene- 
sulphonic  acid  remains  behind.^ 

The  7-disulphonic  acid  is  therefore  formed  at  a low  tempera- 
ture from  the  a-naphthalenesulphonic  acid,  which  is  the  first 
product,  but  passes  at  a higher  temperature  into  the  yS-acid, 
from  which  the  other  disulphonic  acids  are  then  derived. 

<^/-NaphthalenedisulpliocMoTide,  forms  small  prisms,  which  be- 
come opaque  in  the  air  and  melt  at  183°. 

1 : 3-  or  m-Naphthalenedisidphonic  acid  has  been  obtained  by 
Armstrong  and  Wynne  from  ^-naphthylaminedisulphonic  acid 
by  the  replacement  of  the  amido-group  by  hydrogen.  It 
forms  a very  soluble  ^potassium  salt,  which  crystallizes  with 
two  molecules  of  water  in  small  prisms. 

m-Naphtlialcnedisulpliochlmdde  crystallizes  from  benzene  in 

^ Armstrong,  Ber.  15,  204. 

Armstrong  and  Wynne,  Broc.  Cliem.  Soc.  1886,  42. 

® Ewer  and  Pick,  Schultz,  Steinkohlenthecr,  2,  1012. 

Armstrong  and  Wynne,  Proc.  Chem.  Soc,  1887,  146. 
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prisms,  and  from  acetic  acid  in  prismatic  needles,  melting  at 
147°.  On  distillation  with  phosphorus  pentachloride  it  yields 
1 : 8-dichloronaphthalene.^ 

1 : '^'-Naphthahneclisulplionic  acid  is  formed  by  the  action  of 
chlorosulphonic  acid  on  /9-naphthalenesulphonic  acid.^  Its 
sodium  salt  C^oH^(S03Na)2  + YHgO,  crystallizes  in  long,  broad 
needles  and  its  chloo'ide  in  aggregates  of  small  needles,  melting 
at  127°.  On  heating  with  phosphorus  pentachloride  it  is  con- 
verted into  1 : 3'-dichloronaphthalene,  melting  at  48°. 

1 : 2' -Naphthalcncdisulphonic  acid  has  been  obtained  from 
1:4:  3'-naphthylaminedisulphonic  acid  by  replacement  of  the 
amido-group  by  hydrogen.  Its  chloride  crystallizes  from  ben- 
zene, in  which  it  is  readily  soluble,  in  prismatic  forms,  and  from 
acetic  acid  in  beautiful  glistening  plates.  It  melts  at  122’5°, 
and  on  distillation  with  phosphorus  pentachloride  yields  I : 2'-di- 
chloronaphthalene.^ 

Naphthalenetrisulphonic  acid  has  been  obtained  by  Baeyer’s 
hydrazine  reaction  from  a-naphthylaminetrisulphonic  acid.  Its 
chloride  crystallizes  from  a mixture  of  benzene  and  light  petro- 
leum in  small  prisms  melting  at  about  191°.^ 

Naphthalenetetrasulphonic  aeid,  CjoH^(S03H)^  -f-  4H2O,  was 
obtained  by  Senhofer  by  heating  naphthalene  with  sulphuric 
acid  and  phosphorus  pentoxide  to  260°.®  It  is  also  formed 
when  naphthalene  is  heated  for  some  time  to  160°  with  five 
times  its  weight  of  fuming  sulphuric  acid,  containing  40  per 
cent,  of  trioxide.® 

It  crystallizes  in  coarse  prisms,  which  are  readily  soluble  in 
water  but  with  difficulty  in  cold  alcohol,  and  are  insoluble  in 
ether.  The  barium  salt  forms  oblique  j)risms  containing  water 
of  crystallization. 

Dinaphthylsidphone,  (CiqH7)2S02,  was  obtained  by  Berzelius, 
together  with  naphthalenesulphonic  acid  by  heating  naphthalene 
with  sulphuric  acid.’^  It  was,  however,  found  by  Stenhouse  and 
Groves  that  two  isomerides  are  thus  formed,  which  separate  out 
with  the  unaltered  naphthalene  in  the  preparation  of  /3-naph- 
thalenesulphonic  acid.® 

1 Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1890,  13  ; Chem.  News,  61,  92. 

2 Proc.  Chem.  Soc.  1886,  231  ; 1889,  10  ; 1890,  17  ; Chem.  News,  61,’  93. 

3 Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1890,  126.  ’ 

^ Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1890,  125. 

* Per.  8,  I486  ; Monatsh.  Chem.  3,  112. 

® Farlenfah.  vorm.  Baeyer  and  Co.  ; Sclinltz,  Steinkohlentheer,  2,  1003. 

^ Annalen,  28,  9 ; Gercke,  Annalen,  100,  216,  8 Ber.  9,  682. 
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In  order  to  prepare  them,  naphthalene  is  heated  Avith  three 
times  its  weight  of  sulphuric  acid  to  180°  until  no  more  water  is 
given  off ; the  mixture  is  then  allowed  to  cool  to  100°,  four  parts 
of  boiling  Avater  added  and  the  upper  layer  distilled  Avith  steam 
until  no  more  naphthalene  comes  over.  The  residue  is  finally 
extracted  Avith  boiling  carbon  disulphide. 

a-^-Dincqolithylsulplione  separates  from  this  solution  in  oblique, 
hard,  transparent  jDrisms,  Avhich  are  moderately  soluble  in  hot 
alcohol  and  melt  at  123°. 

^-^-DinaiMliylsidijlwne  is  insoluble  in  carbon  disulphide  and 
crystallizes  from  boiling  alcohol,  in  Avhich  it  is  only  slightly 
soluble,  in  silky  needles,  Avhich  melt  at  177°.  When  it  is  heated 
to  180°  Avith  phosphorus  pentachloride,  /3-naj)hthalenesulpho- 
chloride  and  /3-chloronaphthalene  are  formed.^ 

The  a-/S-  and  /S-^-sulphones  can  also  be  obtained  by  the 
oxidation  of  the  corresponding  sulphides. 

a-a-Bina]}litlhyh%d'plioxide,  obtained  by  the 

partial  oxidation  of  the  corresponding  sulphide.  It  separates 
from  alcohol  in  coarse  Avhite  crystals  and  melts  at  164'5°. 
a-a-Dina2)hthylsulplione  melts  at  187°.^ 

a-Ncqohthylphenylsulphone,  0^^1178020^115,  is  formed,  together 
Avith  the  folloAving  compound,  Avhen  naphthalene  is  heated 
to  170 — 190°  Avith  benzenesuljohonic  acid  and  phosphorus  pent- 
oxide.^  The  two  substances  are  separated  by  recrystallization 
from  a mixture  of  ether  and  alcohol,  from  Avhich  the  a-com- 
pound  is  the  first  to  separate.  It  forms  dull,  rhombohedral 
crystals,  melting  at  99'5 — 100‘5°. 

^-Naphthylphenylsulphonc  is  also  obtained  by  heating 
/3-naphthalenesulphonic  acid  Avith  benzene  and  phosjDhorus 
pentoxide.  It  crystallizes  in  fan-shaped  aggregates  of  lustrous 
needles,  Avhich  melt  at  115 — 116°. 

^ Cleve,  Soc.  Chim.  25,  25. 

2 Kralft,  Ber.  23,  2367.  Cf.  Ekstrand,  Ber.  17,  2601. 

2 Michael  and  Adair,  Ber.  10,  583. 


1 : r-CHLOEONAPHTHALENESULPHONIC  ACID 


6!) 


CHLORONAPHTHALENESULPHONIC  ACIDS. 

2590  1 •A-Ghlorona^hthalenesul'phonic  acid,  C^QHgCl(S03H),was 
obtained  by  Zinin  by  heating  a-chloronaj)htlialene  to  140°  with 
sulphuric  acid/  and  has  been  23i’epared  by  Cleve  from  naj)h- 
thionic  acid.^  It  forms  a soft,  buttery  mass,  readily  soluble  in 
water  and  alcohol ; its  salts  and  other  derivatives  have  been 
investigated  by  Arnell/ 

1 : ^-CliloTonci'plitlicdmcml'plioc'hloridc,  C;^QHgCl(S02Cl),  crys- 
tallizes from  benzene  in  prisms,  melting  at  95°,  and  is  converted 
into  1 : 4-dichloronaphthalene  by  heating  with  phosphorus 
pentachloride. 

The  amide  melts  at  196 — 197°.  The  ethyl  ester  forms  mono- 
symmetric  tablets,  melting  at  67'5°,  whilst  the  methyl  ester 
crystallizes  in  needles  and  melts  at  70°. 

1 : A -Chloronoijhthalenesulphonic  acid  has  been  obtained  b}" 
Armstrong  and  Wynne  from  chloro-/3-na2Dhthylaminesulphonic 
acid  (1:2:  4')  by  rejDlacing  the  amido-group  by  hydrogen  ^ and 
by  Cleve  from  diazo-a-naphthalenesulj^honic  acid/  It  is  also 
formed,  together  with  the  preceding  comjDOund,  by  the  direct 
sulphonation  of  a-chloronaphthalene  at  160°,  and  is  jDrobably 
derived  from  the  1 : 4-acid,  which  is  formed  at  lower  temjDera- 
tures,  by  isomeric  change/  Its  chloride  crystallizes  from  benzene 
in  small  prisms,  melting  at  95°.  Phosj)horus  pentachloride 
converts  it  into  1 : 4'-dichlorona]Dhthalene. 

y-Chloronaiihthalenesulphonic  acid  was  obtained  by  Cleve  by 
heating  Y-diazonaphthalenesuljdionic  acid  with  hydrochloric 
acid.  Its  chlmddc  forms  crystals,  melting  at  106°.'^  It  is 
probably  the  1 : 3-derivative. 

1 : V -Chlorona,phihalencsulijhonic  acid  is  formed  by  the  action 
of  phosphorus  pentachloride  on  the  iDotassium  salt  of  1:1'- 
nitronaphthalenesuljDhonic  acid  suspended  in  carbon  disulphide.^ 
The  harium  salt  crystallizes  with  two  molecules  of  water  in 
soluble,  jDearly  scales.  The  sulphochloridc  sej)arates  from 
benzene  in  thin,  colourless  j^lates,  melting  at  101°. 

^ J.  Tr.  Chem.  33,  36.  2 Ber.  20,  73. 

3 Beilstein's  Handh.  2,  153.  4 Proc.  Chem.  Soc.  1888,  105,  49. 

® Ber.  20,  72. 

Armstrong  and  Wynne,  Proc.  Chem.  Soc.  1890,  87  ; Chem.  Kev:s,  61,  285. 

' Bcr.  21,  3271.  s Cleve,  Ber.  23,  962. 
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1 : 2' -Chloo^osulplionic  acid  was  obtained  by  Armstrong  and 
W ynne  from  1:2:  2'-cliloronaplitbylaminesulpbonic  acid.  It 
yields  a chloride  wliicli  crystallizes  from  a mixture  of  benzene 
and  light  jDetroleum  in  long  prisms,  melting  at  93 — 94°,  and 
is  converted  by  ijhosplioriis  pentachloride  into  1 : 2'-dichloro- 
naphthalene. 

1 : -ChloTonaphthalenesulphonic  acid  was  prepared  in  a similar 

manner  from  1:2:  3'-cliloronaphtliylaminesiilphonic  acid,  and 
has  also  been  obtained  from  yS-nitronaphthalenesulphonic  acidd 
Its  chloride  crystallizes  from  benzene  in  small  plates  which 
unite  to  form  opaque  hemispherical  aggregates,  melting  at 
112 — 113°,  and  yields  1 : 3'-dichloronaphthalene,  melting  at  48°, 
on  treatment  with  phosphorus  pentachloride. 

2 : o' -Chloronaijhthalenesul'phonic  acid  is  formed,  together  with 
the  following  compound,  when  yS-chloronaphthalene  is  heated 
with  slightly  fuming  sulphuric  acid ; the  two  acids  are  separated 
by  means  of  their  lead  salts,  that  of  the  2 : 3'-acid  being  the 
less  soluble.^  Its  chloride  crystallizes  in  prisms,  which  melt  at 
108’5 — 109 ‘5°,  and  is  converted  into  2 : 3'-dichloronaphthalene 
by  heating  with  phosjohorus  pentachloride. 

2 : -Chlorona'phthcdene8ul])honic  acid  has  also  been  prepared 

from  the  corresponding  naphthylaminesulphonic  acid  by  the 
diazo-reaction.^  Its  chloride  crystallizes  in  needles,  melts  at 
129°  and  yields  1 : 2'-dichloronaphthalene. 

This  acid,  accompanied  by  a smaller  quantity  of  the  2 : 3'- 
acid,  is  the  product  of  the  action  of  chlorosulphonic  acid  on 
/3-chloronaphthalene  in  the  cold. 

2 : ^ -Ghloronojphthalenesul'phoriic  acid  has  been  obtained  from 
the  corresponding  naphthylaminesulphonic  acid  by  means  of  the 
diazo-reaction  (Armstrong  and  Wynne).  The  chloride  crys- 
tallizes from  benzene  in  prisms,  melting  at  86°,  and  yields  2 : 2'- 
dichloronaphthalene  (melting  at  114°)  on  heating  with  phos- 
phorus pentachloride. 

2 : ^'-Chloronaidithalenesuliihonic  acid  is  prepared  in  the  same 
way  as  the  preceding  compound.  The  chlooddc  crystallizes  from 
a mixture  of  benzene  and  light  petroleum  in  prisms,  melting  at 
70°.  On  heating  with  phosphorus  pentachloride  it  is  converted 
into  1 : 3'-dichloronaphthalene,  melting  at  48°. 

1:4:  2'-Dichloi'onaphthalene-l3-sul2Jhonic  acid,  CjoH5Cl2(S03H) 

^ Cleve,  Ber.  20,  74. 

- Arnell,  Bull.  Soc.  Chim.  45,  184. 

a Forsling,  Ber.  19,  1715  ; 20,  2100  ; 21,  2802. 
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was  obtained  by  Widman  ^ from  the  tetrachloride  of  yS- 
naphthaleiiesulphonic  acid,  CgH^Cl4.C4H3(S03H),  by  the  action 
of  alcoholic  potash,  and  is  also  formed  by  the  action  of  chloro- 
sulphonic  acid  on  1 : 4-dichloronaphthalene.^  It  solidifies  to  a 
gelatinous  mass  when  its  solution  is  cooled  and  gives  a chloi'ide 
which  melts  at  132°,  and  is  converted  into  1:4:  2'-trichloro- 
naphthalene  (^)  by  distillation  with  phosphorus  chloride. 

1:3:  -Diclilor-a-naplithalenesulphonic  acid,  is  obtained  from 

the  a-sulphonic  acid  in  a similar  manner,^  and  is  also  formed 
by  the  sulphonation  of  1 : 3-dichloronaphthalene.  It  crystallizes 
in  long,  fiat,  lustrous  needles,  and  is  converted  by  phosphorus 
pentachloride  into  a chloride  which  crystallizes  in  prisms  or 
needles,  melting  at  148'5‘‘,  and  yields  the  corresponding  1:3:4'- 
trichloronaphthalene  (7). 

The  following  dichloronaphthalenesulphonic  acids  are  also 
known.  They  are  formed  by  the  sulphonation  of  the  dichloro- 
naphthalenes,  and  yield  the  corresponding  trichloronaphthalenes 
on  distillation  with  phosphorus  pentachloride.'^ 


m . r^l  . QA  XT  Melting-point 

. Cl  . OvJgxl  Chloride.  of  chloride. 

1 : 1'  : 4 minute  aggregates 114° 

1 : 4'  : 3 long  thin  plates 139‘5° 

1:2  : 4'  large  prismatic  crystals 104° 

1:2  : 3'  aggregates  of  small  prisms 167'5° 

1:3  : 2'  long  four-sided  prisms 121° 

1 : 2'  : 4 slender  needles  becoming  opaque  in  the  air  118° 

1 : 3'  : 4 magnificent  prisms 151° 

2:3  : 1'  lustrous  slender  ribbons  142° 

2 : 2'  : 3 elongated  prisms 163'5° 

2 : 3'  : 4 radiate  groups  of  slender  prismatic  needles  136° 


In  addition,  a number  of  chloronaphthalenedisulphonic  acids 
has  been  prepared  by  the  sulphonation  of  the  chloronaphthalene- 
sulphonic  acids.^ 


Cl 

2 

9 


SO3H 

3' 

2' 


SO3H 


4 

4 


Melting-point 

Chloride.  of  chloride, 

bundles  of  slender  needles  . . . 148° 

radiate  groups  of  flat  prismatic 
needles 174° 


1 Ber.  12,  963. 

J Armstrong  and  Wynne,  Proe.  Cliem.  Soc.  1890,  81  ; Cliem.  News,  61,  273. 

5 22^1"  ■*  Armstrong  and  Wynne,  loc.  cit. 

Armstrong  and  Wynne,  Proc.  Chcm.  Soc.  1890,  131. 
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Several  isomerides  have  moreover  been  obtained  from  the 
corresponding  naphthylaminedisulphonic  acids  by  means  of  the 
diazo-reaction  : ^ 


Cl  : SO3H 
1 : 4 

1 : 4 

2 : 3 

2 : 1' 

2 : 4' 

2 : 1 
2 : 1 


Melting-point 


Chloride,  of  chloride. 

3'  minute  needles  .......  126 — 127° 

1'  glistening  flat  plates 135° 

2'  small  opacpte  aggregates  ...  176° 

3'  needles 169° 

2'  radiate  groups  of  small  prisms  156° 

4'  flat  needles 158° 


3'  small  prisms 


124-5—125° 


a-GhloronapMhcdendrisul]3honic  acid,  CioH^Cl(S03H)3,  has 
been  obtained  from  a-naphthylaminetrisulphonic  acid  by  the 
diazo-reaction.  Its  chloride  crystallizes  from  benzene  in  minute 
prisms,  melting  at  215°. 


BROMONAPHTHALENESULPHONIC  ACIDS. 

2591  1 : ^-Bromonajjhtlialcncsidphonic  acid,  CiQH(,Br(S03H), 
was  obtained  by  Laurent  by  heating  a-bromonaphthalene  with 
fuming  sulphuric  acid,^  and  was  further  investigated  by  Otto  and 
Mories,^  and  by  Darmstixdter  and  Wichelhaus.^  It  crystallizes 
in  broad,  smooth  needles,  which  melt  at  138 — 139°,  and  are 
readily  soluble  in  water  and  alcohol,  but  only  very  slightly  in 
ether.  When  its  potassium  salt  is  heated  with  an  excess  of 
phosphorus  bromide,  1 : 4-dibromonaphthalene  is  formed  (John). 

1 : ^-Brornona'phfhalcncsul'phochloridc,  CjoHgBr(S02Cl),  crystal- 
lizes from  benzene  in  well  developed  prisms,  melting  at  86 — 87°.® 
In  attempting  to  prepare  this  substance  by  the  action  of  phos- 
phorus pentachloride  on  the  sodium  salt,  Gessner  obtained  the 
isomeric  chloronc(.phthalencs%d2oholjromidG,  CjQHgCl(S02Br),  which 
crystallizes  in  needles  and  melts  at  115 — 116°.® 

1 : ^^-Bromonaphthalcnesulpliohromidc,  CjQH(.Br(S02Br),  crystal- 
lizes in  rhombic  tablets  which  melt  at  114*5°  (John). 

^ Armstrong  and  Wynne,  Proc.  Ghem.  Soc.  1890,  PP*  125  ct  scq. 

“ Jnnalen,  72,  298.  ^ Annalcn,  147,  184. 

4 AnnaUn,  152,  302.  ^ B%dl.  Soc.  Chivi.  28,  516, 

« Per.  9,  1514. 
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1 : ^ -Bromona'plitlialmcsid'plwnic  acid  is  formed,  together  witli 
1 : 4'-  and  1 : 2'-dibromonaplitlialenes,  when  bromine  is  added 
to  a solution  of  a-naphthalenesulphonic  acid.  On  evaporation 
of  the  solution  it  remains  as  a syrup,  which  solidifies  in  a 
vacuum  to  a crystalline  mass,  readily  soluble  in  alcohol  but 
almost  insoluble  in  ether  (Darmstiidter  and  Wichelhaus).  When 
its  potassium  salt  is  heated  with  an  excess  of  phos^Dhorus 
pentabromide,  1 : 4'-dibromonaphthalene  is  formed  (Jolin). 
Its  chloride  crystallizes  from  benzene  in  prisms,  melting  at 
90°. 

2 : V -Bromonaphthcdenesulphonic  acid  was  obtained  from 
naphthylamine-a-sulphonic  acid ; its  'potassium  scdt, 

(SO3K)  + H2O,  forms  a crystalline  powder  which  is  converted 
by  phosphorus  pentabromide  into  the  bromide,  CjoHgBr(S02Br). 
The  latter  crystallizes  from  chloroform  in  broad  needles,  melting 
at  151°,  and  when  heated  with  phosphorus  pentabromide  yields 
1 ; 2'-dibromonaphthalene.^ 

The  same  acid  is  the  chief  product  of  the  action  of  sulphuric 
acid  on  y8-bromonaphthalene,^  the  2 : 3 '-acid  being  also  formed 
in  small  quantity. 

2 : 2>'-Bromo'uaphthalenesul'phonic  acid  has  been  prepared  from 
/3-naphthylamine-/3-sulphonic  acid ; it  is  very  soluble  in  water, 
but,  on  the  other  hand,  its  salts  are  only  slightly  soluble ; 
the  potassium  scdt,  2CioHgBr(S03K)  -f  HgO,  is  a crystalline 
powder.  The  bromide  crystallizes  from  a mixture  of  ether 
and  chloroform  in  prisms,  which  melt  at  118°,  and  are  converted 
by  phosphorus  pentabromide  into  2 : 3'-dibromonaphthalene 
(Forsling). 

2 ; -Bromonaphthcdenesulp)honic  acid  was  obtained  by  Sindall 
from  /8-naphthylamine-7-sulphonic  acid  ; its  chloride  crystallizes 
from  light  petroleum  in  small  prisms  melting  at  77°. 

2 : 2' -Bromonaphthcdenesulphonic  acid  was  prepared  in  the 
same  way  from  the  3-sulphonic  acid  ; its  chloride  separates  from 
benzene  in  compact  oblique  prisms,  and  melts  at  100°. 

Bromo-^-naphthalenesidphonic  acid  is  obtained,  unaccompanied 
by  any  brominated  naphthalenes,  by  the  action  of  bromine  on 
/3-naphthalenesulphonic  acid.  It  forms  a crystalline  mass,  which 
is  readily  soluble  in  alcohol,  water  and  ether,  and  melts  at  62° 
(Darmstiidter  and  Wichelhaus). 

Bibromo-^-napldhalc'fiesulpho'iiic  acid,  CigH5Br.,(S03H),  is 

^ Forsling,  Ber.  22,  1401. 

- Sindall,  Proc.  Chem.  Soc.  1889,  US. 
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tormed  when  an  excess  of  bromine  is  employed,  and  is  a 
crystalline  mass  which  is  converted  by  phosphorus  bromide  into 
7~tri bromonaijhthalene  ( J olin) . 


lODONAPHTHALENESULPHONIC  ACIDS, 

C,oH,I(S03H). 

2592  These  compounds  have  been  prepared  from  the  cor- 
responding naphthylaminesulphonic  acids. 

2 : -loclonaijlithcdcnesulphonic  acid  is  also  formed  in  small 

quantity  by  the  action  of  chlorosulphonic  acid  on  /3-iodonaph- 
thalene  ; its  chloride  melts  at  92‘5°, 

2 : V -Iodona2Jhthcdenesulplionic  acid  is  the  chief  product  of  the 
action  of  chlorosulphonic  acid  on  ^-iodonaphthalene ; its  chloride 
melts  at  164 — 165°. 

2 : -lodonaphthalencsul'phonic  acid  forms  a chloride,  melting  at 

140°,  and  is  the  sole  product  when  /3-iodonaphthylamine  is  heated 
to  150°  with  chlorosulphonic  acid,  both  of  the  preceding  iso- 
merides  being  converted  into  it  at  this  temperature. 

2 : 2' -lodoncqdithalenesulphonic  acid,  is  not  formed  by  the 
sulphonation  of  /S-iodonaphthalene ; its  chloride  crystallizes 
from  benzene  in  small  prisms,  melting  at  100°.^ 


FLUONAPHTHALENESULPHONIC  ACID. 

2593  \ \ ^ -Fluona'phthcdcncml'phonic  acid  has  been  prepared 
from  the  corresponding  amido-acid  by  means  of  the  diazo- 
reaction.  It  crystallizes  in  small,  lustrous  plates,  and  is  a 
strong  acid,  but  gives  salts  which  crystallize  badly.  Its  ethyl 
ester  forms  large  prisms,  melting  at  79°,  and  the  chloride,  which 
crystallizes  in  rhombic  prisms,  melts  at  122 — 123°.  When  it  is 
distilled  with  superheated  steam,  a-fluonaphthalene  is  formed.^ 


^ Houlding,  Proc.  Chem.  Soc.  1889,  74  ; Armstrong  and  Wynne,  Proc.  Chem. 
Soc.  1889,  119.  * Mauzelius,  Per.  22.  1844. 
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2594  1 : -Nitronaphihalenesulphonic  acid,  CjqH(.(N02)S03H 

+ 4H2O,  Avas  obtained  by  Laurent  by  the  action  of  fuming 
sulphuric  acid  on  a-nitronaphthalene  and  by  Cleve,  who  named 
it  a-nitronaphthalenesulphonic  acid,  by  the  nitration  of  a- 
naphthalenesulphonic  acid.^  It  is  readily  soluble  in  alcohol  and 
water,  less  readily  in  dilute  sulphuric  acid,  and  crystallizes  in 
light  yellow,  flat  needles,  which  have  a very  bitter  taste  and 
lose  two  molecules  of  water  over  sulphuric  acid.  It  is  converted 
by  the  action  of  sodium  amalgam  and  water  into  a-naphthyl- 
amine,  whereas  the  nitrobenzenesulphonic  acids  when  treated 
in  the  same  manner  form  azo-compounds,  unaccompanied  by  a 
trace  of  aniline.^ 

Its  chloride,  C^oHg(N02)S02Cl,  crystallizes  from  ether  in 
yellowish  needles,  melting  at  113°. 

The  amide  crystallizes  either  in  scales  or  octohedra,  melting 
at  188°.  The  methyl  ester  forms  small  needles  melting  at  117°, 
whilst  the  ethyl  ester  crystallizes  from  alcohol  in  large  prisms, 
melting  at  101°. 

1 ; ‘^-Nitronaphthalenesulphonic  acid  is  formed  in  small  quantity 
together  Avith  the  preceding  compound,  from  Avhich  it  is  separated 
by  the  greater  solubility  of  its  calcium  salt.  It  forms  a readily 
soluble,  yelloAvish  crystalline  mass,  and  yields  a chloride,  Avhich 
crystallizes  from  benzene  in  large  yellow  prisms,  melting  at  99°. 
On  reduction  it  yields  1 : 4-amidonaphthalenesulphonic  acid 
(naphthionic  acid).^ 

1 : V-Nitronaphthalenesul])honiG  acid  is  also  formed  by  the 
nitration  of  a-naphthalenesulphonic  acid,  and  is  contained 
in  the  mother  liquor  from  the  calcium  salt  of  the  1 : 4-acid.  Its 
potassium  salt  crystallizes  in  pointed  needles,  and  when  suspended 
in  carbon  disulphide  and  treated  Avith  phosphorus  pentachloride 
yields  1 : 1'-chloronaphthalenesulphonic  acid  (Cleve). 

1 : 3 -Nitronap>hthcdcnesulp)houic  acid,  Avhich  was  termed 
/3-nitronaphthalenesulj)honic  acid,  is  formed,  together  with  the 
7-  and  ^-compounds  Avhen  /3-naphthalenesulphonic  acid  is 
nitiated,  and  is  separated  from  the  isomerides  by  means  of 

Bull.  Soc.  Chim.  24,  507.  2 ckus,  Bcr.  10,  1303. 

Cleve,  Bcr.  23,  958. 
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its  difficultly  soluble  barium  salt.  It  is  also  formed,  together 
with  the  1 : 4'-  and  1 : 2'-acids,  by  the  action  of  sulphuric  acid 
on  a-nitronaphthalene.^  The  acid  is  readily  soluble  in  water 
and  alcohol,  and  crystallizes  in  bitter  tasting,  yellow  needles. 

Its  chloride  is  readily  soluble  in  acetic  acid,  crystallizes  from 
benzene  in  prisms,  melting  at  125'5°,  and  is  converted  by  heating 
with  phosphorus  pentachloride  into  I : 3'-dichloronaphthalene. 

1 : 2' -Nitrona2ohthalenesulphonic  acid,  termed  by  Cleve  the 
^-compound,  forms  yellow  crystals,  which  are  readily  soluble 
in  water.  Its  chloride  is  only  slightly  soluble  in  acetic  acid, 
forms  large  prisms  melting  at  169°,  and  is  converted  by  phos- 
phorus pentachloride  into  1 : 2'-dichloronaphthalene.^ 

1 : ^-Nitronaphthcdenesul]jhonic  acid  was  termed  the  7-com- 
pound by  Cleve,  and  is  readily  soluble  in  water,  but  forms  salts 
which  are  only  slightly  soluble.  Its  chloride  crystallizes  in  pale, 
yellow  needles,  which  are  soluble  with  difficulty  in  acetic  acid, 
and  melt  at  140°.^ 

I 

^ Palmaer,  Ber.  21,  3260. 

^ Ber.  19,  1279  ; 20,  72  ; 21,  3271  ; Bidl.  Soc.  CMm.  26,  144  ; Armstrong 
and  Wynne,  Proc.  Chem.  Soc.  1889,  71  ; Chem.  Neios,  59,  95. 

^ Cf.  Armstrong  and  Wynne,  loc  cit. 
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HYDEOXYNAPHTHALENES  AND  ALLIED 

COMPOUNDS. 

The  Naphthols,  C10H7.OH. 

2595  These  compounds  are  very  closely  related  in  their 
chemical  properties  to  the  phenols,  from  which  they  differ 
in  forming  esters  when  they  are  heated  with  organic  acids, 
and  in  some  other  respects  in  which  they  behave  similarly  to 
the  alcohols. 

a-Naphthol  was  first  obtained  by  Griess,  who  termed  it 
najphthyl  alcohol,  from  o.-naphthylamine  by  the  diazo-reaction.^ 
It  is  more  readily  formed  when  a-naphthalenesulphonic  acid 
is  heated  with  caustic  potash.^  On  the  large  scale  it  is  manu- 
factured by  fusing  sodium  a-naphthalenesulphonate  with  caustic 
soda.  The  melt  is  dissolved  in  water  and  the  naphthol  liberated 
by  hydrochloric  acid  and  purified  by  distillation.  Schulze 
detected  it  in  coal  tar,^  and  it  has  been  prepared  synthetically 
by  distilling  phenylparaconic  acid,^  and  by  boiling  phenyl- 
isocrotonic  acid  (p.  25).  It  crystallizes  in  lustrous  mono- 
vSymmetric  prisms  or  needles,  has  an  aromatic  smell  resembling 
that  of  phenol  and  a burning  taste,  and  forms  a j)owder  which 
causes  violent  sneezing.  It  is  slightly  soluble  in  cold,  more 
freely  in  hot  water,  and  readily  in  alcohol,  ether,  &c.,  melts  at 
94°,  boils  at  278 — 280°,  and  has  the  specific  gravity  of  1*224  at  4°.*'* 
When  it  is  boiled  for  some  time  in  the  air,  dinaphthylene  oxide, 
^20^120;  is  formed.  A splinter  of  pine  wood  dipped  into  an 
aqueous  solution  of  a-naphthol  and  then  into  hydrochloric  acid 

^ Journ.  Chem.  Soc.  1867,  89. 

“ Eller,  Annalen,  152,  275  ; Sclialfer,  Annalcn,  152,  279. 

^ Annalcn,  227,  143. 

■*  Fittig  and  Erdmann,  Annalen,  227,  242. 

® Schroder,  Ber.  12,  1613. 
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rapidly  becomes  coloured  gi-een  when  exposed  to  sunlight,  more 
slowly  in  diffuse  daylight,  and  then  gradually  changes  to  reddish- 
brown  (Schaffer).  Bleaching  powder  colours  the  aqueous  solu- 
tion deep-violet  and  forms  a flocculent  precipitate  of  the  same 
colour.  Ferric  chloride  produces  a white  precipitate  of  di- 
naphthol,  C2oHj2(OH)2,  which  soon  turns  grey.  When  a- 
naphthol  is  dissolved  in  an  excess  of  caustic  soda  solution 
and  a little  ammonia  and  some  1 : 4-diazonaphthalenesulphonic 
acid  added,  a splendid  dark-red  colouration  is  produced.^  If  a 
solution  of  a-naphthol  in  strong  caustic  potash  solution  be 
heated  to  50°  with  chloroform,  a deep  Prussian-blue  colour- 
ation is  produced,  which  changes  in  the  air  to  green  and 
then  to  brown. 

a-Naphthol  taken  internally  appears  in  the  urine  as 
a-naphtholglycuronic  acid,  which  is  decomposed  by 

mineral  acids  into  glycuronic  acid,  CgHjoGy,  and  a-naphthol.^ 
At  the  same  time  a little  a-naphthylsulphuric  acid, 
CJQH7.O.SO2.OH,  is  also  formed.  When  such  urine  is  acidi- 
fied with  hydrochloric  acid,  distilled  until  half  its  volume  has 
passed  into  the  receiver,  and  the  distillate  extracted  with  ether, 
an  ethereal  solution  is  obtained  which  on  evaporation  yields  a 
residue  with  which  chloroform  in  alkaline  solution  gives  the 
blue  colouration  already  described,  although  in  this  case  the 
shade  produced  is  more  inclined  to  gi'een,  the  alkaline  solution 
being  generally  tinged  more  or  less  deejDly  with  brown.  This 
reaction  can  also  be  made  use  of  to  detect  chloroform  in  urine 
and  other  animal  liquids,  a-naphthol  being  used  as  the  reagent 
(Lustgarten).^ 

Potassium  permanganate  oxidizes  a-naphthol  in  cold  alkaline 
solution  to  carboxyphenylglyoxylic  acid  (Pt.  V.  p.  153).^ 


CeH, 


,C(OH)=CH 
\CH  GH 


/COjH 

+ 70  = cm/  + CO2  + H.O. 

\CO.CO2H 


a-Naphthol  is  technically  employed  in  the  colour  industry 
and  as  an  antiseptic.  Camille  Kochlin  states  that  putrefaction 
of  the  albumen  employed  in  calico  printing  can  be  prevented  by 
adding  to  every  100  parts  of  the  latter  2 parts  of  a solution 
prepared  by  dissolving  a-naphthol  in  an  equal  weight  of  alcohol, 

1 Erdmann,  Annalcn,  247,  330.  ^ Lesnik  and  Nencki,  Bcr.  19,  1534. 

3 Monatsh.  3,  715.  * Henriques,  Bcr.  21,  1607. 
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diluting  with  4 parts  of  water,  and  adding  a little  ammonia. 
When  an  alcoholic  solution  of  picric  acid  which  has  been 
saturated  in  the  cold  and  then  heated  to  boiling  is  added  to  a 
solution  of  a-naphthol  in  a small  quantity  of  alcohol,  the 
compound  CioHgO  + CgH2(N02)30H  separates  out  on  cooling 
in  orange-coloured  needles,  melting  at  189 — 190°.^  a-Naphthol 
forms  crystalline  naphthates  with  the  alkalis,  but  is  precipitated 
from  their  solutions  by  carbon  dioxide  or  ammonium  chloride. 
When  a-naphthol  is  treated  with  iodine  and  aluminium  foil 
(Pt.  III.  p.  323),  aluminium  a-naplithate,  (C^oH_0)3Al,  is  formed  ; 
this  substance  has  not  been  obtained  pure,  and  decomposes  on 
heating  into  alumina,  naphthalene,  isodinaphthyl,  and  other 
compounds.- 

2596  a-Naphthyl  methyl  ether,  CJQH7.OCH3,  was  obtained  by 
Hantzsch  from  a-naphthylamine  by  heating  it  with  methyl 
alcohol  and  zinc  chloride  to  180 — 200° : ^ 

C10H7.NH2  4-  HO.CH3  = C10H7.OCH3  -f-  NH3. 

Stadel  prepared  it  by  heating  a-naphthol  with  caustic  potash, 
methyl  iodide  and  methyl  alcohol,^  but  it  is  best  obtained  by 
acting  upon  sodium  naphthate  at  280°  with  methyl  chloride.^ 
It  is  a strongly  refractive  liquid,  which  boils  at  269 — 270°,  and 
has  a very  pleasant  odour  like  that  of  orange-flowers,  so  that 
it  may,  perhaps,  be  used  as  a perfume.  It  combines  with  j)icric 
acid  to  form  a compound  crystallizing  in  red  needles. 

a-Naphthyl  ethyl  ether,  CioH7.0C2H5,  is  a liquid,  boiling  at 
208’7°,  which  has  a characteristic  odour  (Schaffer). 

a-Naphthyl  ethylene  ether,  (CioH70)2C2H4,  is  formed  when  a 
solution  of  a-naphthol  in  caustic  soda  is  heated  with  alcohol 
and  ethylene  bromide ; it  crystallizes  from  alcohol  in  small 
plates,  melting  at  125 — 126°.® 

a-Dinaphthyl  ether,  (CjqH7)20,  is  formed,  together  with 
naphthylene  oxide,  when  a-naphthol  is  heated  to  180 — 200° 
with  zinc  chloride,  and  when  hydrochloric  acid  is  passed  into 
boiling  a-naphthol.  It  crystallizes  from  alcohol  in  plates,  and 
fiom  a mixture  of  ether  and  alcohol  in  thick,  lustrous  rhombic 
tablets,  melting  at  IIO  . W ith  ihcric  acid  it  fonns  the  com- 

^ Marchetti,  Gazzetta,  12,  502, 

- Gladstone  and  Tribe,  Journ.  Chem.  Soc.  1882,  1 5. 

* Ber.  13,  1347.  Amialen,  217,  40. 

® Bxdl.  Soc.  Chim.  40,  106.  « Kdlle,  Ber.  13^  1953. 
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pound,  C.^oHj^O  + 2CyH3(N02)30,  which  crystallizes  in  red 
plates  or  prisms,  melting  at  115‘^d 

Acid  a-ncvplitliyl  sulphate,  C;^oH70.S02.0H,  is  obtained,  to- 
gether with  the  isomeric  a-naphtholsulphonic  acid,  when  a 
solution  of  a-naphthol  in  acetic  acid  is  heated  with  sulphuric 
acid,  the  temperature  being  kept  below  75°.  The  solution  is 
diluted  with  water,  neutralized  with  lead  oxide  and  concen- 
trated. Lead  naphthyl  sulphate  separates  out  in  small  plates 
and  yields  the  free  acid,  which  crystallizes,  when  placed  over 
sulphuric  acid,  in  long,  slender  needles  ; it  readily  decomposes 
into  a-naphthol  and  sulphuric  acid. 

Claus  and  Knyrim  looked  upon  this  substance  as  a sulphonic 
acid,^  but  Beilstein  pointed  out  ^ that  its  properties  clearly  prove 
it  to  be  naphthylsulphuric  acid. 

a-Naphthyl  phosphate,  (C;^qH7)3P04,  is  formed  when  a-naphthol 
is  heated  with  phosphorus  pentachloride  to  temperatures  below 
100°,  whilst  a-chloronaphthalene  is  formed  when  an  excess  of 
chloride  is  used  and  the  temiDerature  allowed  to  rise  to  150°.^ 
It  is  best  prepared  by  heating  a-naphthol  with  the  requisite 
(quantity  of  phosphorus  oxychloride  until  the  mixture  boils 
quietly.^  It  crystallizes  from  alcohol  in  lustrous  needles,  melt- 
ing at  145°. 

a-Naphthyl  silicate,  (CjoH-)4Si04,  is  obtained  by  the  action  of 
silicon  chloride  on  a-naphthol.  It  crystallizes  in  needles,  and 
distils  at  425 — 430°  under  a pressure  of  130  mm.® 

a-Naphthyl  acetate,  Ci,jH7.0.C0.CH3,  is  formed  by  the  action 
of  acetyl  chloride  on  a-naphthol  (Schaffer),  and  also  when  the 
latter  is  heated  to  200°  with  acetic  acid.’'  It  is  however  best 
prepared  by  heating  a-naphthol  with  acetic  anhydride  and 
anhydrous  sodium  acetate.®  It  crystallizes  in  broad  needles  or 
tablets,  melts  at  49°,  and  is  readily  soluble  in  alcohol  and  ether. 

a-Naphthyl  ethylcarhonate,  CO(OC2H5)OCioH7,  is  the  product 
of  the  action  of  ethyl  chlorocarboxylate  on  potassium  a-naphthate. 
It  is  readily  soluble  in  absolute  alcohol  and  crystallizes,  when 
this  solution  is  diluted  with  sufficient  water  to  produce  a slight 
turbidity,  in  large  rhombic  tablets,  melting  at  31°.  On  boiling, 
it  decomposes  into  carbon  dioxide,  alcohol,  a-naj)hthol  and 

1 Merz  and  Weith,  Bcr.  14,  195.  ^ ^3^  2924. 

3 Handh.  2,  561.  * Schailer,  loc.  cit.  ; Oeliler,  Ber.  15,  312. 

5 Heim,  Ber.  16,  1769.  ® Hertkorn  Ber.  18,  1696. 

^ Gnibe,  Annalen,  209,  156. 

8 Tasinari,  Gazzetta,  10,  491.  See  also  Miller,  Annalen  208,  247. 
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dinapUJiyleneMone-oxide,  CgiH^gOg,  wliich  crystallizes  from  liot 
alcohol  in  sulphur-yellow  needles,  melts  at  240°,  is  not  attacked 
by  caustic  23ofash  solution  even  at  280°,  and  on  fusion  with 
caustic  potash  only  slowly  decomposes  into  a-naphthol  and 
carbon  dioxide  : ^ 

xCioHgx 

CO(  >0  + 4HOK  = C0(0K)2  + 2CioH-.OK  + H„0. 

Xn  H X 

a-Naphthyl  phenylcarhamate,  CjQH^O.CO.NH.CgHg,  is  formed 
when  a-naphthol  is  heated  with  phenyl  carbimide.  It  crys- 
tallizes from  alcohol  in  needles,  which  melt  at  178’5°,  and 
decomposes  on  distillation  into  its  constituents.^ 

a-Naphthyl  orthoxalate,  CioH^O,C(OH)2.C(OH)2.0C;^qH7,  is 
obtained  by  boiling  a-naphthol  and  oxalic  acid  with  acetic  acid 
for  some  time  ; it  is  a crystalline  powder,  which  melts  with 
decomposition  at  163°.^ 

a- Naphthoxy acetic  acid,  Cjo®7^-C^H2.C02H,  was  prepared  by 
Sj^ica  by  heating  a-naphthol  with  chloracetic  acid  and  caustic 
potash.  It  crystallizes  in  small  prisms,  which  are  slightly  soluble 
in  cold  water,  and  melt  at  190°.  Its  salts  crystallize  well ; 
the  ethyl  ester  forms  small  crystals,  melting  at  173 — 174°.^ 

a-Naphtholglycuronic  acid,  C^gH^gO^,  occurs  in  human  urine 
and  in  that  of  dogs  after  the  administration  of  a-naphthol,  and 
crystallizes  from  water  in  long  needles,  melting  at  202 — 203°. 
Its  aqueous  solution  gives  with  concentrated  suljDliuric  acid  a 
deep  emerald-green  colouration,  which  gradually  changes  to  a 
dirty  greyish-green.^  It  is  decomposed  by  mineral  acids  into 
a-naphthol  and  glycuronic  acid,  CgH^gO^.^^ 

ar-Tetrahydro-a-naphthol,  C^gHji.OH,  was  first  obtained  from 
a?’-tetrahydro-a-naphthylamine  by  means  of  the  diazo-reaction.’’ 
It  is  also  formed  when  20  grms.  of  sodium  are  gradually  added 
to  a boiling  solution  of  10  gTms.  of  a-naphthol  in  boiling  amyl 
alcohol.^  It  melts  at  68’5 — 69°,  boils  at  264’5 — 265'5°  under  a 
pressure  of  705  mm.,  and  solidifies  in  large  silvery  tablets, 

^ Bender,  Ber,  13,  702  ; 19^  2266. 

2 Leuckart  and  Schmidt,  Bcr.  18,  2338  ; Snape,  Ber.  18,  2428. 

3 Staub  and  Smith,  Ber.  17,  1740.  ^ Qazzctta,  16,' 437. 

® Lesnik  and  Nencki,  Ber.  19,  1534. 

^ Spiegel,  Ber.  15,  1964. 

^ Bamberger  and  Althausse,  Bcr.  21,  1892. 

® Bamberger  and  Bordt,  Ber.  23,  215. 
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resembling  those  of  iiai3lithalene,  which  have  a strong  smell  of 
jDlienol.  It  is  very  slightly  soluble  in  cold  water  and  only 
slightly  in  hot  water,  but  very  readily  in  alcohol,  from  which 
it  separates  as  an  oily  liquid,  which  soon  solidifies  in  large 
crystalline  masses.  If  these  are  carefully  broken  up,  cavities 
are  found  lined  by  silvery  rectangular  monosymmetric  tablets. 
In  the  air  its  surface  becomes  coloured  pink.  Bleaching  powder 
produces  a yellowish-white  turbidity  in  its  aqueous  solution,  and 
ferric  chloride  gives  a faint  turbidity  after  some  time,  more 
rapidly  on  warming  : if  the  solution  be  boiled,  the  liquid  becomes 
coloured  yellowish-red  and  a yellowish-white  flocculent  pre- 
cipitate is  formed. 

Its  constitution  is  that  shown  in  the  following  formula,  and 
is  proved  by  its  formation  from  ar-tetrahydro-a-naphtliyl- 
amine  : 

OH 

CH„C 

H,C  C CH 

“I  II  I 

H.,C  0 CH 

CH^  CH 

ar-Tetrahydro-a-naphthol  is  soluble  in  alkalis  and  is  pre- 
cipitated from  solution  in  them  by  carbonic  acid.  It  also  com- 
bines with  diazo-salts  to  form  azo-colours.  In  its  chemical 
relations  therefore  it  behaves  as  an  aromatic  hydroxyderivative, 
and  it  has  been  found  by  Bamberger  that  whenever  a tetra- 
hydro-derivative  of  naphthalene  contains  the  additional  atoms  of 
hydrogen  and  the  substituent  group  (OH,NH2,  &c.)  in  different 
nuclei,  the  substance  retains  the  properties  of  an  aromatic  com- 
pound, whereas  when  they  are  both  in  the  same  nucleus  the 
compound  behaves  as  a benzene  derivative  containing  fatty  side 
chains.  To  mark  this  difference  of  function,  compounds  of  the 
first  class  are  termed  aromatic,  and  those  of  tlie  second  alicydic- 
reduction-products  {aXeuc^ap,  fat,  kvkXo<;,  a ring ; in  jDractice 
these  terms  are  abbreviated  to  the  prefixes  ar-  and  oc-.) 

ar-Tetrahydro-a-naphtliol,  like  other  <xr-tetraliydro-derivatives 
(p.  29),  is  more  closely  related  to  phenol  tlian  to  a-naplithol 
in  several  respects.  Tlius,  like  phenol,  it  does  not  readily  form 
a substituted  sulphuric  acid,  is  not  converted  into  an  ether 
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when  heated  with  hydrochloric  acid  and  alcohol  to  150°,  and 
does  not  form  the  oxide  (dinaphthyl  ether)  when  heated  with 
dilute  sulphuric  acid,  whereas  a-naphthol  undergoes  all  of  these 
reactionsd 

ar-Tetrahydro-a-naiplithol  ethyl  ether,  formed 

by  the  action  of  alcoholic  potash  and  ethyl  iodide  on  hydro- 
naphthol,  and  also  by  the  reduction  of  a-naphthol  ethyl  ether. 
It  is  a viscid,  heavy  oil,  which  boils  at  259°  under  a pressure  of 
705  mm.,  and  has  a pleasant  odour.^ 

2597  ^-JVaphthol,  Cj^qH^.OH,  was  first  obtained  by  Schaffer 
by  fusing  lead  /9-naphthalenesulphonate  with  caustic  potash,^ 
whilst  Liebermann  prepared  it  from  /3-amidonaphthalene  by 
means  of  the  diazo-reaction,"^  and  it  was  found  by  Schulze  to  be 
contained  in  small  quantity  in  coal-tar.  It  is  manufactured 
by  melting  sodium  /3-naphthalenesulphonate  with  2 parts  of 
caustic  soda  and  some  water  in  an  iron  pot,  heated  by  an  air- 
bath,  and  finally  raising  the  temperature  to  300°.  The  melt  is 
dissolved  in  water  and  the  /S-naphthol  precipitated  by  hydro- 
chloric acid  and  purified  by  distillation. 

It  crystallizes  in  very  lustrous  plates  or  rhombic  tablets,  which 
are  almost  odourless,  have  a burning  taste,  and  form  a powder 
which  causes  violent  sneezing.  Hot  water  only  dissolves  a small 
quantity  of  it,  but  it  is  readily  soluble  in  alcohol,  &c.  It  has  a 
sp.  gr.  of  1’217  at  4°  (Schroder),  melts  at  122°,  boils  at  285 — 290°, 
and  readily  sublimes ; it  is  not  readily  volatile  with  steam,  but 
can  easily  be  distilled  with  superheated  steam.  When  it  is  boiled 
for  a considerable  time  in  the  air,  /5-dinaphthalene  oxide, 
CgoHjgO,  is  formed.  With  a splinter  of  pine  wood  and  hydro- 
chloric acid  it  gives  the  same  reaction  as  a-naphthol,  but  the 
colour  is  more  rapidly  produced  (Schaffer).  Bleaching  powder 
only  produces  a yellowish  colouration  in  its  aqueous  solution, 
whilst  ferric  chloride  gives  a faint  greenish  colour  followed  by 
a white  flocculent  precipitate  of  /8-dinaphthol,  C2oHi2(OH)2. 
Its  alkaline  solution  gives  the  same  colouration  as  the  a-com- 
pound  with  chloroform.  When  it  is  dissolved  in  glacial  acetic 
acid  at  110°,  and  a solution  of  nitrosodimethylaniline  hydro- 
chloride gradually  added,  a bluish-violet  colouring  matter  is 
formed,  the  hydrochloride  of  which  crystallizes  in  needles,  which 
have  a copper  lustre.^ 

^ Bamberger,  Annalen,  257,  5 ; Bamberger  and  Longfeldt,  Ber.  23  1128. 

Bambeiger  and  Bordt,  loc.  at.  3 Annalcv,  152  279. 

' 183,  267.  6 Meldola,  Ber.  12,  2065. 
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It  differs  from  a-naphthol  by  losing  water  more  readily  than 
this  when  heated  with  ammonia,  aniline,  &c.,  /S-najdxthylamine, 
;8-phenylnaphthylamine,  &c.,  being  formed.  In  other  reactions 
it  behaves  in  the  same  manner  as  the  a-compoimd,  and  is 
converted  in  the  animal  organism  into  /3-naphtholglycuronic 
acid  (p.  87).^ 

According  to  Henriques  it  is  oxidized  by  alkaline  potassium 
permanganate  to  carboxyphenylglyoxylic  acid,  but  Ehrlich  and 
Benedikt  found  that  the  first  product  is  carboxycinnamic  acid  : 


This  melts  at  183 — 184°,  and  not,  as  previously  stated,  at 
173 — 175°  (Part  V.  p.  316).  Other  compounds  are  also  formed 
in  the  reaction. 

/3-Naphthol  is  largely  employed  for  the  preparation  of  azo- 
colours. It  is  also  employed  as  an  antiseptic  in  cases  of  foetid 
sweating  (dysidrosis)  and  for  removing  skin  eruptions  and  eczema. 
Taken  internally,  large  doses  produce  vomiting,  unconsciousness, 
cramp,  and  haematuria. 

With  picric  acid  it  forms  the  compound  C;^oHgO  -|-  CgHg 
(N02)30,  which  crystallizes  in  reddish-yellow  silky  needles,  and 
melts  at  155°  (Marchetti).  On  heating  with  aluminium,  no 
iodine  being  added,  aluminium  jB-naplithate,  (CjqH70)3A1,  is 
formed,  and  decomposes  on  distillation  into  naphthalene,  /S- 
naphthol  and  /3-dinaphthyl  ether  (Gladstone  and  Tribe). 

/3-Naphthol  forms  crystalline  naphthates  with  the  alkalis 
and  with  amido-bases.^ 

Aniline  ^-naphthate,  CigH70H.NIl2.CgIl5,  is  formed  when  its 
constituents  are  heated  together,  and  separates  from  hot  petro- 
leum as  a crystalline  powder  melting  at  82 — 84°.  A similar 
compound  is  formed  with  y>-toluidine. 

2598  ^-Naphthyl  methyl  ether,  CigHy.OCHg,  is  obtained  in  the 
same  manner  as  the  a-compound.^  It  crystallizes  in  lustrous 
plates,  which  have  an  odour  resembling  that  of  pineapple 
TMarchetti),  or  orange  flowers  (Vincent),  melts  at  72°  and 
boils  at  274°. 

’ Monatsh.  9,  527  ; Ehrlich,  MonaUh.  10,  115. 

Dyson,  Journ.  Chem.  Soc.  1883,  1,  466. 

Stadel,  Annalcn,  217,  40  ; Marchetti,  Gazzetta,  9,  544  ; Vincent,  Bxdl.  Soc. 
Ghim.  40,  106. 
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^-NcqMhyl  ethyl  ether,  C10H7.OC2H5,  is  a crystalline  mass 
which  has  a pleasant  smell  of  pineapple.  It  melts  at  33°,  boils 
274 — 275°,^  and  decomposes  when  heated  for  some  time  to 
310 — 320°  into  a-naphthol  and  ethylene.^ 

^-Naphthyl  methylene  ether,  (CioH70)2CH2,  is  formed  when 
/3-naphthol  is  heated  with  methylene  iodide  and  caustic  soda  ; 
it  crystallizes  from  alcohol  in  brittle,  silky  needles,  which  melt 
at  133— 134°.3 

^-Naphthyl  ethylene  ether,  (CjoH70)2C2H4,  crystallizes  in 
lustrous  jDlates,  melting  at  217°  (Kolle). 

^-Dinaphthyl  ether,  (Ck)H7)20,  is  obtained  by  heating  y8- 
naphthol  with  zinc  chloride  ^ and  hydrochloric  acid  or  dilute 
sulphuric  acid,  and  is  best  prepared  by  boiling  /S-naphthol  for 
some  time  with  15 — 20  parts  of  sulphuric  acid  of  sp.  gr.  1*4,® 
It  crystallizes  from  hot  alcohol  in  silvery  plates,  melting  at  105°, 
sublimes  with  difficulty,  and  boils  above  360°.  Its  compound 
with  picric  acid,  CgoH^^O  + 2CgH3(N02)30,  crystallizes  in  orange- 
yellow  plates,  and  melts  at  122°. 

^-Dinap>hthylacetal  or  Ethidene  ^-dinaphthyl  ether,  CHg.CH 
(OCjgH-)2,  is  formed  when  seven  parts  of  /3-naphthol  and  three 
parts  of  paraldehyde  are  dissolved  in  fifteen  parts  of  glacial 
acetic  acid  and  heated  on  the  water-bath  with  one  part  of 
fuming  hydrochloric  acid.  It  is  a snow-white,  crystalline  powder, 
which  melts  at  200 — 201°,  and  is  only  soluble  Avith  difficulty  in 
all  solvents,  but  with  least  difficulty  in  chloroform,  from  which 
it  crystallizes  in  short  prisms. 

Bcnzidene  ^-dinaphthyl  ether,  CgH5.CtI(OCjgH^)2,  is  fomied 
when  7*2  parts  of  /3-naphthol  and  5*3  parts  of  benzaldehyde  are 
dissolved  in  thirty  parts  of  glacial  acetic  acid,  tAvo  parts  of 
fuming  hydrochloric  acid  added  to  the  Avell-cooled  liquid,  and 
the  Avhole  allowed  to  stand  for  a feAv  days  at  a temperature  of  0°, 
It  forms  hard,  Avhite,  crystalline  crusts  or  small  tablets,  melts 
at  204 — 205°,  and  is  converted  at  210°,  or  Avhen  heated  with 
glacial  acetic  acid  and  hydrochloric  acid,  into  benzidenedinaphthyl 
oxide,  Avhich  is  also  invariably  formed  in  its  preparation  and  has 
the  constitution  : ® 


' Hager  and  Liebermann,  Ber.  15,  1427.  - Bamberger,  Ber.  19,  1818. 


3 Kolle,  Ber.  13,  1953. 
Grabe  Annalen,  2 09,  47. 


^ IMerz  and  Weitb,  Ber.  14,  199. 
Claisen,  Annalen,  237,  361. 
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Acid  ^-ncqjlitliyl  sulphate,  C^QH^O.SOg.OH,  was  obtained  by 
Armstrong  by  the  action  of  cblorosulplionic  acid  on  /3-naplithol/ 
whilst  Nietzki  prepared  it  by  dissolving  the  latter  in  concentrated 
sulphuric  acid.^  It  is  a crystalline  mass,  which  is  readily  soluble 
in  water,  and  easily  decomposes  in  aqueous  solution  into  sul- 
phuric acid  and  /3-naphthol.  Its  crystalline  salts  with  the  alkalis 
yield  yS-naphthyl  ethyl  ether  on  heating  with  sodium  ethyl 
sulphate,  and  yS-dinaphthyl  ether  with  /3-naphthol. 

^-Naphthyl  phosphate,  (CjqH7)3P04,  is  prejDared  in  the  same 
way  as  the  a-compound,  and  crystallizes  from  alcohol  in  small 
needles,  melting  at  1 11°  (Schaffer,  Heim). 

(B-Naphthyl  silicate,  (Cj^oH7)^Si04,  forms  warty  crystals,  and 
boils  at  about  430°  (Hertkorn). 

^-Naphthyl  acetate,  CjoH7O.CO.CH3,  was  obtained  by  Schaffer 
from  /3-naphthol  by  the  action  of  acetyl  chloride ; it  is  also 
formed  when  /3-naphthol  is  gently  boiled  with  acetic  anhydride 
for  a few  hours,^  or  heated  to  240°  with  glacial  acetic  acid  for 
some  time.^  It  crystallizes  from  alcohol  or  acetic  acid  in  small, 
soft  needles,  which  have  a faint  smell  of  aniseed  and  melt  at  7 0°. 

^-Naphthyl  ethyl  orthocarhonatc,  is  formed  by  the  action  of 
ethyl  chlorocarboxylate  on  potassium  yS-naphthate  ; the  normal 
carboxylate  is  the  first  j)roduct,  as  in  the  case  of  the  a-compound, 
but  immediately  undergoes  the  following  decomposition  : 


2CJ0H7O.CO.OC2H5 


>C<  + CO„. 


It  is  an  easily  fusible,  tallow-like  mass,  which  has  a faint  but 
pleasant  odour,  boils  at  298 — 800°,  and  on  heating  to  250”  with 
hydrochloric  acid  decomposes  into  /3-naphtliol,  carbon  dioxide, 
and  ethyl  chloride.  On  continued  boiling  it  decomposes  into 
alcohol  and  ^-dinaphthylene  hetone  oxide,  CgjHj.^Og,  which  crystal- 
lizes from  benzene  in  thin  prisms,  melting  at  194°,  and  is,  like 
the  a-compound,  a very  stable  substance  (Bender). 

^-Naphthyl  phenylcarhamate,  CjoH70.CO.NHC(jH5,  is  ob- 
tained in  the  same  way  as  the  a-compound,  and  crystallizes  in 
prisms  melting  at  230°. 

^-Naphthyl  orthoxcdcde,  Cj(,H70.C(OH)2.C(OH)2.0CjoH7,  is, 
like  the  a-compound,  a crystalline  powder,  which  melts  with 

^ Nietzki,  Ber,  15,  305. 

■*  Grabe  Annalcn,  209, 147. 


^ Armstrong,  Ber.  15,  203. 
3 Miller,  Ber.  14,  1602. 
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some  decomposition  at  107°,  and  on  distillation  is  almost  com- 
pletely decomposed  into  formic  acid  and  /3-naplithol. 

salicylate,  CioH^O.CO.C^iH^.OH,  is  formed  when 
a mixture  of  salicylic  acid  and  /9-naplitliol  is  heated  with  acid 
sodium  sulphated  This  last  can  be  replaced  by  phosj)horus 
oxychloride,  and  it  is  then  unnecessary  to  use  free  salicylic  acid, 
since  the  basic  sodium  salt  which  is  formed  in  the  manufacture 
of  the  acid  can  be  employed  : ^ 

d-  2C10H7.OH  -h  POCI3 
-I-  NaPOg  -b  SNaCl. 

^COgCjoHy 

It  forms  odourless  aiid  tasteless  crystals,  which  melt  at  95° 
It  is  used  in  medicine  under  the  name  of  na2olithalol  or  naijlitlio- 
salol  for  the  same  jmrposes  as  jdienylsalicylate  or  salol  (Part  IV. 
p.  307).  a-Naphthyl  salicylate  can  be  prejDared  in  the  same 
manner. 

(3-Naphthoxy acetic  acid,  CJ0H7O.CH2.CO2II,  is  obtained  in  a 
similar  manner  to  the  a-compound  and  crystallizes  in  scales  or 
rhombic  prisms,  which  melt  at  151 — 152°.  Its  ethyl  ester  forms 
large  tablets  melting  at  48 — 49°  (Spica). 

^-Naphtholglycm^onic  acid,  occurs  in  urine  after  the 

administration  of  /S-naphthol,  and  crystallizes  in  long  needles, 
which  melt  at  150°,  and  are  decomposed  by  mineral  acids  into 
^-naphthol  and  glycuronic  acid.  When  sulphuric  acid  is  added 
to  its  aqueous  solution  a bluish-green  colouration  is  produced  at 
the  contact  of  the  two  liquids,  and  this  changes  to  dirty  green 
when  the  liquid  is  agitated  (p.  78). 

2599  ac-Tetrahydro-^-naphthol,  CgH^  : C^Hg.OH,  is  formed, 
together  with  a smaller  quantity  of  the  nr-reduction  product, 
when  20  grms.  of  sodium  are  added  to  a boiling  solution  of  10 
grms.  of  ^-naphthol  in  200  gnns.  of  amyl  alcohol.  The  hot 
alkaline  solution  is  poured  into  water,  and  the  layer  of  amyl 
alcohol,  in  which  the  alicyclic  derivative  is  dissolved,  is  separated, 
washed  successively  with  caustic  soda,  water,  and  dilute  hydro- 
chloric acid,  and  distilled  under  diminished  pressure.  The 


2CgH,< 


.ONa 

'C02Na 

.OH 


= 2CgH  / 


^ Schultz,  Steinhohlcnthccr,  2,  1043. 
- Schultz,  Steinkohlentheer,  2,  987. 
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fraction  passing-  over  at  150 — 205°  (at  40  min.),  contains  the 
alicyclic  compound  together  with  the  aromatic  isomeride,  and 
unaltered  /S-naphthol.  To  remove  these  the  liquid  is  covered 
with  caustic  soda  solution,  and  distilled  with  steam,  a distillate 
being  thus  obtained  which  only  contains  traces  of  the.  aromatic 
compound,  which  may  be  removed  by  treatment  with  a solution 
of  sodium  diazobenzene-p-sulj)honate.  The  aromatic  compound 
unites  with  this  to  form  an  azo-colour,  whilst  the  alicyclic  deri- 
vative remains  unaltered  and  is  extracted  by  ether,  and  purified 
by  distillation  under  diminished  jiressure.^ 

It  is  a clear,  colourless,  very  viscid  oil,  which  has  a smell 
resembling  that  of  sage,  and  boils  without  decomposition  at 
264°,  under  a pressure  of  716  mm.  It  solidifies  in  a mixture  of 
solid  carbonic  acid  and  ether  to  a hard,  gummy  mass.  It  is  only 
very  slightly  soluble  in  water,  but  readily  in  alcohol  and  other 
solvents. 

ac-Tetrahydro-/S-naphthol  is  insoluble  in  alkalis  and  does  not 
combine  with  diazo-salts.  Sodium  acts  upon  it  as  uiDon  the 
fatty  alcohols,  and  in  nearly  all  its  reactions  it  behaves  as  a 
substituted  benzene  derivative  containing  the  hydroxyl  group  in 
a side  chain,  closely  resembling  borneol  and  menthol  (Part  V. 
pp.  428,  471),  which  have  a similar  constitution.  This  conclusion 
is  confirmed  by  the  fact  that  it  forms  o-carboxyhydrocinnamic 
acid  on  oxidation. 

When  heated  with  solid  caustic  potash  it  is  decomposed  into 
water  and  dihydronaphthalene  : 

Ci„H„(OH)  = + H,0. 

ac-Tctrahydro-^-naijhthol  acetate,  CiQH^^^O.CO.CHg,  is  obtained 
by  heating  tetrahydronaphthol  with  glacial  acetic  acid  to 
140 — 150°.  It  is  a yellowish,  very  viscid  oil,  with  a pleasant 
fruity  odour,  and  boils  at  169°  under  a pressure  of  34  mm. 
When  distilled  under  the  atmospheric  pressure  it  decomposes 
into  acetic  acid  and  dihydronaphthalene. 

ac-Tetraliydro-^-naj)htliol  henzoate  crystallizes  from  alcohol  in 
lustrous  tablets,  melting  at  62 — 63°.  It  resembles  the  acetate  in 
its  behaviour  on  heating. 

ac-Tetrahyd.ro-^-nayilithyl  chloride,  CjoHj^Cl,  is  obtained  when 
tetrahydronaphthol  is  heated  on  the  water  bath  with  concen- 
trated hydrochloric  acid.  It  decomposes  on  heating,  even  under 

' Bamberger  and  Lodter,  Ber.  23,  197. 
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diminished  pressure,  into  dihydronaplitlialene  and  hydrochloric 
acid. 

ac-TetTahydT0-^-naijlLt]iyl2^hcnylcarl)aiiiate,Q'-^^^^O.CO^}lC^r^, 
is  formed  at  the  ordinary  temperature  when  a mixture  of 
2 gTins.  of  tetrahydronajohthol  and  1'6  grins,  of  phenyl  isocyanate 
is  allowed  to  stand.  It  crystallizes  from  boiling  alcohol  in 
fascicular  groups  of  needles,  melting  at  98'5°. 

cic-Tetrahyclro-jB-naplithylxanthogenic  acid,  CjqHj^O.CS.SH,  is 
readily  obtained  by  the  action  of  carbon  disulphide  on  the  sodium 
salt  of  tetrahydronaphthol  at  the  ordinary  temperature.  Its 
cu'prous,  salt  crystallizes  from  carbon  disuljihide  in  light-yellow 
crusts. 

cLr-Tetrahydro-13-nctplithol,  CgHg.C4H3.OH,  is  also  formed  by 
the  reduction  of  /3-naphthol,  and  is  thus  obtained  as  a solution 
of  its  sodium  salt,  as  already  described.  This  is  acidified  with 
hydrochloric  acid  and  distilled  with  steam,  the  distillate  being 
extracted  with  ether  and  the  residue  from  this  purified  by  dis- 
tillation and  recrystallization  from  light  petroleum.  It  has  also 
been  obtained  from  «r-tetrahydro-/3-naphthylamine  by  the  diazo- 
reaction.^  It  crystallizes  in  silver-white,  lustrous  flat  needles, 
which  have  a faint  odour  of  creosote,  melts  at  58°,  and  boils  at  275° 
without  decomposition  (at  707  mm.).  It  is  only  slightly  soluble 
in  cold,  more  freely  in  hot  water,  and  very  readily  in  ether, 
alcohol,  &c.,  readily  dissolves  in  alkalis,  and  forms  azo-colours.^ 
Bleaching  powder  produces  a white  flocculent  precipitate,  and 
ferric  chloride  a bluish-green  colouration,  accompanied  by  a 
slight  turbidity,  a brownish-yellow  flocculent  precipitate  being 
formed  when  the  solution  is  heated. 

Like  the  corresponding  a-compound,  it  is  not  acted  upon  by 
sulphuric  acid  or  a mixture  of  sulphuric  acid  and  alcohol, 
whereas  ;S-naphthol  is  thereby  converted  into  /S-naphthyl- 
sulphuric  acid  and  y8-naphthyl  ethyl  ether  respectively.^ 

^ Bamberger  and  Kitschelt,  Bar.  23,  884. 

- Bamberger  and  Kitschelt,  Ber.  23,  885. 

3 Bamberger  and  Kitschelt,  Ber.  23,  1129. 


90 


NAPHTHALENE  DERIVATIVES 


HALOGEN  SUBSTITUTION-PRODUCTS  OF 

a-NAPHTHOL. 

The  MoxocHLOR-a-NAPHTHOLS,  CioHgCl(OH). 

2600  The  first  monochloronaphtliol  was  obtained  by  Grimaux 
from  dichloronaphthydrene  glycol  (p.  38)  by  distilling  it  with 
hydrochloric  acid  : 

CioH,C1,(OH)2  = CioH,C1.0H  -f  HCl  -f-  H,0. 

It  crystallizes  in  long  needles,  which  melt  at  109°,  and  are 
slightly  soluble  in  cold,  more  freely  in  hot  waterd  An  isomeric 
compound  is  formed  when  a salt  of  Schaffer’s  a-naphtholsul- 
phonic  acid  (p.  105)  is  heated  with  phosphorus  pentachloride.  It 
is  readily  soluble  in  alcohol,  crystallizes  in  reddish  matted 
needles,  melting  at  57°,  and  is  oxidized  by  chromic  acid  to 
phthalic  acid,  whilst  concentrated  nitric  acid  converts  it  into 
a-naphthoquinoned  This  substance  is  probably  identical  with 
the  first  product  of  the  action  of  chlorine  on  a-najDhthol,  which 
melts  at  about  54°,  but  has  not  yet  been  obtained  pured 

Chloronaphthols  of  known  constitution  have  been  prepared  by 
Erdmann  and  Kirchhoff  from  the  three  chlorobenzaldehydes. 
These  were  heated  with  succinic  anhydride  and  anhydrous  23otas- 
sium  acetate,  and  thus  converted  into  the  corresponding 
chlorophenylparaconic  acids,  which  were  then  submitted  to  dry 
distillation  (p.  27,  and  Part  V.  p.  364). 

-ChloT-a-7iaiJihtliol  is  formed  from  o-chlorophenylj^araconic 
acid,  and  is  only  slightly  soluble  in  water.  It  crystallizes  from 
hot  water  in  small,  slender,  white  needles,  and  from  carbon 
disulphide  in  yellowish  plates.  It  melts  at  131'5°,  has  a 
characteristic  smell  and  a burning  taste.  With  bleaching 
powder  it  gives  a light-violet  precipitate,  and  with  ferric  chloride 
a yellowish-white  precipitate,  the  colour  of  which  does  not  alter 
on  standing.  Its  alkaline  solution  gives  the  same  reaction  as 
a-naphthol  with  1 : 4-diazonaplithalenesulphonic  acid.  With 
picric  acid  it  forms  the  compound  C^qH^CIO -h  C(jIl3(N0.,)30, 


’ Bull.  Soc.  Chim.  18,  208. 
3 Cleve,  Ber.  21,  891. 


- Claus  and  Oehler,  Ber.  15,  312. 
Annalcn,  247,  366  ; 260,  55. 


THE  DICHLOK-a-NAPHTHOLS 


91 


wliicli  crystallizes  in  slender,  matted,  yellowisli-red  needles, 
melting  at  160°,  and  forms  a blood-red  solution  in  chloroform. 

4^' -Ghlor-a-naplitliyl  acetate,  CioH^jClO.CO.CHg,  is  iDrepared  by 
boiling  the  chloronaphthol  with  acetyl  chloride.  It  crystallizes 
from  hot  alcohol  in  white  plates,  melting  at  53°. 

-Chlor-a-naplithol  was  obtained  from  ??i-chlorophenylpara- 
conic  acid.  It  crystallizes  from  carbon  disulphide  in  long,  white 
prisms,  which  melt  at  94°,  and  rapidly  become  coloured  greyish- 
violet  in  the  air.  It  gives  the  same  reaction  as  4'-clilor-o.- 
naphthol  with  bleaching  powder  and  diazonaphthalenesulphonic 
acid,  whilst  ferric  chloride  produces  in  its  aqueous  solution  a 
yellowish  precipitate,  which  rapidly  becomes  coloured  greyish- 
violet  and  brown.  The  picric  acid  compound  crystallizes  in 
long,  slender,  bright-yellowish  red,  lustrous  needles,  and  melts  a.t 
165°. 

'2)  -Clilor-a-na'pMhyl  acetate  is  formed  when  the  chloronaphthol 
is  boiled  with  acetic  anhydride.  It  crystallizes  from  a mixture 
of  alcohol  and  ether  in  rhombic  tablets,  melting  at  47°. 

-Chlor-a-naphthol  is  obtained  by  the  distillation  of  ^j-chloro- 
phenylparaconic  acid,  and  crystallizes  from  hot  water,  in  which 
it  is  only  slightly  soluble,  in  long,  thin,  white  needles,  and  from 
carbon  disulphide  in  small  brownish  needles.  It  melts  at  123°, 
and  has  a faint  smell  of  iodoform  and  a burning  taste.  Bleach- 
ing powder  and  diazonaphthalenesulphonic  acid  behave  towards 
it  as  towards  its  isomerides,  but  ferric  chloride  produces  a 
yellowish-white  precipitate,  which  rapidly  becomes  a deep  violet. 
Its  picric  acid  compound  forms  slender  yellowish-red  silky 
needles,  melting  at  139°. 

2' -Chlor-a-naplithyl  acetate  is  an  oily  liquid,  and  has  not  been 
obtained  in  the  solid  form. 


The  DicHLOR-a-NAPHTHOLs,  CioH5Cl2(OH). 

2601  a-Naphthylsulphuric  acid  on  treatment  with  phosphorus 
pentachloride  yields  a dichloronaphthol  which  crystallizes  in 
needles,  melting  at  101°  (Claus  and  Knyrim) ; it  is  oxidized  by 
chromic  acid  to  dichlor-o.-naphthoquinone,  and  by  nitric  acid  to 
phthalic  acid.^ 

2 : ^-Dichlor-a-naplitliol  is  formed  by  the  action  of  chlorine  on 
a well-cooled  solution  of  a-naphthol  in  glacial  acetic  acid.^  It 

Bar.  18,  2924.  2 deve,  Ber.  21,  891  ; Zincke  and  Kegel  Ber.  21,  1030. 
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crystallizes  from  alcohol  or  benzene  in  j)liable,  silky  needles, 
melting  at  107 — 108°,  and  from  glacial  acetic  acid  in  thick, 
transparent  needles  or  prisms,  which  contain  a molecule  of  acetic 
acid  and  effloresce  in  the  air.  It  is  converted  into  phthalic  acid 
by  dilute  nitric  acid,  and  into  monochlor-a-najDhthoquinone  by 
chromic  acid.  When  it  is  heated  with  phosphorus  pentachloride, 
t-trichloronaphthalene  is  formed. 

2 : 4!-DichloT-a-napht}iyl  acetate,  C^qH5C120.C2H30,  crystallizes 
from  alcohol  in  thick  needles,  melting  at  74 — 76°. 

2'  : -Dichlor-a-naphthol,  was  obtained  by  Erdmann  by  heat- 

ing c-vJ-dichlorobenzaldehyde  with  succinic  acid  and  fusing  the 
dichlorophenylparaconic  acid,  CgH3Cl2.CHzzCH.CH2.CO.OH, 
thus  obtained.  It  crystallizes  from  carbon  disuliDhide  in  large 
prisms,  which  melt  at  132°.  When  heated  with  ammonia  it 
yields  the  corresponding  dichlor-a-naphthylamine,  v\diich  is 
converted  by  the  diazo-reaction  into  1 : 3-dichloronaphthalene.^ 

In  addition  to  the  foregoing  compounds,  V -4>' -dicMor-a- 
napTitlwl,  melting  at  114°,  has  been  i^repared  from  2 : 5-di- 
chlorophenylisocrotonic  acid,  and  1' : 2'-  and  2' : Z' -diehlor-a- 
ouqjhthol  from  3 : 4-dichlorophenylisocrotonic  acid.^ 


The  TRiCHLOR-a-NAPHTHOLS,  CigH4Cl3(OH). 

2602  When  a well-cooled  solution  of  a-naphthol  in  acetic 
acid  is  saturated  with  chlorine,  pentachloroketohydronaphthalene 
is  formed  (p.  125),  and  this  substance  is  reduced  to  trichloro- 
naphthol  when  sodium  sulphite  is  added  to  its  hot  solution  in 
acetic  acid  : 


4 


CO — CCI2 

I 

CCI2— CHCl 


+ Na2S03  + H2O  = CgH, 
+ Na2S04  -1-  2HC1. 


C(OH)=zCCl 

CC1=^CC1 


It  crystallizes  in  long,  silky  needles,  which  melt  at  159 — 160°, 
and  are  fairly  soluble  in  hot  glacial  acetic  acid  or  alcohol.  It  is 
oxidized  in  acetic  acid  solution  by  nitric  acid  to  dichloro-/3- 
naplithoquinone ; a small  quantity  of  dichlor-a-naphtho- 
quinone  is  also  formed  in  this  reaction  and  is  the  chief 
product  when  chromic  acid  is  employed  as  the  oxidizing  agent. 

^ Bcr.  21,  .3444.  - Erdmann  and  Schwicliten,  Annalen,  260,  77. 


THE  CHL0R0-/3-NAPHTH0LS 


93 


Tricldor-a-najihthyl  acetate,  CioH^ClaO.CO.CHg,  crystallizes  in 
long,  white,  silky  needles,  and  melts  at  123 — 124°  (Zincke  and 
Kegel). 


The  Brom-o,-Naphthols. 

2603  Brom-a-na2ohthol,  CjQHgBr(OH),  has  not  yet  been  pre- 
pared, Its  ethyl  ester,  CjoHgBr(OC2H5),  was  obtained  by 
Marchetti  from  a-naphthyl  ethyl  ether  by  adding  bromine 
diluted  with  chloroform  to  its  solution  in  chloroform.  It 
crystallizes  in  long,  thick  prisms,  and  melts  at  48°.^ 

Dihrom-a-najjhtliol,  CjQH5Br.2(OH)[Br  : Bri=2  : 4]  is  formed  by 
the  bromination  of  a-naphthol  in  acetic  acid  solution,^  and  when 
dibrom-a-diazonaphthalene  sulphate  is  boiled  with  water.^  It 
crystallizes  from  alcohol  or  light  petroleum  in  long,  silky  needles, 
which  melt  at  105'5°.  On  heating  with  alcoholic  potash  it  is 
converted  into  trihydroxynaphthalene,  and  it  is  oxidized  to 
phthalic  acid  by  alkaline  potassium  permanganate. 

Pcntabrom-a-naphthol,  CjoHgBrg(OH),  was  obtained  by 
Bliimlein,  who  added  I grm.  of  aluminium  to  150  grms.  of 
bromine  and  brought  into  this  mixture,  cooled  to  0°,  10  grms. 
of  a-naphthol,  distiUed  off  the  excess  of  bromine,  extracted  the 
residue  with  cumene,  and  then  recrystallized  it  from  phenol. 
Pentabromonaphthol  crystallizes  from  hot  xylene  in  slender, 
matted  needles,  which  are  scarcely  soluble  in  alcohol  and  ether, 
and  only  slightly  in  cumene.  It  melts  at  238—239°,  and  is 
oxidized  to  dibromophthalic  acid  by  continued  boiling  with 
nitric  acid.^ 


HALOGEN  SUBSTITUTION-PRODUCTS  OF 

/I-NAPHTHOL. 

The  Chloro-/S-Naphthols. 

2604  l-Ghloro-l3-naphthol,  CioH^.C1.0H,  was  first  obtained  by 
Schall  by  the  action  of  chlorine  on  sodium  yS-naphthate 
suspended  in  carbon  disulj^hide.®  It  is  also  formed  when 

^ Gazzetta,  9,  544. 

2 Gazzetta,  6,  H17  ; Fittig  and  Erdmann,  Annalen,  227,  242. 

^ Meldola,  Journ.  Chevi.  Soc.  1884,  1 156.  ’ 

■*  Ber.  17,  2485.  ’ 


^ Ber.  16,  1901. 
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chlorine  is  passed  into  a solution  of  /S-naplithol  in  acetic  acid  ^ 
and  is  cpiantitatively  obtained  when  ^-naphthol,  suspended  in 
three  parts  of  carbon  disulphide,  is  heated  with  one  molecule 
of  sulphuryl  chloride.^  It  readily  dissolves  in  alcohol  or  glacial 
acetic  acid,  crystallizes  from  hot  water  in  micaceous  scales,  and 
from  chloroform  in  monosymmetric  prisms,  melting  at  7 
When  it  is  heated  with  phosphorus  chloride  until  hydrochloric 
acid  ceases  to  be  evolved,  the  product  contains  : 

1 : '^-Chlorona2)litliyl  phosphate,  (CjoHgCLO)3PO,  which  is  left 
when  the  mass  is  treated  with  water  as  a white  powder.  It 
is  only  slightly  soluble  in  boiling  alcohol,  and  crystallizes  from  it 
in  microscopic  needles,  melts  at  152°,  and  solidifies  on  cooling  to  a 
vitreous  mass.  On  heating  the  chloronaphthol  more  strongly  with 
phosphorus  pentachloride,  I ; 2-dichloronaphthalene  is  formed. 

4t-Chloro-^-nap>hthol  is  obtained  from  the  corresponding 
yS-naphthylaminesulphonic  acid,  and  subhmes  in  long  needles, 
melting  at  128°.^ 

-ChloTO-^-naphthol  is  formed,  together  with  2 : 3'-dichloro- 
naphthalene,  when  potassium  yQ-naphthol-/3-sulphonate  is  heated 
to  165°  with  phosphorus  pentachloride  and  the  product  dis- 
tilled with  water ; the  dichloronaphthalene  is  thus  volatilized, 
and  tlie  chloronaphthylphosphoric  acid,  which  is  at  first  formed, 
decomposed.  The  chloronaphthol  separates  out,  when  the 
residue  is  allowed  to  cool,  in  fine  needles,  which  melt  at  115°, 
and  sublime  in  lustrous,  slender  prisms.  It  is  oxidized  to 
a-chlorophthalic  acid  by  nitric  acid.^ 

1 : ^-I)ichloTO-^-naphthol,  C^oHgClg.OH.  When  chlorine  is 
allowed  to  act  on  /3-naphthol,  the  l-chloro-/3-naphthol  which  is 
first  formed  is  readily  converted  into  dichloro-^S-ketonaphthalene  : 


.CClz=C.OH 

CH=CH 


/CCI2-CO 

-f  CL  = CeH/  I -f  HCl. 

\CH  = CH 


The  latter  then  combines  with  chlorine  to  form  tetrachloro- 
yS-ketohydronaphthalene,  which  is  converted  by  boiling  with 
alcohol  into  trichloro-^-ketonaphthalene : 


C,H 


4' 


ccL — CO 

CHCl— CHCl 


= 


CCL— CO 
CH-^CCl 


-P  HCl. 


’ Cleve,  Ber.  21,  891. 

- Armstrong  and  Rossiter,  Proc.  Chem.  Soc.  1889,  71. 

3 Claus,  J.  Pr.  Chem.  II.  39,  31.5. 

* Claus  and  Ziinmermann,  Ber.  14,  1483  ; Claus  and  Dehn,  Ber.  15,  321. 
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This  substance,  on  reduction  with  stannous  chloride  or  sodium 
sulphite,  yields  1 : 3-dichloro-/3-naiDhthol,  which  crystallizes  from 
hot,  light  petroleum  in  nodular  masses  of  slender,  lustrous 
needles,  melting  at  80 — 81°. 

1 : ‘^-Dichloro-^-naphthol  is  formed,  together  with  the  pre- 
ceding compound,  by  the  reduction  of  tetrachloroketohydro- 
naphthalene.  The  two  substances  are  separated  by  adding  a 
little  water  to  the  solution  of  the  mixture  in  acetic  acid ; the 
precipitate  thus  formed  consists  chiefly  of  the  1 : 4-compound, 
which  is  purified  by  recrystallization  from  light  petroleum.  It 
forms  long,  hard,  white  needles,  united  to  form  masses  resembling 
asbestos,  and  melts  at  123 — ^124°.^ 

A third  dichloro-/3-naphthol  is  formed  when  yS-naphtholdi- 
sulphonic  acid  is  heated  with  phosphorus  pentachloride.  It 
crystallizes  from  hot  water,  in  which  it  is  only  slightly  soluble, 
in  small  plates,  melting  at  125°.^ 

1:3;  ^-Tricliloro-^-naplitliol,  CjoH^Clg.OH.  The  trichloro- 
ketonaphthalene  mentioned  above  combines  with  chlorine  to 
form  pentachloroketohydronaphthalene,  which  is  reduced  by 
stannous  chloride  to  trichloro-;5-naphthol : 


.CCl, CO  /CCli=C.OH 

i 4-  SnCl,  = I 4-  SnCl,. 

'CHCl  — CCl,  \CCli=CCl 


It  crystallizes  from  glacial  acetic  acid  in  needles,  and  melts  at 
162°  (Zincke). 


The  Bromo-/3-Naphthols. 

2605  l-Bromo-^-napUhol,  CjoHgBr.OH,  is  obtained  by  the 
action  of  bromine  on  a solution  of  yS-naphthol  in  glacial  acetic 
acid,  and  crystallizes  in  lustrous  needles,  which  melt  at  84°,  and 
are  readily  soluble  in  alcohol.  On  oxidation  it  yields  phthalic 
acid.^ 

Dihromo-j3-na]j}ithol,  C^QHgBrg.OH,  is  formed  when  one  mole- 
cule of  /3-naphthol  is  treated  with  two  molecules  of  bromine. 
It  crystallizes  from  light  petroleum  in  woolly  needles,  melting 
at  106°,  whilst  it  sej)arates  from  acetic  acid  in  prisms  melting  at 
<84°,  and  containing  a molecule  of  acid  which  is  lost  in  the  air. 

’ Zincke,  Bar.  21,  3378.  2 and  Schmidt,  Ber.  19,  3172. 

^ A.  J.  Smith,  Journ.  Chan.  Soc.  1879,  1,  789. 
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On  oxidation  with  potassium  permanganate  it  yields  bromo- 
plithalic  acidd 

Tetrahrmno-l3-na‘plithol,  CjoH3Br4.0H,  was  obtained  by  Smith 
by  employing  an  excess  of  bromine.  It  crystallizes  in  white 
needles,  melting  at  156°,  and  is  also  oxidized  by  potassium 
permanganate  to  a bromopbthalic  acid. 

Pentabromo- ^-naphthol,  CjQHoBig.OH,  is  formed  when  a small 
quantity  of  aluminium  is  dissolved  in  bromine  and  yS-naiDbthol 
gradually  added.  It  is  insoluble  in  alcohol,  ether,  and  glacial 
acetic  acid,  slightly  soluble  in  hot  benzene,  and  more  readily  in 
nitrobenzene,  from  which  it  crystallizes  in  needles.  It  sejDarates 
out  as  a crystalline  precipitate,  melting  at  237°,  when  ether  is 
added  to  its  solution  in  phenol.  When  it  is  heated  with  dilute 
alcohol  and  caustic  soda,  the  sodium  salt  is  formed,  and  crys- 
tallizes on  cooling  in  silky,  elastic  needles,  which  are  often  an 
inch  in  length.  Nitric  acid  oxidizes  it  to  tribromoj^hthalic 
acid.2 

2606  X-Iodo-^-na'pktliol,  C^oIIyl.OH,  was  prepared  by  Meldola 
by  dissolving  20  grms.  of  yS-naphthol  with  an  equal  amount 
of  lead  acetate  and  anhydrous  sodium  acetate  in  glacial  acetic 
acid,  and  dropping  in  a solution  of  35’2  grms.  of  iodine  in  acetic 
acid  : 

2C,oHsO  + 41  + Pb(C2H302)2  = + Pbl^  -f  2C.,H,0.. 

It  crystallizes  from  alcohol  in  prismatic  needles,  melts  at  94'5°, 
and  is  oxidized  to  phthalic  acid  by  potassium  permanganate.^ 


NITRO-SUBSTITUTION-PRODUCTS  OF 

a-NAPHTHOL. 

2607  2-Nitro-a-ncqjhtJiol,  CioH(;(N02)OH,  is  formed  Avhen  the 
con'esponding  nitro-acetonaphthalide,  CjoH3(N02)N H.CO.CH3, 
or  nitrobenzonaphthalide,  C^oHf.(N02)NH.CO.CoH^,  is  boiled  with 
caustic  potash  solution,^  and  when  sodium  nitrite  is  added  to  an 
acid  solution  of  a-diazonaphthalene  sulphate.^  It  crystallizes  in 

' Armstrong  and  Rossiter,  Proc.  Chem.  Soc.  1889,  bl. 

P’lessa,  Per.  17,  1479. 

Journ.  Chem.  Soc.  1855,  1,  525. 

‘ Liebermann,  Annalen,  183,  245  ; Lcllmann  andReiny,  Per.  19,  801  ; Worms, 
Per.  15  1873.  * Deninger,  Journ.  Chem.  Ind.  8,  538. 
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lono-,  narrow,  greenish-yellow  plates,  melting  at  128°,  is  only 
slightly  soluble  in  dilute  alcohol,  even  less  readily  in  water,  and 
volatilizes  with  steam  like  o-nitrophenol. 

Potassium  ^-nitro-a-napUliate,  CioH(.(NO,)OK,  crystallizes  in 
purple-red  needles. 

Barium  2-nitro-a-napUhate,  [CioH^j(N02)0]2Ba-l-3H20,  forms 
lustrous  red  needles. 

^ \\-Nitrona])litliol  was  first  obtained  by  Dusart  in  small 
quantity  by  the  continued  action  of  caustic  potash  and  lime  on 
a-nitronaphthalene  in  presence  of  air,  and  was  named  by  him 
nitro-oxynaphthalenic  acid.^  Darmstadter  and  Nathan  then  re- 
cognised it  as  a nitronaphthol.2  ig  prepared  in  a similar 
manner  to  the  preceding  compound  from  the  corresponding 
nitrated  naphthalide.^  It  is  readily  soluble  in  alcohol,  and 
crystallizes  from  hot  water  in  golden-yellow  needles,  which  melt 
at  164!°,  and  are  not  volatile  with  steam. 

C;^oHg(N02)OK,  small,  deep  orange-red  crystals. 

CjoHg(N02)ONa  -|-  2H2O,  brilliant,  carmine-red  needles. 
(C,,H,(N02)0)2Ba  -f  H2O,  lustrous,  dark-red  needles,  with  a 
blue  surface  lustre.^ 

Its  sodium  salt  was  formerly  manufactured  and  sold  under  the 
name  of  French  yellow  or  chryseic  acid. 

2-Bromo-^-nitro-a-naphthol,  CjoH_;5Br(N02)OH,  was  obtained 
by  Meldola  by  heating  the  corresponding  acetobromonitro- 
naphthalide  with  concentrated  caustic  soda  solution.  It  crys- 
tallizes from  alcohol  in  silky-yellow  needles,  which  melt  with 
decomposition  at  about  136°.®  An  isomeric  compound  was 
obtained  by  Biedermann  and  Remmers  from  the  acetobromo- 
nitronaphthalide,  melting  at  229°.  It  crystallizes  in  golden- 
yellow  needles,  melts  at  142°  and  commences  to  decompose  at 
145°.® 

4^-Iodo-2-nitro-a-naiohthol,  CjoH5l(N02)OH(4  : 2 : 1),  was  pre- 
pared by  Meldola  from  acetiodonitronaphthalide.  It  is  in- 
soluble in  cold,  and  scarcely  soluble  in  boiling  water,  crystallizes 
from  alcohol  in  yellow  needles,  melting  at  145 — 146°,  and  dyes 
silk  or  wool  a fine  yellow. 

' Compt.  Rend.  52,  1183.  2 3^  943_ 

^ Amlreoni  and  Biedermann,  Ber.  6,  342  ; Hiibner,  Annalen,  20  8,  325. 

Biedermann,  Ber.  6,  1117.  ^ Journ.  Chem.  Soc.  1885,  1 497. 

« Ber.  7,  538. 

VOL.  III. — PART  VI.  H 


98 


NAPHTHALENE  DERIVATIVES 


2608  JDmitro-a-naiMiol,  CiqH5(N02)20H(4  : 2 ; 1).  In  185G 
Ganalil  and  Chiozza  obtained  a fine  yellow  colouring  matter 
with  acid  projDerties,  to  which  they  iDrovisionally  assigned  the 
formula  CgHg]Sr204,  by  the  action  of  nitrous  fumes  on  the 
nitrate  of  amidonaphthalene  moistened  with  a little  water ; ^ 
this  formula  was  changed  to  C^gllgNO^  by  Gerhardt,^  who  looked 
upon  the  compound  as  the  imide  of  a dibasic  acid,  CiqH7(N02)04. 
It  was  then  found  by  Martins  in  1865  that  when  a solution  of 
a-amidonajDhthalene  hydrochloride  is  treated  in  dilute  solution 
with  the  amount  of  potassium  nitrite  necessary  to  form  a diazo- 
salt,  the  calculated  quantity  of  nitric  acid  added,  and  the  whole 
gradually  heated  to  boiling,  a vigorous  evolution  of  nitrogen 
takes  place,  and  a yellow,  frothy  mass  of  dinitronaphthol 
separates  out.^ 

Darmstiidter  and  Wichelhaus  have  subsequently  observed 
that  the  same  compound  is  formed  when  a solution  of  a- 
naphtholsulphonic  acid  is  brought  into  nitric  acid  and  gently 
heated  A Resinous  products  are  formed  in  considerable  quantity 
in  this  reaction,  whereas  a-naphthol-2 : 4-disulplionic  acid  is 
quantitatively  converted  into  dinitronaphthol  under  the  same 
conditions.^  According  to  Ballo  it  is  also  formed  by  tlie  action 
of  fuming  nitric  acid  on  a-naphthylamine,*^  and  when  the  nitro- 
a-naphthols  are  boiled  with  nitric  acid  in  dilute  alcoholic  solu- 
tion.^ It  was  also  obtained  by  Darmstadter  and  Nathan  by 
adding  potassium  nitrite  to  a solution  of  a-najdithol  in  sulphuric 
acid,  and  R.  S.  Dale  observed  that  it  is  formed  when  a solution 
of  a-naphthylamine  in  aqueous  suljdiuric  acid  is  saturated  with 
nitrogen  trioxide,  evolved  by  the  action  of  sulphuric  acid  on 
sodium  nitrite,  and  then  heated  to  boiling.® 

It  was  at  first  prepared  on  the  large  scale  by  adding  sodium 
nitrite  to  an  acid  solution  of  a-naphthylamine  until  a small 
quantity  of  the  liquid  gave  a cherry-red  precipitate  of  diazo- 
amidonaphthalene  with  caustic  soda,  and  then  adding  nitric  acid 
and  heating  slowly  to  the  boiling-point.  Instead  of  following 
this  process,  Messrs.  Roberts,  Dale,  and  Co.  dissolved  the 
naphthylamine  in  an  excess  of  tolerably  concentrated  suljdiuric 
acid,  added  sodium  nitrite,  and  heated  the  mixture ; the  frotli 
of  dinitronaphthol  was  then  removed,  and  a-naphthlyamine 

^ Anrutlen,  99,  242.  2 TraiU,  4,  1026.  ® Jahresb.  1865,  568. 

Annalen,  152,  298.  ® Bender,  Ber.  22,  969.  ® Ber.  3,  288. 

' Darin.stadter  and  Nathan,  Ber.  3,  943  ; Liebermann,  Annalen^  183,  249. 

® Private  communication. 
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together  with  the  necesscary  quantities  of  sulphuric  acid  and 
sodium  nitrite  added  to  the  cold  mother-liquor.  A fresh 
quantity  of  dinitronaphthol  was  formed  on  heating,  and  this 
process  was  continued  until  the  mother-liquor  became  too  con- 
centrated. At  the  present  time  a-naphthol  is  cheaper  than 
a-naphthylamine  and  is  therefore  used  for  the  preparation  of 
dinitronaphthol.  It  is  either  dissolved  in  an  equal  weight  of 
sulphuric  acid,  and  the  solution,  which  contains  1:2:  4-naphthol- 
disulphonic  acid,  heated  with  nitric  acid  or,  more  simply,  heated 
to  100°  with  a mixture  of  nitric  and  sulphuric  acids. 

Dinitronaphthol  is  scarcely  soluble  in  boiling  water,  only 
slightly  in  alcohol,  ether,  or  benzene,  and  crystallizes  in  lemon- 
yellow  needles  or  from  glacial  acetic  acid  in  long  prisms,^  melting 
at  138°,  It  dissolves  in  cold  concentrated  nitric  acid  without 
decomposition,  but  is  oxidized  on  heating  to  oxalic  and  phthalic 
acids. 

Sodium  dinitronajplithate,  CioH5(N02)20Na  -j-  H.,0,  is  readily 
soluble  in  water  and  crystallizes  in  small  yellowish-red  needles, 

Calcmm  dinitronaiMhaU,  [CioH5(N02)20]2Ca  -f  6H2O,  forms 
long,  orange-yellow  needles,  which  are  not  readily  soluble  in 
water. 

Both  of  these  salts  occur  in  commerce  under  the  name  of 
Martins  Yellow  or  Manchester  Yelloio,  because  dinitronaphthol 
was  first  manufactured  by  Roberts,  Dale  and  Co.  It  is  also 
known  as  Safran  Yelloio  and  Jaune  d’Or.  The  acidified  solution  of 
these  salts  dyes  silk  or  wool  a brilliant  golden-yellow,  and  in 
combination  with  red  colours  produces  various  shades  of  reddish- 
yeUow  to  scarlet,  whereas  picric  acid  does  not  give  such  good 
mixed  shades,  inasmuch  as  when  applied  alone  it  dyes  a greenish- 
yellow. 

Naphthol  yellow  is  poisonous  to  many  animals.  Rabbits  are 
not  much  affected  by  it,  but  dogs  are  killed  even  by  relatively 
small  doses.  A dog  weighing  6,850  grms.,  for  example,  was 
killed  by  doses  of  0-5  grm.  of  the  sodium  salt  on  two  consecutive 
days,  and  1 grm.  on  the  third  day,  on  which  it  died,  whilst  four 
doses  of  0*1  grm.  each  per  day,  and  0'2  grms.  administered  by 
subcutaneous  injection,  sufficed  to  kill  a dog  weio-hino-  8 800 
grms.2  ^ ^ 

Ethyl  ^ dinitro-a-naphthate,  CioH5(N02)20C2H5,  was  obtained 
by  Martius  from  the  silver  salt  by  the  action  of  ethyl  iodide.  It 
crystallizes  from  alcohol  in  long,  yellow  needles,  and  melts  at  88°. 

^ Ekstrand,  Ber.  H,  162.  2 2191. 
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Naphthylijur'puric  acid,  is  not  known  in  the  free 

state.  Its  potassium  salt  is  best  prepared  by  dissolving  6 parts 
of  dinitro-a-naplithol  in  40  times  its  weight  of  boiling  alcohol, 
and  gradually  adding  a solution  of  potassium  cyanide  in  dilute 
alcohol : 

+ 2KCN  + 2H,0  = + KHCOg  + NHg. 

It  crystallizes  from  hot  water  in  irregular  brown  microscopic 
plates,  which  have  a dull  appearance  after  drying,  whereas  if  it 
be  pressed  when  damp  it  is  obtained  as  a mass  which  has  a 
green  surface  lustre,  and  forms  a dark,  reddish-brown  solution  in 
water.  On  heating  with  nitric  acid,  nitronaphthol,  dinitronaph- 
thol  and  oxalic  acid  are  formed,  whilst  fusion  with  potash 
yields  benzoic  acid,  phthalic  acid,  and  hemimellitic  acid. 

lnclo2')hane,  is  formed,  together  with  the  preced- 

ing compound,  when  aqueous  solutions  are  employed,  and  is  a 
violet  mass  which  has  a green  metallic  lustre,  is  insoluble  in 
water,  alcohol,  &c.,  and  forms  purple-red  solutions  in  sulphuric 
acid  and  hot  glacial  acetic  acid.  When  it  is  heated  with  caustic 
potash,  the  insoluble  compound  -f-  HgO  is  formed, 

which  after  drying  shows  the  colour  and  lustre  of  indigo,  a 
characteristic  which  is  shared  by  the  sodium  salt. 

On  fusion  with  caustic  potash  it  yields  the  same  products  as 
potassium  naphthylpurpurate.^ 

Trinitro-a-napliihol,  CioH4(N02)30H,  which  is  also  called 
naphthopicric  acid,  is  formed  by  the  action  of  nitric  and  sul- 
phuric acids  on  dinitro-a-naphthol,^  and  is  only  slightly  soluble 
in  water,  alcohol,  and  benzene.  It  crystallizes  from  hot  glacial 
acetic  acid  in  light-yellow,  glittering  plates  or  small  prisms,  which 
melt  at  176°,  and  yield  'u-nitrophthalic  acid  on  oxidation.  Its 
yellow  or  red  salts  crystallize  readily,  and  detonate  on  heating. 

Ethyl  trinitro-a-naplithcdc,  CjqH4(N02)30C2H5,  was  j)repared 
by  Stadel  from  a-naphthyl  ethyl  ether  by  direct  nitration  ; it 
crystallizes  from  alcohol  in  lustrous,  yellow  needles,  which  melt 
at  148°.^ 

Tctranitro-a-naphtliol,  CgH3(N02)40H,  is  formed  when  tetra- 
nitro-a-bromonaphthalene  is  heated  with  sodium  carbonate 
solution,  and  crystallizes  from  hot  glacial  acetic  acid  or  benzene 

^ Soinmaniga,  Annalen,  157,  327. 

“ Ekstrand,  Jier.  H,  161  ; Merz  and  Dielil,  Ber.  H,  1661. 

3 Annalen,  217,  170. 
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in  yellow,  lustrous  sj^linters  or  Hat  needles,  melting  at  180°.  It 
is  oxidized  by  dilute  nitric  acid  to  a-dinitroplitlialic  acid.  Its 
yellow  or  red  salts  are  only  slightly  soluble  in  water,  readily  in 
alcohol.^  It  dyes  silk  and  wool  a fine  yellow,  and  was  for  some 
time  sold  under  the  name  of  “ Sonnengold  ” or  Hdiochrysine ; it 
was  afterwards  given  up  since  it  fades  in  the  light. 


NITRO-SUBSTITUTION-PRODUCTS  OF 
/1-NAPHTHOL. 

2609  l-NitTO-jS-na^dithol,  CjoHg(N02)OH,  was  first  obtained 
by  Stenhouse  and  Groves  by  the  oxidation  of  nitroso-/9-naphthol.^ 
Liebermann  and  Jacobsen  then  prepared  it  by  boiling  nitro-^S 
acetonaphthalide  with  dilute  caustic  soda  solution.^  It  crystal- 
lizes from  alcohol  in  small  yellow  plates,  needles  or  prisms, 
melting  at  103°.  Its  sodium  salt  crystallizes  in  red  prismj,  and 
is  insoluble  in  caustic  soda  solution. 

Nitro-^-na'phthyl  acetate,  CjoHg(N02)O.C2H30,  is  formed  by 
the  action  of  acetyl  chloride  on  the  sodium  salt,  and  crystallizes 
from  light  petroleum  in  long  colourless  needles,  melting  at  61°.^ 
Dinitro-^-najphthol,  CigH5(N02)20H,  is  formed  when  an  alco- 
holic solution  of  (5-naphthol  is  heated  with  dilute  nitric  acid.® 
It  is,  however,  best  obtained  from  /3-amidonaphthalene  by  dis- 
solving 50  grms.  of  this  with  30  grms  of  hydrochloric  acid  in  I 
litre  of  water,  cooling  the  solution  to  30 — 40°,  and  adding  a mix- 
ture of  100  grms.  of  sulphuric  acid  and  1 litre  of  water ; the 
whole  is  then  diluted  to  3 litres,  cooled  to  15°,  and  treated  with 
a solution  of  25  grms.  of  sodium  nitrite  in  water.  When  the 
precipitated  /3-ami donaphthalene  sulphate  has  redissolved,  the 
liquid  is  boiled  with  400  c.c.  of  nitric  acid  of  sp.  gr.  1'35.® 

It  crystallizes  in  lustrous,  light-yellow  needles,  which  become 
brown,  and  melt  at  195°,  and  are  very  slightly  soluble  in  boiling 
water,  more  readily  in  alcohol,  and  readily  in  ether.  It  dyes 
wool  and  silk  a fine  yellow.  Most  of  its  salts  are  only  slightly 
soluble  in  water.  On  oxidation  it  yields  a-nitrophthalic  acid, 
and  can  be  converted  into  a triamido-com  pound  which  contains 
two  amido-groups  in  the  ortho-  (I  : 2)  position.'^ 

^ Merz  and  Weith,  Ber.  15,  2708.  - Annalen,  189,  145. 

^ Wallach  and  Wichelhaus,  Bcr.  3,  846.  “*  Bottcher,  Ber.  16,  1933. 

^ Wallach  and  Wichelhaus,  loe.  cit.  « Grabe  and  Drews  ^ Ber.Yl  1170. 

" Loewc,  Ber.  23,  2546.  ’ 
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Ethyl  dinitro-^-naplit1iatc,  CjoH5(N02)20C2H5,  crystallizes  in 
light-yellow  needles,  and  melts  at  138°. 

Ethyl  trinitro-^-narphthate,  CioH^(N02)3.0C2H5,  is  obtained  by 
the  nitration  of  ethyl-/3-naphthyl  ether,  and  crystallizes  in  large, 
light-yellow,  lustrous  needles,  melting  at  186°^ 

Binitro-^-naphthol  ethyl  ether,  CioH5(N02)2(OC2H5)  (2  : 4' : 1'), 
is  obtained  by  the  action  of  well-cooled  fuming  nitric  acid  on 
the  diethyl  ether  of  /3-naphtholmonosulphide.  It  crystallizes 
from  alcohol  in  long,  slender,  silky,  light-yellow  needles,  melting 
at  215°.  On  oxidation  with  dilute  nitric  acid  at  160°  it  yields 
dinitrophthalic  acid  (CO2H  : CO2H  : NO2  : NO2  = 1:2:3:  6).^ 
Trinitrochloronaphthol  is  obtained  by  heating  trinitrodichloro- 
naphthalene  with  caustic  soda  solution  and  a little  alcohol. 
It  crystallizes  from  glacial  acetic  acid  in  light-yellow  needles, 
which  contain  a molecule  of  acetic  acid,  and  melt  with  decom- 
position at  156°.^  It  forms  crystalline,  orange-coloured  salts. 


THE  SULPHONIC  ACIDS  OF  a-NAPHTHOL. 

a-NAPHTHOL-a-SuLPHONIC  AciDS. 

2601  1 : ^-NaphthoUulyhonic  acid,  C;^QHg(0H)S03H,  was  ob- 
tained by  Erdmann  from  1 : 4-naphthylaminesulphonic  acid, 
which  is  usually  termed  na]Dhthionic  acid,  by  converting  it  into 
the  diazo-compound,  and  bringing  this  in  the  moist  state  into  a 
boiling  mixture  of  100  grins,  of  concentrated  hydrochloric  acid 
and  400  grnis.  of  water.  It  was  then  converted  into  the  lead 
salt,  and  the  latter  decomposed  by  sulphuretted  hydrogen  in 
aqueous  solution.^  It  crystallizes  in  transparent  tablets,  which 
become  dark-coloured  at  120°,  and  melt  at  170°  with  evolution 
of  gas  when  they  are  rapidly  heated.  Dilute  nitric  acid  con- 
verts it  into  dinitro-a-naphthol,  resinous  products  being  also 
formed.  Its  aqueous  solution  has  a strongly  acid  reaction,  and 
an  astringent  taste ; ferric  chloride  produces  in  it  a fugitive 
blue  colouration  which  becomes  red  on  heating  and  disappears 
again  when  the  solution  cools.  When  potassium  dichromate  is 
added  to  the  aqueous  solution  a brownish-red  colouration  is 
produced,  and  the  liquid  becomes  turbid  on  heating ; if  sulphuric 

^ Stfidel,  Annalev,  217,  171.  ^ Omifrowicz,  Bcr.  23,  3361. 

‘ Clove,  Ber.  23,  957.  •*  Annalen,  247,  341. 
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acid  be  now  added  a smell  of  a-najDlithoqiiinone  becomes 
percejDtible,  and  this  substance  soon  separates  out  in  yellow, 
glittering  crystals. 

A solution  of  tlie  acid  gives  with  1 : 4-diazonaphthalene 
sulplionic  acid  in  presence  of  sodium  acetate  a bluish-red  colour- 
ing matter  (Azorubin  S.),  which  is  neither  altered  by  acids  nor 
alkalis.  The  acid  is  j)repared  on  the  large  scale  by  heating 
100  kilos  of  sodium  naphthionate  with  100  kilos  of  caustic  soda 
solution  of  50  per  cent,  for  8 — 10  hours  to  240 — 260°  under 
pressure.^ 

According  to  the  patent  of  Dahl  and  Co,,  it  is  obtained  by 
diazotising  20  kilos,  of  naphthionic  acid  with  7 kilos,  of  sodium 
nitrite,  filtering  off  the  diazo-acid  formed,  pressing,  and  then 
bringing  it  into  100  litres  of  boiling  water  acidified  with 
sulphuric  acid.  As  soon  as  the  evolution  of  gas  has  ceased,  the 
solution  is  neutralized  with  milk  of  lime,  and  the  calcium  salt 
converted  into  the  sodium  salt,  which  is  soluble  in  alcohol  of 
90  per  cent.,  from  which  it  crystallizes  in  large  needles.  It  is 
employed  in  the  preparation  of  azo-colouring  matters.^ 

1 ; 41  -Naphtholsulphonic  acid  was  jDrepared  by  Erdmann  from 
the  corresponding  naphthylaminesulphonic  acid  ; it  forms  an 
indistinctly  crystalline  mass,  which  melts  at  110 — 120°,  and 
yields  with  1 ; 4-diazonaphthalenesulphonic  acid  a colouring- 
matter,  which  can  only  be  distinguished  from  the  corresponding 
1 : 4-derivative  by  its  somewhat  bluer  shade. 

1 : V -Naphtholsul]phonic  acid  is  not  formed  in  the  free  state 
when  1 ; I'-diazonaphthalenesulphonic  acid  is  treated  with  water, 
alcohol,  or  dilute  acids,  but  forms  an  anhydride  which  may  be 
considered  as  a kind  of  lactone  : ^ 


SO2— 0 


Nctphthosultone,  C^QH^jOg,  as  it  is  termed  by  Erdmann,  is  the 
first  example  of  a new  class  of  compounds,  the  sultones  (con- 
tracted from  sulpholactones),  which  are  derived  from  the  7- 
hydroxysulphonic  acids  in  the  same  way  as  the  lactones  from 
the  7-hydroxycarboxylic  acids. 

^ Actiengesellscli.  Anilinfarb,  Berlin.  Ber.  22,  c. 

^ Schultz,  Stcinkohlenthcer,  1,  629.  ^ Schultz,  Bcr.  21,  3162. 
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Naplitliosiiltone  is  scarcely  soluble  in  Avater,  slightly  in  alcohol, 
but  readily  in  hot  benzene,  from  which  it  crystallizes  on  gradual 
evajDoration  in  very  broad,  transparent  prisms,  which  have  a 
vitreous  lustre,  and  melt  at  154°.  It  boils  above  360°,  and  forms 
a vapour  the  specific  gravity  of  which  is  7‘26  (Erdmann). 

Its  great  stability  towards  alkalis  is  remarkable,  as  it  is  not 
altered  by  these  in  the  cold,  but  forms  1 ; I'-naphtholsulphon" 
ates  on  heating,  the  solution  simultaneously  becoming  yellow. 

The  free  1 : 1'-naphtholsulphonic  acid  is  obtained  by  decom- 
posing the  lead  salt,  suspended  in  water,  with  suliDhuretted 
hydrogen.  The  solution  can  be  concentrated  over  the  Bunsen 
fiame  without  any  alteration  of  the  acid.  If  it  be  then  allowed 
to  evajDorate  in  a vacuum  over  sulphuric  acid,  the  1:1'- 
naphtholsulphonic  acid  is  obtained  as  a radiating  brittle  crys- 
talline mass,  which  contains  a molecule  of  water,  is  readily 
soluble  in  Avater,  and  has  an  acid  reaction  and  a bitter  taste. 
Its  great  stability  on  heating  is  exceptional ; it  melts  at 
106 — 107°  and  solidifies  immediately  on  cooling.  If  it  be  more 
strongly  heated  it  boils  violently  at  180°  and  gives  off  its  Avater 
of  crystallization,  after  Avhich  it  does  not  solidify  on  cooling,  but 
dissolves  completely  Avhen  brought  into  Avater.  At  a still  higher 
temperature  partial  carbonization  occurs,  sulphur  dioxide  is 
given  off  and  a slight  sublimate  of  naphthosultone  is  formed. 

Potassium  1 : V -napJitholsulpJwnate,  CiqH^^(OK)S03K.  When 
naphthosultone  is  heated  under  pressure  Avith  concentrated 
caustic  potash  solution,  a basic  salt  separates  out  on  cooling  in 
needles,  and  is  readily  converted  by  hydrochloric  acid  into  the 
soluble  normal  salt ; the  latter  is  precipitated  from  solution  by 
potassium  chloride  in  small  lustrous  plates. 

Basic  Sodium  1 : V -naphtholsulphonate,  2CjoH(.(ONa)S03Na  -f 
3H.2O,  has  been  obtained  by  boiling  the  ammonium  salt  with 
caustic  soda ; it  is  also  readily  soluble  in  Avater,  and  crystallizes 
from  caustic  soda  solution,  in  Avhich  it  is  only  slightly  soluble 
even  on  heating,  in  masses  of  small  needles. 

Ammonium  1 : V -naijhtholsulijhonate,  CioH(.(OH)S03NH4,  is 
formed  Avhen  the  sultone  is  heated  to  130°  with  dilute  alcoholic 
ammonia ; it  crystallizes  in  lustrous  plates,  which  are  readily 
soluble  in  water. 

Basic  Lead  1 : V -naphtholsulphonatc,  CjoHgOPbSOg  -f  3H2O, 
is  a Avhite  amorphous  or  microcrystalline  precipitate,  Avhich  is 
obtained  by  adding  lead  acetate  to  a hot  solution  of  the  am- 
monium salt  and  boiling  up  the  liquid  for  an  instant. 
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When  sodium  acetate  and  1 : 4-diazonaphtlialenesulihionic 
acid  are  added  to  a solution  of  the  ammonium  salt,  a reddish- 
yellow  azo-colouring  matter  is  obtained,  the  colour  of  which  is 
converted  into  yellow  by  acids  and  deep-violet  by  alkalis.  Feiric 
chloride  added  to  a solution  of  the  acid  or  its  ammonium  salt 
produces  a splendid  dark-green  colouration,  which  passes 
through  yellow  to  red  ; the  careful  addition  of  hydrochloric  acid 
renders  the  colour  still  finer,  but  it  is  destroyed  by  an  excess  of 
the  acid. 

ChloronapUhosultone,  CioH^ClSOg,  is  formed,  instead  of  1:1'- 
dichloronaphthalene  (p.  41),  when  1 : 1'-diazonaphthalenesul- 
phonic  acid  is  heated  with  phosphorus  pentachloride  : 


,.N=Ns 
^ SO.  ^ 


>0  = 


.0 


'SO. 


+ N. 


C,„H /?  + PCI,  = C„,H,Cl/ I + HCl  + PCI, 


SO, 


^SO, 


Chloronaphthosultone  crystallizes  from  alcohol  in  long  yellow 
needles,  melts  at  174 — 175°,  and  dissolves  in  a boiling  concen- 
trated solution  of  caustic  potash ; on  cooling  a yellow  salt  is 
deposited,  the  aqueous  solution  of  which  is  coloured  dark  green 
by  ferric  chloride,  the  colour  changing  rapidly  to  a sj)lendid 
magenta  (Erdmann). 


a-NAPHTHOL-yS-SULPHONIC  AciDS. 

2611  1 : 2-Na])ht]wlsid2jJionic  acid  was  obtained  by  Schaffer, 
who  described  it  as  a-naiohtholsidijlionic  acid,  by  heating  a- 
naphthol  on  the  water-bath  with  twice  its  weight  of  sulphuric 
acid  until  it  was  completely  dissolved  and  not  precipitated  by 
the  addition  of  water ; he  then  prepared  the  lead  salt  and 
decomposed  this  with  sulphuretted  hydrogen.^ 

1 : 2-Naphtholsulphonic  acid  crystallizes  in  radiating  masses 
of  long  needles,  is  very  deliquescent,  and  becomes  brown  and 
melts  at  101°.  Ferric  chloride  added  to  the  aqueous  solution 
produces  a deep-blue  colouration,  which  becomes  green  on 
lieating,  but  changes  back  again  to  blue  on  cooling. 

^ Annalcn,  152,  293. 
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Calcium  1 : ^-naiMiolstdphonaie,  (C\qH7S04)2Cu  -hSHoO,  crys- 
tallizes in  small  very  lustrous  plates,  which  are  readily  soluble 
in  water,  less  readily  in  alcohol. 

Lead  1 : ^-naplitliohulphonatc,  (C^QH^SOJgPb  4H2O,  forms 
aggregates  of  small  needles,  and  is  readily  soluble  in  water. 

The  constitution  of  this  acid  follows  from  the  fact  that  it  is 
converted  by  the  further  action  of  sulphuric  acid  into  a 
disulphonic  acid,  which  is  also  obtained  from  1 : 4-naphthol- 
sulphonic  acid,  and  which  is  quantitatively  converted  by  nitric 
acid  into  dinitro-a-naphthol.^ 

Dinitro-a-naphthohulplionic  acid,  C4qH4(N02)2(OH)S03H,  was 
discovered  by  Caro,  who  obtained  it  by  heating  a-najDhthol- 
trisulphonic  acid  with  nitric  acid.  Lauterbach,  who  carefully 
investigated  it,  found  that  it  is  not  formed  by  the  action 
of  sulphuric  acid  on  dinitronaphthol.^  It  is  also  obtained 
when  sulphuric  acid  is  added  to  a boiling  solution  of  calcium 
a-naphthylaminetrisulphonate,  sodium  nitrate,  and  sodium 
nitrite.^ 

Dinitronaphtholsulphonic  acid  crystallizes  best  from  hydro- 
chloric acid,  in  long  yellow  needles,  and  is  an  excellent  yellow 
dye,  which  is  superior  to  dinitronaphthol  because  it  is  not 
volatile  and  therefore  adheres  more  firmly  to  the  fibre  and 
withstands  steaming.  It  also  differs  from  dinitronaphthol  in 
not  being  poisonous  (p.  99). 

Griibe  has  shown  that  dinitronaphtholsulphonic  acid  is 
oxidized  to  a-sulphophthalic  acid  when  its  aqueous  solution  is 
heated  with  nitric  acid,  and  it  follows  from  this  that  tlie  sulpho- 
group  is  in  the  position  2'  or  This  point  has  been  decided 
by  Armstrong  and  Wynne,  who  have  found  that  dinitronaiDlitho]- 
sulphonic  acid  is  also  obtained  when  a-naphthylamine  -4  : 2'- 
disulphonic  acid  is  diazotized  and  the  product  heated  with  nitric 
acid,^  Its  constitution  is  therefore  NOg  : NOg  : SO3H  = 2:4:2'. 

Potassium  dinitronaphtholsulphoncdc,  CiqH4(N 03)2(0 K)S03K, 
is  slightly  soluble  in  cold,  more  freely  in  hot  water,  and  forms 
lemon-yellow  crystalline  crusts,  which  become  coloured  deep-red 
on  heating  and  then  detonate.  It  is  found  in  the  market  under 
the  names  of  Naphtliol  ycllovj  S,  or  Acid  yellow  S.  It  is  con- 
verted by  dilute  sulphuric  acid  into  the  more  soluble  acid  salt, 

C4oH4(N02)2(OH)S03K. 

^ Bender,  Ber.  22,  993,  - Ber.  13,  2028. 

^ Farbwerke,  vorni.  Meistcr,  Lucius  and  ]5riining,  Ber.  16,  1517. 

-*  Ber.  18,  1126.  •>  Proc.  Chem.  Soc.  1889—1890,  16. 
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a-NAPHTHOLDISULPHONIC  ACIDS,  Cj(,H5(0H)(S03H)2. 

2612  Bender  found  that  1 : 2-  and  1 : 4-naplitliolsuli)honic 
acids  are  the  first  products  of  the  action  of  sulphuric  acid  on 
a-naphthol,  and  that  these  are  then  rapidly  converted  into 

1:2:  4i-Naphtholdisul2jlwnic  acid.  When  much  sulphuric  acid 
is  used,  and  especially  when  it  is  fuming  sulphuric  acid,  this 
disulphonic  acid  is  converted  into  a trisulphonic  acid  which 
passes  into  a new  disulphonic  acid  as  the  temperature  rises. 
If  only  a small  amount  of  ordinary  sulphuric  acid  be  employed, 
the  trisulphonic  acid  is  formed  in  very  small  quantity,  and  the 
1:2:  4-disulphonic  acid  is  converted  into  the  isomeric  acid, 
which  yields  azo-colours  and  is  converted  by  nitric  acid  into 
dinitronaphtholsulphonic  acid,  resinous  products  being  also 
formed.  1:2:  4-Naphtholdisulphonic  acid,  on  the  other  hand, 
does  not  yield  azo-colours,  and  is  quantitatively  converted  into 
dinitronaphthol  by  nitric  acid,  whilst  on  boiling  with  hydrochloric 
acid  or  dilute  sulphuric  acid  a sulpho-group  is  lost  and  a mixture 
of  1 : 2-  and  1 : 4-naphtholmonosulphonic  acids  formed, 

1:8:  V -Naphtholdisul'phonic  acid,  is  prepared  from  the  corre- 
sponding a-naphthylaminedisulphonic  acid  by  converting  the 
sodium  salt  into  the  diazo-compound,  suspending  this  in  water^ 
adding  a little  sulphuric  acid  and  boiling.  Its  sodium  salt, 
CioH5(OK)(S03Na)2  -t-  bHgO,  crystallizes  in  long  prisms  and  is 
readily  soluble  in  water ; its  solution  is  coloured  deep-blue  by 
ferric  chloride.  Concentrated  nitric  acid  acts  vigorously  upon  it 
on  warming,  but  without  the  production  of  a colouring  matter 
analogous  to  naphthol-yellow.  With  diazo-compounds  it  yields 
colouring-matters,  which  are  remarkable  for  their  purity  of 
shade. 

Naphthosultonesul]jlionic  acid,  CioH5(0-S02)S03H,  is  formed 
when  the  diazo-compound  is  only  boiled  until  the  evolution  of 
nitrogen  has  ceased  and  the  solution  then  rapidly  cooled,  the 
sodium  salt,  C^QH5(S03)S03Na  -f  3H2O,  being  thereby  obtained 
in  long  needles.  The  free  acid  also  crystallizes  in  needles,  and,  as 
well  as  its  alkali  salts,  is  readily  converted  into  the  disulphonic 
acid.  When  it  is  brought  into  a solution  of  ammonia,  on 
the  other  hand,  naflitliolsidiolicmiidosul^lionic  acid,  CioH5(OH) 
(S02.NH2)&03H,  is  formed.  This  acid  crystallizes  in  coarse 
needles  or  long,  slender  prisms,  and  is  moderately  soluble  in 
cold  water. 
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These  compounds  have  the  following  constitutions  : ^ 


Disulphonic 


Sultonesulplionic 


Sulphain  idosulphonic 


Acid. 


Acid. 


Acid. 


SO3H  OH 


SO2— 0 


NH2SO2  OH 


SO3H 


SO3H 


SO3H 


1:4:  \' a'phtlwldisul'plionic  acid,  or  a-NaiJhtholdisulphonic 
acid  S,  may  be  obtained  from  1 : 1'-amidonajDhthalenesulphonic 
acid  by  either  of  two  methods.^ 

The  amido-acid  may  be  converted  by  further  sulphonation  into 
a-naphthylaminedisulphonic  acid  S,  which  is  then  diazotized,  or 
the  1:1'  acid  itself  may  be  diazotized  and  the  naphthosultone 
thus  formed  further  sulphonated.  The  sodium  salt  is  very 
readily  soluble  in  water,  crystallizes  in  plates,  and  gives  a deep- 
blue  colouration  with  ferric  chloride. 

1:4:  V-Nctphthosultonesulphonic  acid,  CjqH5(S02.0)S03H,  is 
formed  by  the  action  of  concentrated  sulphuric  acid  on  the  pre- 
ceding compound,  and  is  the  first  product  of  the  sulphonation  of 
naphthosultone.  It  is  prepared  by  bringing  1 part  of  the  latter 
into  8 parts  of  cooled  sulphuric  acid,  containing  5 per  cent, 
of  anhydride,  allowing  the  mixture  to  stand  for  an  hour,  and 
then  pouring  it  gradually  into  a mixture  of  12  parts  of  ice  and 
Hi  parts  of  saturated  salt  solution,  which  must  be  well  stirred 
and  cooled.  The  sodium  scdt,  which  is  thus  formed,  crystallizes 
from  water,  in  which  it  is  much  less  soluble  than  the  salt  of  the 
disulphonic  acid,  in  elongated  hexagonal  plates  containing  three 
molecules  of  water.  It  gives  no  colouration  with  ferric  chloride. 
On  boiling  with  an  alkali,  or  for  some  time  with  dilute  suljDhuric 
acid  or  water,  the  corresponding  salt  of  a-naphtholdisulphonic 
acid  is  formed. 

a-Naphtholsulphamidosulphonic  acid  B,  CioH5(OH)(S02NHo) 
SO3H.  The  sodium  salt  of  this  acid  is  formed  when  sodium 
naphthosultonesulphonate  is  brought  into  concentrated  ammonia 
solution.  It  crystallizes  in  rhomboid  plates,  containing  two 
molecules  of  water  (Bernthsen), 

a-Naphtholtrisulphonic  acid,  CjQH4(0H)(S03H)g,  is  formed,  as 
already  mentioned,  from  the  1:2:  4-disul])honic  acid.  It  crystal- 


^ Bernthsen,  Her.  22,  3327. 

' German  Patent  40571,  December  23rd,  1885  ; Bernthsen,  Bcr  23,  3090. 
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lizes  witli  difficulty  in  slender  needles,  and  forms  a readily  soluble 
potassium  salt,  wliich  crystallizes  well  (Lauterbacli).  Nitric  acid 
converts  it  quantitatively  into  dinitronaplitliolsulplionic  acid,  so 
that  the  sulpho-groups  must  have  the  position  2:4:2'. 


THE  SULPHONIC  ACIDS  OF  /?-NAPHTHOL. 


2613  The  first  product  of  the  action  of  sulphuric  acid  on 
/3-naphthol  is  /3-naphthyl  sulphate,  which  is  then  mainly  con- 
verted into  y5-iiaphthol-a-sulphonic  acid ; this  subsequently 
passes  into  the  (3-  and  S-acids,  from  which  the  disulphonic  acids 
are  formed  on  further  heating  (p.  28).^ 

^-Naphthol-a-sulphonic  acid,  which  is  also  known  as  croceic 
acid,  is  formed,  together  with  its  isomerides,  when  yS-naphthol 
is  rapidly  added  to  twice  its  weight  of  concentrated  sulphuric 
acid,  but  the  temperature  not  allowed  to  rise  above  50 — 60°.-  It 
has  also  been  obtained  from  the  corresponding  /9-naphthylamine- 
sulphonic  acid  by  means  of  the  diazo-reaction.^  It  is  only 
known  in  solution,  since  it  decomposes  into  /3-naphthol  and 
sulphuric  acid  on  evaporation.  It  may  be  separated  from  the 
/3-acid  by  means  of  its  basic  salts,  which  are  readily  soluble  in 
alcohol.  On  heating  its  salts  with  phos|3horus  pentachloride, 
I : 2'-dichloronaphthalene  is  formed,  whilst  a-naphthalene- 
sulphonic  acid  is  produced  when  the  hydroxyl  group  is  replaced 
by  hydrogen ; ^ on  oxidation  it  yields  v-sulphoifiithalic  acid,-^ 
and  has  therefore  the  following  constitution  : 


Normal  sodium  ^-naijhtliol-a-sulplionate,  C^oH^.(OH)S03Na, 
crystallizes  in  lustrous,  six-sided  plates,  which  are  readily  soluble 
in  water,  but  only  slightly  in  alcohol. 

1 Armstrong,  Ber.  15,  200  ; Green,  Journ.  Chem.  Soc.  1889,  33  ; Schultz, 

Steinkohlentheer,  1,  642. 

- Farbwerke,  vorm.  Bayer  and  Co.,  Ber.  15,  1351,  1352. 

3 Bad.  Aniliii-imd  Sodafabrik,  Ber.  16,  448  ; Bayer  and  Duisberg,  Ber.  20 
1426. 

■*  Patzinger  and  Duisberg,  Ber.  22,  396  ; Nietzki  and  Ziibelin,  Ber.  22  453. 

® Nolting,  Ber.  22,  454.  ’ 
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Basic  soclmm  /S-najyhthol-a-sulphonate,  C^QHg(0Na)S03Na, 
crystallizes  from  hot  alcohol  in  spherical  aggregates  of  slender 
needles,  and  is  soluble  in  water  in  every  proportion. 

The  normal  and  basic  salts  of  calcium  and  barium  are  readily 
soluble  in  water,  but  not  in  absolute  alcohol. 

Lead  ^-naphthol-a-sulijhonate,  2(C^oH70.S03)2Pb  + 5H2O, 
crystallizes  in  lustrous  rhombohedra,  and  is  soluble  in  water  and 
dilute  alcohol. 

/S-Naphthol-a-sulphonic  acid  and  its  isomerides  are  employed 
for  the  manufacture  of  colouring  matters  which  will  be  sub- 
sequently described.  It  differs  from  the  isomeric  acids  inasmuch 
as  it  is  converted  by  heating  with  dilute  nitric  acid  into  dinitro- 
^-na'phtlwl-a-sulpJionic  acid,  CiqH^(0H)(N02)2S03H,  potas- 
sium salt  of  which,  CigH^(0K)(N02)2S03K,  crystallizes  in  small 
golden-yellow  plates,  and  is  called  crocei’n  yellow,  but  is  not 
employed  as  a dye  because  it  is  dearer  than  naphthol  yellow  S.  It 
is  converted  by  dilute  acids  into  the  salt,  CiqH4(N02)2(0H)S03K, 
which  crystallizes  in  long  yellow  needles.^ 

^-Naphthol- ^-sulphonic  acid,  was  obtained  by  Schalfer,  who 
termed  it  y8-naphtholsulphonic  acid,  in  the  same  way  as  a- 
naphtholsulphonic  acid  is  obtained  from  a-naphthol.  It  is  also 
formed  when  /3-naphthalenedisulphonic  acid  is  fused  with 
caustic  potash  ^ and  crystallizes  in  small  plates,  which  have  an 
unctuous  touch,  are  not  deliquescent,  dissolve  readily  in  water 
and  alcohol,  and  melt  at  125°.  Its  aqueous  solution  is  coloured 
a faint  green  by  ferric  chloride,  and  deposits  a brown  flocculent 
precipitate  on  heating.  When  the  salts  of  the  acid  are  heated 
with  phosphorus  chloride,  2 : 3'-dichloronaphthalene  is  formed.^ 

Calcium  ^-naphthol- (3-sulphonate,  (CiQH70.S03)2Ca  -1-  5H2O, 
crystallizes  in  light,  silky  plates,  which  are  readily  soluble  in 
water  and  alcohol. 

Lead  ^-naphthol- ^-suliihonatc,  (CioH70S03)2Pb  -f-  GHgO,  is, 
readily  soluble  in  water,  less  freely  in  alcohol,  and  forms  silvery 
plates. 

^-Naphthol-h-sulphonic  acid,,  is  formed,  together  with  the 
/S-/S-acid  when  /S-naphthol  is  heated  to  100°  with  sulphuric 
acid,'*  and  when  a-naphthalenedisulphonic  acid  is  heated  with 

^ Farbwerke,  vorm,  Bayer  and  Co.,  German  Patent,  No.  18027  ; Nietzki  and 
Ziibeliri,  loc.  cit. 

~ Armstrong  and  Graham,  Journ.  Chem.  Soc.  1881,  1,  135, 

3 Claus  and  Zimmermann,  Ber.  14,  1447. 

* Green,  loc.  cit.  ; Armstrong  and  Graham,  loc.  cit. 
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caustic  soda  solution  to  250°,  and  lias  also  been  prepared  from 
the  corresponding  y5-naplithylaminesulplionic  acidd  It  crystal- 
lizes from  strong  hydrochloric  acid  in  needles  containing  water 
of  crystallization,  and  decomposes  on  heating  to  200°  with  the 
dilute  acid  into  sulphuric  acid  and  yS-naiDhthol.  Phosphorus 
pentachloride  converts  it  into  2 : 2'-dichloronaphthalene. 

Sodium  ^-najdithol-B-suljjhonate,  2CioH70.S03Na  + 5H2O, 
forms  large  plates,  which  readily  dissolve  in  Avater,  to  which  they 
impart  a blue  fluorescence,  and  are  reprecipitated  by  common 
salt.  The  barium  salt  crystallizes  in  indistinct  prisms,  and  is 
somewhat  more  readily  soluble  in  water  than  that  of  the  /S-acid. 

^-Naphthol-a-disulpho7iic  acid,  C;^qH5(0H)(S03H)2,  is  obtained, 
together  with  the  following  compound,  when  ^-naphthol  is 
heated  to  100 — 110°  with  2 — 3 parts  of  fuming  sulphuric  acid 
until  all  the  naphthol  is  attacked ; the  acids  are  then  separated 
by  means  of  their  barium  salts.  ^ 

The  a-acid  crystallizes  in  silky,  deliquescent  needles,  which 
are  insoluble  in  ether.  With  diazo-salts  it  forms  deep-red  or 
violet  colouring  matters,  and  the  solutions  of  its  salts  have  a 
bluish-green  fluorescence,  which  is  increased  by  the  addition 
of  ammonia.  When  the  hydroxyl  group  is  replaced  by  hydrogen, 
a-naphthalenedisulphonic  acid  is  obtained  (Pfitzinger  and  Duis- 
berg).  ^ 

Barium  ^-naphthol-a-disulphonatc,  CjoH5(OH)(S03)2Ba  fl- 
6H.,0,  crystallizes  in  needles,  which  are  slightly  soluble  in 
cold,  more  readily  in  hot  water,  and  very  slightly  in  alcohol. 

^-Naphthol- jS-disulphonic  acid,  also  forms  very  deliquescent, 
silky  needles,  which  are  insoluble  in  ether.  It  gives  orange  or 
light-red  colouring  matters  with  diazo-salts,  and  forms  salts 
which  have  a bluish-green  fluorescence. 

Barium  ^-napMhol-^-disidphoriaU,  CjoH5(OH)(S03)2Ba  -f 
8H2O,  crystallizes  in  small  white  prisms,  which  are  very 
readily  soluble  in  water,  but  only  slightly  in  alcohol. 

^-Naplithol-<y-disulplionic  acid  was  obtained  by  Armstrong 
from  ^-naphthol  by  the  action  of  chlorosulphonic  acid.  It  forms 
a barium  salt,  which  crystallizes  in  large,  hard  prisms,  and  is 
only  slightly  soluble  in  water.^ 

^-Naphtholtrisulphonic  acid,  CioH4(OH)  (80311)3,  is  formed 
when  ^-naphthol  is  heated  for  a considerable  time  with 

1 Bayer  and  Duisberg,  Bcr.  20,  1456  ; Weinberg,  Ber.  20.  2906  : Schultz 
Ber.  20,  3158.  ’ 

- Griess,  Ber.  13,  1956.  3 203. 
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sulphuric  acid,  and  is  best  obtained  by  heating  one  part  oi’ 
/3-napbthol  with  two  parts  of  sulphuric  acid  at  70 — 80°,  in  order 
that  the  monosulphonic  acid  may  be  obtained,  then  adding  two 
parts  of  sulphuric  acid  and  heating  for  some  time  at  120° 
and  finally  adding  two  parts  of  fuming  sulphuric  acid,  containing 
•10  per  cent,  of  sulphur  trioxide,  and  raising  the  temperature  to 
150°.  This  acid,  the  properties  of  which  have  not  yet  been 
described,  is  employed  for  the  preparation  of  azo-colours.^ 


THE  THIONAPHTHOLS. 

2614  a-T}iiona]jlithol  or  a-Naphtliyl  hydrosulphide,  C^qH^.SH, 
is  formed  by  the  action  of  zinc  and  dilute  sulphuric  acid  on 
a-naphthalenesulphochloride.^  In  order  to  prepare  it,  twenty 
parts  of  sodium  a-naphthalenesulphonate  are  decomposed  by 
18‘5  parts  of  phosphorus  pentachloride,  and  the  product  of  this 
reaction  added  to  a cooled  mixture  of  40  parts  of  zinc  dust  and 
240  parts  of  25  per  cent,  sulphuric  acid  ; the  whole  is  then 
heated  until  the  thionaphthol  has  separated  out  as  an  oil,  which 
is  then  taken  up  with  ether,  and,  after  the  evaporation  of  the 
latter,  twice  rectified  under  diminished  pressure.^ 

a -Thionaphthol  is  a heavy,  colourless,  strongly  refractive,  oily 
liquid,  which  has  a faint  odour  of  the  mercaptans,  and  solidifies  to 
a crystalline  mass  at  a low  temperature.  It  boils  under  a pressure 
of  15  mm.  at  152'5 — 153‘5°  and  at  286°  at  the  ordinary  jDressure. 
Its  had  salt,  (CioH7S)2Pb,  is  a heavy,  yellow  precipitate. 

a-Tliionaplitkyl  ethyl  ether,  C^qH^.S.C.^Hj,  is  formed  when 
thionaphthol  is  heated  with  ethyl  iodide,  alcohol  and  caustic 
potash  ; it  is  an  oily  liquid,  which  boils  at  167 — 167'5°  undei' 
a pressure  of  15  mm. 

a-Th.ionaphthyl  aeetate,  C^oH-.S.CO.CHg,  is  obtained  by  the 
action  of  acetyl  chloride  on  thionaphthol  as  a liquid  which  boils 
at  188°,  under  a pressure  of  15  mm. 

a-Thionaphthyl  henzoate,  CjoH^.S.CO.CgHg,  forms  crystals 
melting  at  116 — 117°,  and  boils  at  262°  under  a pressure  of 
1 5 mm. 

1 Levinstein,  Bcr.  16,  462  ; Limpacli,  Her.  16,  726. 

- Schertel,  Annalcn,  132,  91  ; Maikopar,  ZcUsch.  Chem.  1869,  711. 

3 Kraflt  and  Sclionherr,  Bcr.  22,  821. 
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a-Naphthyl  sulphide,  (CioH7)2S,  was  obtained  by  Armstrong  by 
distilling  a mixture  of  potassium  a-naplitlialenesulphonate  and 
potassium  thiocyanate/  whilst  Krafft  and  Schonherr  prepared  it 
by  distilling  lead  a-thionaphthate  at  a very  low  pressure,  and 
Kraft  and  Bourgeois, ^ by  the  action  of  bromonaphthalene  on 
lead  thionaphthate.  It  crystallizes  from  alcohol  in  white 
needles,  melting  at  110°,  and  boils  at  289 — 290°  under  a 
pressure  of  15  mm. 

a-Naphihyl  disulphide,  (0^0117)282,  was  prepared  by  Schertel 
by  allowing  a solution  of  thionaphthol  in  alcoholic  ammonia  to 
stand  in  the  air ; it  forms  monosymmetric  crystals  melting 
at  85°. 

^-Nitro-a-naphthyl  disulphide,  (0^0110^02)282,  is  obtained  by 
boiling  a solution  of  1 : 4-nitronaphthalenesulphochloride  in 
acetic  acid  with  hydriodic  acid.  It  forms  greenish-yellow  scales, 
which  are  very  sparingly  soluble  in  the  ordinary  solvents,  and 
melt  at  186°.^ 

V -Chlor-a-naphthyl  disulphide,  (OjoIIg01)o82,  is  prepared  in  a 
similar  manner  to  the  above.  It  separates  from  alcohol  in 
tabular  crystals,  and  melts  at  110°.^ 

Phenyla-naphthyl  sulp>hide,  OgH5.8.07oIl7,  is  prepared  by  heat- 
ing lead  thiophenate  with  a-bromonaphthalene.  It  forms  hard 
and  colourless,  lustrous,  odourless  prisms,  is  slightly  soluble 
in  cold  alcohol  and  ether,  melts  at  41*5°,  and  distils  at  218° 
under  a pressure  of  14  mm.  On  oxidation  it  yields  the  corre- 
sponding sul phone  ^ (p.  68). 

^-Thionaphthol  is  obtained  in  a similar  Avay  to  the  a-com- 
pound,  and  crystallizes  in  lustrous  scales,  which  have  a faint 
odour  of  the  mercaptans  and  are  readily  soluble  in  alcohol  and 
ether.  It  melts  at  81°,  boils  at  153'5°  under  a pressure  of  15  mm., 
and  at  286°  under  the  ordinary  pressure.  Its  lead  salt  is  an 
orange-yellow  crystalline  precipitate. 

jB-Thionaphthyl  ethyl  ether  is  a crystalline  mass  which  melts 
at  16°  and  boils  at  170'5°  under  a pressure  of  15  mm. 

(B-Thionaphthyl  cyanate,  CjgIl78CN,  is  formed  when  a current 
of  cyanogen  chloride  is  passed  into  alcohol  in  which  the  lead 
salt  is  suspended.  It  is  a snow-white,  lustrous  mass,  melting 
at  35°,  and  is  reconverted  into  thionaphthol  by  the  action  of 
potassium  hydrosuljDhide.® 

1 Bcr.  7,  407.  2 23,  3045. 

3 Cleve,  Ber.  23,  960.  Clove,  Ber.  23,  963. 

= Krafft  and  Bourgeois,  Bcr.  23,  3046.  Billeter,  Bcr.  8,  426. 
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^-Thiona'phthyl  acetate  is  also  crystalline,  melts  at  53'5°,  and 
boils  at  191°  imder  a pressure  of  15  mm. 

^-Thionaplithyl  benzoate  melts  at  108°,  and  boils  at  267° 
under  a jDressure  of  15  mm. 

j3-^~ Dinaphthyl  sulphide  is  formed  when  the  lead  salt  is 
distilled  under  diminished  }3ressure,  and  crystallizes  from  alcohol 
in  thin  plates,  with  a vitreous  lustre.  It  melts  at  151°,  and 
boils  at  295 — 296°  under  a pressure  of  15  mm.  (Krafft  and 
Schdnherr). 

^-Dinaphthyl  disulphide  is  obtained  by  the  oxidation  of 
thionaphthol  and  by  heating  the  thiocyanate  with  sodium 
amalgam  to  150 — 160°.  It  crystallizes  in  small  needles,  melting 
at  182°  (Billeter),  and  on  heating  with  copper  powder  is  con- 
verted into  the  monosulphide  (Krafft  and  Schdnherr). 

a-jS-Dinaphthyl  sulphide  is  formed  when  the  lead  salt  of 
^-thionaphthol  is  heated  with  a slight  excess  of  a-bromo- 

naphthalene  in  a sealed  tube  for  two  to  three  hours  at  200 — 

220°,  and  then  for  an  equal  length  of  time  at  240°.^  It  crys- 
tallizes from  alcohol  in  lustrous  pJates,  melts  at  60 —61°,  and 
distils  without  decomposition  at  290 — 291°  (15  mm.).  On 

oxidation  it  yields  a-/3-dinaphthylsulphone,  melting  at  123°. 

Phenyl- ^-naphthyl  sulphide,  Cj.H^.S.CjqH^,  is  obtained  by 
heating  lead  ^-thionaphthate  with  bromobenzene.  It  crystal- 
lizes from  alcohol  in  fan-shaped  groups  of  small,  white  odourless 
needles,  or,  when  the  solution  is  rajtidly  cooled,  in  dull  plates, 
melts  at  51 ’5°,  and  boils  at  224°  (14  mm.  pressure).  On 

oxidation  it  yields  the  corresponding  sulphone  ^ (p.  68). 

^-Dihydroxyna2)hthyl  sulphide,  (HO.CjqH(.)2S,  which  is  also 
termed  ^-naphthol  sulphide,  is  formed  by  the  action  of  sulphur 
dichloride  on  /3-naphthol  ^ and  by  heating  the  latter  with 
sulphur,  and  gradually  adding  lead  oxide. It  crystallizes  from 
hot  alcohol  in  white  prisms,  melts  at  215°,  and  is  readily  soluble 
in  ether,  benzene  and  alkalis.  The  sodium  salt  forms  aggregates 
of  thick,  colourless  needles,  containing  six  molecules  of  water  of 
crystallization.  On  heating  witli  coj)per  powder  it  is  converted 
into  /S-dinaphthol,  C.,oHj2(OH)2.  Dilute  nitric  acid  converts  it 
into  phthalic  acid.  Mercuric  oxide  converts  the  sulphide  in  hot 
alcoholic  solution  into  a ruby-red  crystalline  indifferent  substance, 
melting  at  164°,  which  has  the  formula,  C2oHj2S02,  and  is 
reconverted  into  the  sulphide  by  reducing  agents. 

’ Krafft,  Her.  23,  23(58.  - Krafft  and  Bourgeois,  Ber.  23,  3048. 

■’  Tassiiiari,  Ber.  20,  it'd.  324.  ‘ Oimfrowicz,  Ber.  21,  3559. 
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DiacetoxynapMMjl  sulphide,  (CH300.0.CioHy)2S,  is  obtained 
by  boiling  naphthyl  sulphide  with  acetic  anhydride , and  crys- 
tallizes ill  slender  white  needles,  melting  at  154°. 

Dibenzoxy naphthyl  sulphide,  (C(.H5.CO.O.CioHp)2S,  forms  elong- 
ated white  plates,  and  melts  at  208°,. 

j3-Dv'thoxynaphthyl  sidphide,  (C.2H50.CioHg)2S,  is  obtained  by 
heating  a solution  of  the  sulphide  in  alcoholic  potash  with  ethyl 
iodide.  It  is  almost  insoluble  in  alcohol  and  ether,  and  sparingly 
soluble  in  cold,  more  readily  in  hot  benzene ; it  crystallizes  in 
long,  thin  needles,  with  a waxy  lustre,  and  melts  at  189°.^ 

^-Diethoxynitronaphthyl  sulphide,  [C2H50(N02)CjqH5]2S,  is 
formed  by  the  action  of  concentrated  nitric  acid  on  a mixture 
of  the  preceding  compound  with  ether  and  10  parts  of  acetic 
acid  cooled  by  ice.  It  forms  thin,  golden-yellow  needles,  melting 
at  235°.  An  isomeride,  melting  at  202°,  is  also  formed  by  the 
reaction  (Onufrowicz). 

^-Dihydroxynaphthyl  disulphide,  or  ^-Naphthol  disulphide, 
(HO.CjqHJ,S2,  was  obtained  by  Lange  from  ’/S-naphthol  by 
boiling  it  with  caustic  soda  and  sulphur.  It  crystallizes  in  white 
needles,  melting  at  210°,  which  are  only  slightly  soluble  in 
alcohol,  but  readily  form  yellow  solutions  in  the  alkalis.^ 

. An  isomeric  substance,  which  melts  at  169°,  is  also  formed 
in  small  quantity  in  the  reaction  mentioned  above,^  and  may 
be  obtained  by  heating  /3-naphthol  with  sulphur  to  180°,  or, 
accompanied  by  the  monosulphide,  by  the  action  of  sulphur 
chloride  or  bromide  on  yS-naphthol  dissolved  in  benzene.  It 
crystallizes  from  benzene  in  thin,  odourless,  sulphur-yellow 
needles,  is  insoluble  in  water,  slightly  soluble  in  ether,  and  more 
readily  in  benzene.  On  heating  with  copper  powder  it  is  con- 
verted, like  the  monosulphide,  into  ^-dinaphthol. 

The  diethyl  ether  forms  greyish  white  needles,  melting  at 
158‘5°.  The  diacetyl  derivative  is  a yellowish,  hard,  indis- 
tinctly crystalline  mass,  which  becomes  soft  at  130°  and  melts 
at  140°.  The  dibenzoyl  compound  forms  greenish  crystalline 
granules  or  small  tablets,  is  only  very  slightly  soluble  in  alcohoJ 
and  ether,  sparingly  in  cold,  but  freely  in  hot  benzene,  and 
melts  at  187°.'^ 


^ Onufrowicz,  Bcr.  23,  3355. 
■*  Lange,  Ber.  21,  262. 


" Onufrowicz,  Bcr.  21,  260. 

■*  Onufrowicz,  Bcr.  23,  3363. 
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DIHYDROXYNAPHTHALENES,  CioH6(OH)2. 

2615  \ : ‘^-DihydroxynaplitJicdenc,  or  a-7iaphthoquinol,  was  ob- 
tained by  Groves  from  a-naphthoquinone  by  boiling  it  witli 
concentrated  hydriodic  acid  and  amorphous  phosphorus^  It  is 
also  readily  formed  when  the  quinone  is  brought  into  a boiling 
mixture  of  hydrochloric  acid  and  tin.^  It  crystallizes  from  hot 
water  in  long,  colourless  needles,  which  melt  at  176°,  and 
dissolve  freely  in  alcohol,  ether,  and  glacial  acetic  acid,  but  only 
slightly  in  boiling  benzene.  Oxidizing  agents  reconvert  it  into 
a-naphthoquinone. 

Diacet-a-naidithoquinol,  CjqHq(OCO.CH3)2,  is  formed  when 
the  quinol  is  heated  with  acetic  anhydride  and  anhydrous  sodium 
acetate,  and  crystallizes  from  alcohol  in  transparent,  lustrous, 
six-sided  tablets,  melting  at  128 — 130°.^ 

Dichlor-a-naphthoquinol,  C;^qII^C12(OH)2;  was  prepared  by 
Grabe  by  heating  dichlor-a-naphthoquinone  with  hydriodic 
acid  and  ordinary  ])hosphorus.  'It  crystallizes  in  colourless 
prisms,  which  rapidly  become  coloured  reddish  in  the  air, 
melt  at  135°,  and  are  only  sparingly  soluble  in  boiling  water. 
Its  diacctate  crystallizes  from  alcohol  in  long,  colourless,  silky 
needles,  which  melt  at  236°,  and  sublime  in  long  prisms.^ 

^-Brom-a-naphthoquinol,  CjQH5Br(OH)2,  is  formed  by  the 
action  of  sulphur  dioxide  on  bromonaphthoquinone,  and 
crystallizes  in  small  needles,  melting  at  193°.^ 

1 : -Dihydroxynaqdithalene  is  obtained  by  fusing  1 : 4'-naph- 

tholsulphonic  acid  ® or  1 : 4'-naphthalenedisulphonic  acid  ^ with 
caustic  potash.  In  order  to  prepare  it,  the  former  acid  is  heated 
to  200°  with  caustic  potash  for  about  a quarter  of  an  hour,  until 
a small  portion  of  the  mass  dissolved  in  water  no  longer  gives  a 
red  but  a blue  colouration  with  1 : 4'-diazonaphthalenesulphonic 
acid.®  It  crystallizes  in  small  prisms,  which  melt  at  258 — 260°, 
sublime  in  long  needles,®  and  are  scarcely  soluble  in  benzene  and 
light  petroleum,  sparingly  in  water,  and  more  readily  in  alcohol 

^ Annalcn,  167,  357.  “ Plimpton,  Journ.  Chem.  Soc.  1880,  633. 

3 Korn,  Ber.  17,  3025.  •*  Annalen,  149,  1 5 Claus,  Ber.  19,  1141. 

■>  Brornme,  Ber.  21,  386. 

^ Cleve,  Bull.  Soc.  Chim.  24,  513  ; Borntlison  and  Seni2)er,  Ber.  20,  934. 

7 Armstrong  and  Wynne,  Froc.  Chew..  Soc.  1887,  42. 

* Erdmann,  Annalcn,  247-  356. 

® Ewer  and  Pick,  Schultz,  Steinkohlenthecr,  2,  1012. 
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and  dacial  acetic  acid.  It  reduces  tlie  salts  of  copper  and  silver, 
and  its  alkaline  solutions  take  the  colour  of  potassumi  per- 
manganate solution  when  they  are  exposed  to  the  air  fina  y 
becoming  brown.  The  fine  blue  colouration  which  1 : 4-diazo- 
naphthalenesulphonic  acid  produces  in  its  alkaline  solution  is 
converted  by  acids  into  a light-red.  These  colourations  resemble 
those  of  litmus,  but  are  much  brighter ; when  the  alkaline 
solution  is  saturated  with  carbon  dioxide,  the  intermediate  violet 

sliade  is  jDroduced,  just  as  with  litmus. 

1 : -DiacctodihydroxynajpUhaUne  separates  from  alcohol  in 

feathery  crystals,  which  melt  at  159  160. 

1 : 1'-Dihydroxynaphthalcne  was  obtained  by  Erdmann  by 
fusing  7 grms.  of  naphthosultone  (p.  103)  with  30  grms.  of 
caustic  potash  and  10  cc.  of  water;  potassium  1 : 1'-naphthol- 
sulphonate  is  first  formed,  the  whole  mass  becoming  yellow,  and 
the  temperature  is  then  raised  to  200-230°  for  15  to  20  minutes. 
The  product  is  decomposed  with  160  cc.  of  hydrochloric  acid 
of  13  per  cent.,  and  brought  into  solution  in  500  cc.  of  hot 
water.  On  cooling,  1 : 1'-dihydroxynaphthalene  crystallizes  out 
in  long,  white  needles,  melting  at  140°.  It  is  sparingly  soluble 
in  water  and  light  petroleum,  readily  in  ether  and  benzene,  and 
crystallizes  from  a mixture  of  toluene  and  liglit  petroleum  in 
druses  of  small  plates.  It  has  a permanently  biting  taste,  and 
forms  a powder  which  causes  sneezing.  Its  alkaline  solution 
gives  a deep-violet  colouration  with  1 : 4-diazona2Dhthalenesul- 
phonic  acid,  which  is  converted  by  acids  into  a fine  cherry-red.^ 

1 : V -Diacctodihydroxyncq'fhtlmhne  forms  small,  silvery  plates, 
melting  at  147 — 148°. 

1 ; '2i-DihydTOxyno2Jdilicilciic,  or  (S-nctjjJitJiog^uioiol,  is  readily 
formed  when  yS-naphthoquinone  is  dissolved  in  concentiated 
sulphurous  acid,  and  soon  separates  out  in  elongated,  silvery 
plates,  which  melt  at  60  . Its  yellow  alkaline  solution  becomes 
green  m the  air,  and  its  acpieous  solution  nutates  sensitive 
portions  of  the  skin  so  violently  that  they  become  red  and 
violently  inflamed,  and  sometimes  even  ulcerated. “ 

IJiacdo-^-naphthoquinol  crystallizes  from  glacial  acetic  acid 
ill  small,  well-developed,  transparent  plates,  which  melt  at 
104—106°  (Korn). 

Chloro-lB-ncqddIwqimiol,  CioH^CKOH),,  is  obtained  by  the 
action  of  sulphur  dioxide  on  a solution  of  chloro-/3-naphtho- 

^ Erdmann,  loc.  cit. 

' Liebermann  and  Jacobsen,  Annalcn,  211,  58. 
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quinone  in  acetic  acid,  and  crystallizes  from  hot  water  in  long- 
needles,  melting  at  116 — 117°d 

Dichloro-^-naplithoquinol,  CjqH^C12(OH)„  forms  slender 
needles,  melting  at  125°.’^ 

Nitro-^-naphthoquinol,  formed  by  the 

action  of  a hydrochloric  acid  solution  of  stannous  chloride  ^ 
or  of  sulphurous  acid  on  nitro-^-naphthoquinone; it  crystallizes 
from  alcohol  or  benzene  in  carmine-red  tablets,  and  from  acetic 
acid  in  prisms,  melts  at  159‘5°,  and  sublimes  without  decom- 
position in  long,  red  needles. 

1 : -Dihych'oxynaphihalene  was  j^repared  from  /S-naphthyl- 

amine-y-sulphonic  acid  by  converting  this  into  the  corresponding 
naphtholsulphonic  acid  and  fusing  the  latter  with  caustic  potash.^ 
It  may  also  be  obtained  from  the  disidjohonic  acid,  which  is 
formed  when  /3-naphthylamine  is  sulphonated  at  temperatures 
below  150°.®  It  crystallizes  from  hot  water  or  benzene  in  short 
prisms,  melting  at  135-5°.  Its  alkaline  solution  has  a sjdendid 
blue  fluorescence,  but  rapidly  acquires  a reddish  colour  in  the  air. 

1 : ?>' -Diacctodi}iyclrooi:yna2)htlialenc,  crystallizes  from  alcohol  in 
well  formed  prisms,  and  melts  at  73°. 

1 : 2' -Dihydroxyncqihthalenc  is  obtained  by  fusing  yS-naph- 
thol-a-sulphonic  acid  with  caustic  potash.  It  crystallizes  from 
boiling  benzene  in  small,  white  needles,  which  melt  at  178°,  and 
dissolve  very  readily  in  alcohol,  less  easily  in  water.  Its  solu- 
tions become  coloured  brown  in  the  air  and  give  a deep-blue 
precipitate  with  ferric  chloride.  Its  alkaline  solution  rajDidly 
absorbs  oxygen,  the  dihydroxynaphthalene  being  destroyed  and 
the  solution  turned  black. 

I)iethyl-1  : 2' -dihydroxynaplithalene  is  readily  soluble  in  alcohol 
and  ether,  from  which  it  crystallizes  in  needles  or  jirisms,  melting 
at  67°.^ 

Diaceto-1  : 2' -diliydroxynaphtlialene  crystallizes  from  benzene 
in  rliombic  tablets,  which  melt  at  108°. 

2 : -Dihydroxynaphtlmhne  is  formed  when  yS-naphthol-/3- 

sulphonic  acid  is  fused  with  caustic  potash,  and  is  sparingly 
soluble  in  water,  readily  in  alcohol.  It  crystallizes  in  nacreous 
plates,  melts  at  215 — 216°,  and  sublimes  without  decomposition. 
Its  alkaline  solution  becomes  brown  in  the  air  (Emmert). 

' Friililich  and  Zincke,  Bf.r.  19,  2497.  ^ Ziiickc,  Bcr.  19,  2493. 

^ fJrovcs,  Journ.  Chem.  Soc.  1884,  1,  299.  ■*  Zaertling,  Bcr.  23,  177. 

Clans,  J.  Pr.  Chcm.  II.  39,  Ewer  and  Pick,  i^cr.  21,  916  c. 

' Emmert,  Annalcn,  241,  368. 
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The  dihydroxynaphthalene  obtained  fiom  ^-naphthaleiiedi 
sulphonic  acid  should  be  identical  with  this  substance, 
crystallises  in  thin,  lustrous  tablets,  which  ^la* 

heated  below  200° ; its  alkaline  solution  is  stable  in  the  air. 
and  is  coloured  a splendid  red  by  a small  amount  of  o-diazo- 
bensenesulphonic  acid.'  Phosphorus  pentachloride  converts  it 

into  2 : 8'-dichloronaphthalene.  _ i i.  i • 

Diethyl-'l : 2^' -dihydroxynaphthalene  crystallizes  from  alcolio  in 

silky  plates,  melting  at  162°.  w u 

Biaceto-2  : ^'-dihydroxynaphthalene  forms  lustrous  plates,  me 

ing  at  175°  (Emmert).  . , , ^ i 

2 : -Dihydroxynaphthalene  is  obtained  by  fusing  a-nap  i 

enedisulphonic  acid  with  caustic  potash  or  soda.  It  crysta  izes 
from  hot  benzene  in  long  needles  and  from  water  m fine  needles 
or  plates,  which  melt  at  186°  (Weber),  or  190  (Clausius)  and 
sublime  at  a higher  temperature  with  partial  carbonization,  its 
alkaline  and  ethereal  solutions  gradually  become  black  in  the 
air ; bleaching  powder  produces  a fugitive  red  colouration  in  t e 
acpieous  solution,  whilst  nitric  acid  gives  a similar  but  more 

permanent  colour.^  \ • c i 

Dimethyl-^  : 2' -hydroxy naphthalene,  CioH6(OCH3)2,  is  foimec 
when  dihydroxynaphthalene  is  heated  to  1.50°  with  methyl  iodide 
and  caustic  potash.  It  forms  nacreous  plates  melting  at  104  . 

Diaceto-2  : -hydroxy naphthalene,  CioH6(OCO.CH3)2,  was  o 

tallied  by  Weber  by  the  action  of  acetyl  chloride  on  dihydroxy- 
naphthalene ; it  crystallizes  from  alcohol  in  small  plates, 
melting  at  129°  (Weber),  136°  (Clausius).  ^ . 

’2  : 2' -Dibenzodihy dr oxy naphthalene, 

small  plates,  melting  at  138  139  . ^ n xj  pi 

Dichlorodihydroxynaphthalene  (1:1';  2:2), 
is  formed  when  chlorine  is  passed  into  a cooled  solution  of  2 : 2 - 
dihydroxynaphthalene  in  ten  parts  of  glacial  acetic  acid.  It 
forms  coarse,  white  needles,  inelting  at  192°.  Its  diacetate  forms 

white  needles,  melting  at  195  m p • v. 

Dekaehloro-2  : 2' -diketohydronaphthalene,  CioH2Cl^o02’ 
tained  by  the  continued  action  of  chlorine  on  dihydroxy- 
naphthalene in  acetic  acid  solution.  It  forms  colourless,  octo- 

1 Dusart,  Coinpt.  Rfnd.  64,  859  ; Wichelhaiis  and  Darmstadter,  Annalen, 
152,  306  ; Armstrong  and  Graham,  Joicrn.  Chem.  Soc.  1881,  1,  139. 

- Ebert  and  Merz,  Ber.  9.  609  ; AVeber,  Ber.  14,  2006  ; Clausms,  Ber.  23, 

Liebermann  and  Hagen,  Ber.  15,  U28.  ^ Clausms,  Ber.  23,  525. 
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hedral  crystals,  which  are  sparingly  soluble  in  alcohol  and 
glacial  acetic  acid,  and  melt  and  decompose  at  200°. 

Tctracliloro-1  : ‘2! -dihydroxynaphthalene,  CioH2Cl4(OH)2,  is 

lormed  on  the  reduction  of  the  preceding  substance  by  means 
of  stannous  chloride.  It  crystallizes  from  alcohol  in  long, 
slender  needles,  melting  at  176°.  The  acetyl  compound  forms 
white  needles,  melting  at  196°.  The  constitution  of  these  three 
substances  is  not  yet  accurately  known. 

2 : 2' -DitMonaphthol,  CjQHg(SH)2,  is  obtained  by  reducing 
a-naplithalenedisulphochloride  with  zinc  dust  and  dilute 
sulphuric  acid  ^ or  tin  and  hydrochloric  acid.^  It  is  very  slightly 
soluble  in  cold  alcohol,  ether,  light  petroleum  and  toluene, 
crystallizes  from  hot  alcohol  in  pearly  plates  ; melts  at  180 — 181° 
(178 — 174°  according  to  Ebert  and  Kleiner),  and  boils  at  210° 
under  a pressure  of  15  mm.  It  is  stable  in  the  air  but  rapidly 
absorbs  oxygen  in  alkaline  solution,  a white  precipitate  being 
formed.  Lead  acetate  produces  a deep  yellow  precipitate  in 
its  alcoholic  solution,  but  no  precipitate  is  formed  when  hydro- 
chloric acid  is  present. 

2 : -Diacetodithiona]phthol,  Cj(jH(3(SCOCH3)2,  forms  colourless 

crystals  melting  at  about  110°. 

2 : ^2! -Dihenzodithionaphthol,  forms  silky 

crystals  and  melts  at  152 — 153°. 

2 : ‘2! -Dithiona/plitholcyanate,  CjoIIg(SCN)2,  is  prepared  by  the 
action  of  cyanogen  chloride  on  the  lead  salt  of  dithionaphthol 
suspended  in  alcohol.  It  crystallizes  from  glacial  acetic  acid  in 
fascicular  groups  of  needles,  melts  at  78°  and  cannot  be 
sublimed.^ 


THE  NAPHTHOQUINONES, 

2616  a-Naphthoquinone  was  first  obtained  by  Groves  by 
oxidizing  naphthalene  dissolved  in  glacial  acetic  acid  with 
chromium  trioxide.^  It  can  also  be  easily  obtained  by  gradually 
adding  a 1-2  per  cent,  solution  of  chromium  trioxide  to  a 
boiling  solution  of  1 : 4-diamidonaphthalene  hydrochloride,  or  by 
dissolving  a-naphthylamine  hydrochloride  in  a large  quantity 
of  boiling  water,  adding  a little  sulphuric  acid,  and  then  gradually 


’ Grosjean,  Ber.  23,  2370. 

3 P’bert  and  Kleiner,  Ber.  24,  146. 


^ Ebert  and  Kleiner,  Ber.  24,  144. 
•*  Annalen,  167,  357. 
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riinnino-  it  into  the  oxidizing  solution^  It  is  also  formed  by  the 
oxidation  of  a-naplithol « 1 : 4-amidoua.phthol » &c.  In  order 
to  prepare  it,  400  grins,  of  chroiniiim  trioxide  are  dissolved 
in  740  oTins.  of  acetic  acid  of  80  per  cent,  and  well  cooled  with 
ice,  a solution  of  100  grins,  of  naphthalene  in  1,000  grins  of 
aladal  acetic  acid  being  then  gradually  added  and  the  mixture 
allowed  to  stand  for  three  days  at  15-20^  The  solution  is 
then  diluted  with  8'5  litres  of  water,  and  the  precipitate  washed, 
dried  in  the  air  and  finally  recrystallized  from  light  petroleumd 

a-Naphthoquinone  crystallizes  in  sulphur-yellow,  asymmetric 
needles,  which  have  a penetrating  odour,  resembling  that  of 
benzoquinone,  melt  at  125°,  and  readily  sublime  and  volatilize 
with  steam.  It  is  slightly  soluble  in  water  and  light  petroleum, 
readily  in  ether  and  hot  alcohol,  and  forms  reddish-brown  solu- 
tions in  the  alkalis.  Sulphurous  acid  does  not  readily  act  upon 
it,  whilst  nitric  acid  converts  it  into  phthalic  acid. 

a-Naphthoquinhydrom,  CjoHgO.2  + C]^oHg(OH).2,  is  formed  by 
the  partial  reduction  of  a-naphthoquinone,  and  separates  out 
in  purple  crystals  when  the  solutions  of  its  constituents  aie 
mixed  (Groves). 

a-Naphthoquinone  closely  resembles  benzoquinone,  both  in  its 
physical  and  chemical  characteristics.  Like  this  it  is  formed  by 
the  oxidation  of  para-compounds  and  behaves  sometimes  like 
a diketone,  sometimes  as  a peroxide.  Its  constitution  is  there- 
fore expressed  by  the  following  tautomeric  formulse  : 


HC  CO 


HC 

C 

CH 

1 

11 

11 

HC 

c 

CH 

\/\X 

HC  CO 


HC  C 


HC 

C 0 CH 

1 

11  1 1 

HC 

C 0 CH 

HC  C 


Ghlor-a-naphthoquinone,  C^oHgClO,,  is  formed  when  2:4- 
dichlor-a-naphthol  is  oxidized  in  acetic  acid  solution  with 
chromium  trioxide  or  nitric  acid,^  and  by  the  action  of  chromium 

^ Liebermann  and  Dittler,  Annalen,  183,  242  and  248. 

•’  Miller,  Bcr.  14,  1600. 

^ Monnet,  Reverdin  and  Nolting,  Ber.  12,  2305  ; Liebermann  and  Jacobsen, 
Annalen,  211,  60. 

Miller,  Bcilsteins  Tlandb.  3,  18-1  ; see  also  Plimpton,  Journ.  Clicm.  Soc. 
1880,  1,  633  ; Japp  and  Miller,  Journ.  Chem.  Soc.  1881,  1,  220.  ’ 

^ Cleve,  Bcr.  21,  891  ; Zincke,  Bcr.  21,  1027. 
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trioxide  on  1 : 3-dicliloronaphtlialened  It  crystallizes  from 
alcohol  in  long,  golden-yellow,  lustrous  needles  and  melts  at 
117—118°. 

‘2  : ^-I)icJilor-a-naphthoquinone,  CioH^Cl202,  was  obtained  by 
Laurent  by  boiling  cbloronaj^lithalene  tetrachloride  with  nitric 
acid,  and  was  named  by  him  “ Oxide  de  chloroxennapbtose,”  ^ 
vv'bereas  Gerbardt  subsequently  termed  it  “ cbloroxynapbthalene 
chloride.”  Grtibe  then  2)ointed  out  that  it  resembled  the 
chlorinated  benzoquinones  in  every  respect,  and  must  be  con- 
sidered as  a derivative  of  the  then  unknown  naphthoquinone 
and  he  afterwards  confirmed  this  view  by  his  researches.^ 
Laurent’s  method  does  not  readily  give  a pure  product,  but 
Grabe  found  that  it  can  readily  be  obtained  pure  by  mixing 
naphthol  yellow,  as  in  the  i^reparation  of  chloranil  from  phenol, 
with  3 to  4 parts  of  potassium  chlorate  and  bringing  the 
mixture  into  hydrochloric  acid  diluted  with  an  equal  volume 
of  water.  The  reaction  is  aided  by  gentle  heat,  and  after  all 
the  naphthol  yellow  has  been  used,  potassium  chlorate  is 
gradually  added  until  the  yellowish-red  oily  jDroduct  changes 
into  yellow  crystals,  which  are  then  washed  with  hot  water  and 
ct^ld  alcohol  and  recrystallized  from  hot  alcoliol. 

It  may  be  obtained  in  the  same  way  from  a-naphthol,'^ 
and  is  also  formed  by  the  action  of  chromyl  chloride  on  an 
acetic  acid  solution  of  naphthalene,^  or  by  oxidizing  dichlor- 
rt-naphthol  ® or  ^-tetrachloronaphthalene  with  a solution  of 
cliromium  trioxide  in  glacial  acetic  acid  and  by  passing 
chlorine  into  a solution  of  chlor-a-naphthoquinone  in  acetic 
acid  (Zincke). 

It  is  insoluble  in  water,  sparingly  soluble  in  cold  alcohol 
and  ether,  and  crystallizes  from  hot  alcohol  in  well  developed, 
golden-yellow  needles,  which  melt  at  189°,  but  sublime  in  long 
yellow  needles  or  small  plates  at  a lower  temperature.  It  forms 
a carmine-red  solution  in  boiling  caustic  soda  solution,  chloroxy- 
naphthalenic  acid  (p.  133),  which  corresponds  to  chloranilic 
acid,  being  formed.  It  combines  with  potassium  sulphite  to 
form  compounds  resembling  those  formed  by  chloranil  with  this 
substance  (Part  III.  p.  IGl).  On  heating  with  phosphorus 

’ Cleve,  Ber.  23,  955.  - Ann.  Chim.  Phys.  74,  35. 

Annalen,  149,  1. 

Darmstadter  and  Wiclielhaus,  Annalen,  152,  298. 

'*  Carstanjen,  Ber.  2,  633.  Claus  and  Knyriin,  Ber.  18,  2294. 

" Claus  and  Mi(dke,  Ber.  19,  1182. 
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peiitachloride  to  180—200°,  it  is  converted  into  pentacldoro- 
naphthalene,  and  it  is  slowly  oxidized  to  plitlialic  acid  by  boi  mg 

nitric  acid.  tt  m n • r 1 

2 ; ^-Dichloo'onaphthoquinone  dichloride,  is  torniet 

when  the  preceding  compound  is  heated  to  230°  with  manganese 

dioxide  and  hydrochloric  acid.  It  crystallizes  from  ether  m 

lai’o-e,  colourless  prisms,  which  melt  at  117°  and  readily  sublime. 

Stannous  chloride  converts  it  first  into  the  dichloroquinone. 

On  treatment  with  alcoholic  potash  it  yields  o-trichloracryl- 

benzoic  acid,  CCl.^ : CCl.CO.CeH,.COOH,  and  Zincke  therefore 

considers  it  to  be  ietrctchlor-a-cliketohydronctphthcdei^^^^ 

V : -Dichlor-a-naphthoquinone  is  obtained  together  with  di- 

chlorophthalide  when  1 : 4-dichloronaphthalene  is  oxidized  with 
chromium  trioxide  in  acetic  acid  solution,  and  crystallizes  from 
alcohol  in  long,  yellow  needles,  which  melt  at  1 / 4 and  readily 
sublime.^ 

1'  : 2' -Dichloo'-a-naphthoquinone  has  been  |3repared  in  the 
same  way  from  1 : 2-dichloronaphthalene,  and  sublimes  in  yellow 


needles  melting  at  181°.^ 

2 : -Bichlor-a-nciphthoqiiinone  is  a product  of  the  oxidation 

of  2 : 3'-dichloronaphthalene,  crystallizes  in  deep-yellow,  slender 
needles,  which  melt  at  148—149°,  and  forms  a dark-red 
solution  in  caustic  potash.^’ 

Trichlor-a-naphthoquinonc,  CioHgCl.Pg,  is  formed  in  small 
tpiantity,  together  with  phthalic  acid,  when  o-dichlor-a-naphtho- 
cpiinone  is  oxidized  with  nitric  acid.  It  crystallizes  in  yellov 
needles,  melting  at  250°.® 

Tetrachlor-a-ncqjhihoquinone,  CJ0H2CI4O2  (Cl  = V : 2 : 3 : 4 ) 
is  obtained,  accompanied  by  a little  tetrachlorophthalic  acid, 
when  pentachloronaphthalene  is  heated  with  luming  nitric  acid 
to  110—120°.  It  crystallizes  in  long,  yellow,  lustrous  needles, 
melting  at  160°,  sublimes  without  decomposition,  and  is  oxidized 
when  strongly  heated  with  luming  nitric  acid  to  tetrachloro- 
phthalic acid  (Claus  and  von  der  Lippe). 

Fentachlor-a-naphthoquinonc,  CjoHCl-02,  is  formed  by  the 
oxidation  of  heptachloronaphthalene  with  nitric  acid,  and 
crystallizes  from  chloroform  in  lustrous,  golden-yellow  plates. 


1 Claus,  Ber.  19,  1142. 

- Zincke  and  Cooksey,  Annalcn,  255,  356.  Cf.  Clans,  J.  Pr.  Chem.  41,  285. 
Guaresclii,  Bcr.  19,  1154.  Hellstrom,  Bcr.  21,  3267. 

Clans  and  Muller,  Ber.  18,  3073. 

''  Claus  and  von  der  Lippe,  Bcr.  16,  1016. 
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which  melt  at  217°  and  sublime  in  long  needles.  It  is  oxidized 
to  tetrachlorophthalic  acid  by  chromic  acid.’^  . 

Ferchlor-a-naiilithoquinone,  C^QClgO,,  was  obtained  by  Laurent, 
who  termed  it  oxide  de  chloroxinnci'phtalise,  by  boiling  hexchloro- 
naphthalene  with  nitric  acid.  It  crystallizes  from  ether  in 
very  lustrous  yellow  plates,  which  melt  at  a high  temperature 
and  sublime  with  slight  decomposition.^ 

2617  Triclilor-a-kctonaplithalene,  C^^HgClgO,  is  formed  when 
chlorine  is  passed  into  a well-cooled  solution  of  a-naphtliol  in 
10  parts  of  glacial  acetic  acid  until  the  dark-coloured  liquid 
becomes  light  and  an  excess  of  chlorine  is  present.  It  may 
also  be  obtained  by  the  action  of  chlorine  on  dichlor-a-naphthol, 
and  crystallizes  from  hot  benzene  in  large,  transparent,  flat 
prisms.  It  is  sparingly  soluble  in  alcohol,  somewhat  more 
freely  in  glacial  acetic  acid.  On  boiling  with  dilute  alcohol  it 
is  converted  into  chlor-a-naj)hthoquinone  : 

CO CCl  /CO— CCl 

C^H / II  + H,0  = C,H,<  II  -b  2HC1. 

\CCI2— CH  \CO— CH 


Aniline  converts  it  into  naphthoquinonedianilide,  and  on 
reduction  it  yields  dichlor-a-naphthol. 

Tetrachlor-a-hetoncqjlitJialcne,  C^oH^Cl^O,  is  formed  in  two 
modifications  when  trichlor-a-naphthol  is  suspended  in  glacial 
acetic  acid  and  treated  with  chlorine,  without  being  cooled. 
A portion  of  the  a-modification  crystallizes  out  on  standing  in 
small,  transparent  rhombohedra,  resembling  those  of  calcspar, 
which  become  yellow  in  the  air,  melt  at  104 — 105°,  and  are 
moderately  soluble  in  hot  alcohol. 

The  /3-modification  separates  from  ether  in  lustrous,  trans- 
parent, rhombic  crystals,  resembling  those  of  tojjaz,  which  melt 
at  93 — 94°  and  assume  an  amethyst  colour  in  tlie  air.  On  heating 
with  alcohol  or  acetic  acid  it  is  partially  converted  into  the 
a-modification. 

Both  forms  are  converted  into  dichlor-a-naphthoquinone  by 
boiling  with  alcohol : 


,CO CCl 


CoH., 


\ 


+ PCO  = C,H,. 


CCI2— CCl 


.CO— CCl 
.CO— CCl 


-f  2HC1. 


^ Claus  and  Wenzlik,  iJcr.  19,  116.5. 


" Ann.  Chim.  Phys.  74,  26. 
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Reducing  agents  convert  both  of  these  substances  into  trichloi- 
a-naphthol,  and  they  both  yield  hydroxychloronaphtlioquinone 
(p.  133)  on  treatment  with  dilute  alcoholic  potash. 

When  they  are  treated  with  concentrated  caustic  potash  and 
a little  alcohol,  on  the  other  hand,  the  dichlorohydroxynidene- 
carboxylic  acid  (p.  10)  which  was  first  prepared  from  dichloro- 
/3-naphthoquinone,  is  formed  ; the  formation  of  this  substance 
can  only  be  simply  explained  in  the  following  mannei  . 


This  compound  is  therefore  tautomeric,  but  it  has  not  yet 
been  ascertained  which  of  the  above  formulcB  coiiesponds  to  the 
a-  and  which  to  the  /3-modification. 

Pentachlor-a-hetohydronaphthalene  or  Trichlorolcetonaphthalene 
dichloride,  C10H5CI56,  is  formed  when  the  process  employed  for 
the  preparation  of  the  trichloroketone  is  modified  by  saturating 
the  liquid  with  chlorine  and  allowing  it  to  stand.  It  is  sparingly 
soluble  in  alcohol,  more  freely  in  acetic  acid,  and  readily  in 
benzene,  from  which  it  crystallizes  in  small,  almost  rectangular, 
monosymmetric  tablets,  melting  at  156  15/  . When  acted 

upon  by  reagents  it  in  many  cases  yields  the  same  products 
as  the  tetrachloroketone,  since  it  passes  into  this  with  loss  of 
hydrochloric  acid. 

HexchloToketohych'onciplithalGTie,  or  TetracliloTohetonaplitlicilcne 
dicliloride,  C(.H^C1(.0,  is  obtained  when  the  tetrachloroketones 
are  heated  to  140 — 150°  with  manganese  dioxide  and  con- 
centrated hydrochloric  acid  for  six  to  eight  hours.  It  is  readily 
soluble  in  benzene  and  hot  alcohol,  and  separates  from  glacial 
acetic  acid  in  hard,  apparently  monosymmetric  crystals,  melting 
at  130°.  On  reduction  it  yields  trichlor-a-naphthol.i 

Brom-a-naphthoquinone  (Br  = 2 or  3)  is  obtained  when 
brom-a-naphtho-^-quinonoxime  is  heated  with  hydrochloric 
acid,  and  forms  brown  crystals,  melting  at  200 — 201°.^ 

a-2  : %-Bihrom,-a-naphthoq%dnonc,  C^oH^BrgOg,  is  formed  when 
a solution  of  a-naphthoquinone  is  heated  with  bromine  and  a 
little  iodine  to  the  boiling-point.  It  crystallizes  from  alcohol 
in  slender,  yellow  needles,  and  melts  at  218'4°.^ 

^ Zincke,  Bcr.  21,  1027.  ^ Broinme,  Bcr.  21,  386. 


CCl 


-f  2HC1. 


Miller,  Bcr.  17,  355  R. 
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/3-2  : ^f-Dihrom-a-naphthoquinone  was  prepared  by  heating^ 
a-naphthoquinone  with  bromine,  iodine,  and  water,  crystallizes 
from  hot  alcohol  in  granular  masses  of  needles,  and  sublimes  in 
small,  well-formed  needles,  which  melt  at  151‘5°. 

Both  of  these  compounds  yield  phthalic  acid  on  oxidation,  and 
should  therefore  be  identical.  In  any  case,  they  require  further 
investigation. 

1 : 4!-Dihrom-a-na'phthoquinone  is  formed,  together  with  di- 
bromophthalide,  by  the  oxidation  of  1 : 4-dibromonaphthalene 
in  acetic  acid  solution  with  chromium  trioxide.  It  is  insoluble 
in  water  and  only  slightly  soluble  in  cold  alcohol,  but  crystallizes 
from  hot  alcohol  in  bright,  golden-yellow,  lustrous  needles,  which 
melt  at  l7l — 173°,  and  are  volatile  with  steam.  It  is  readily 
oxidized  by  potassium  permanganate,  but  without  the  formation 
of  phthalic  or  bromophthalic  acid.^ 

Tetrahrom-a-naphthoqumone,  been  obtained 

by  the  oxidation  of  pentabrom-a-naphthol  with  nitric  acid,  and 
crystallizes  in  small  j^lates,  melting  at  265°.^ 

2618  ar-Tetrahydro-a-naphthoquinone,  C(.Hg.C^H202,  was  ob- 
tained by  Bamberger  and  Lingfeld  ^ by  applying  Nietzki’s 
process  for  preparing  benzoquinone  from  aniline  to  «r-tetra- 
hydro-a-naphthylamine.  It  is  almost  precisely  similar  to  benzo- 
quinone in  all  its  physical  properties,  and  melts  at  5 5 ‘5°. 

ar-Tetrahydro-a-naqjhihoqiihiol,  CQHg.C4H2(OH)2,  is  formed  by 
reducing  the  above  compound  with  suliDlmrous  acid  or  phenyl - 
hydrazine.  It  crystallizes  in  aggregates  of  slender,  colourless, 
silky  prisms,  and  sublimes  almost  without  decomposition  in 
well-formed  needles,  melting  at  172 — 172’5°.  The  usual 

solvents  dissolve  it  readily,  with  the  exception  of  cold  water, 
in  which  it  is  only  sparingly  soluble.  Oxidizing  agents  re- 
convert it  into  the  (piinone,  and  on  partial  oxidation  with 
potassium  dichromate  in  tlie  cold,  the  quinhy drone  is  formed. 
This  substance  is  also  formed  when  boiling  acjueous  solutions  of 
the  quinone  and  quinol  are  mixed,  and  separates  in  long,  brown, 
filiform  crystals. 

2619  ^-Naphthoquinone,  CioHg02,  is  readily  formed  by  the 
oxidation  of  arnido-/9-naphthol  with  chromic  acid  solution,^  and 
crystallizes  from  ether  in  red  needles,  resembling  those  of- 

1 Guareschi,  Annalcn,  222,  279,  " lillimleiu,  Ber.  17,  2485. 

Ber.  23,  D21. 

* Stciihouse  and  Groves,  Annalcn,  189,  145  ; 194,  202  ; Liebermaini  aud 
Jacobsen,  Annalcn,  211,  36. 
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cliromium  trioxide,  and  from  benzene  in  small,  yellowisli-red 
plates,  which  are  insoluble  in  water.  It  differs  from  the  a- 
compound  in  being  odourless,  in  not  being  volatile  with  steam, 
and  in  carbonizing  and  decomposing  at  115 — 120°.  Its  yellow 
alkaline  solution  readily  absorbs  oxygen,  and  it  is  oxidized  to 
phthalic  acid  by  the  continued  action  of  nitric  acid  or  potassium 
permanganate . 

Since  the  substituted  groups  in  amido-yS-naphthol  have  the 
position  1 : 2,  the  constitution  of  /3-naphthoquinone  is  repre- 
sented by  the  formula : 

HG  CO 
HC  C CO 

1 11  I 

HC  C CH 

HC  CH 


^-Chloro- ^-naphthoquinone,  C^oHjClOg,  is  obtained  when  dry 
chlorine  is  passed  into  acetic  acid  in  which  /3-naphthoquinone 
is  suspended.  It  crystallizes  from  hot  alcohol  in  red  needles, 
which  melt  with  decomposition  at  172°.  It  forms  a reddish 
brown  solution  in  caustic  soda,  hydroxychlor-a-naphthoquinone 
being  formed  by  isomeric  change  from  the  corresponding  j3- 
derivative,  which  is  doubtless  the  first  product.^ 

In  the  formation  of  this  substance  a portion  of  the  chloro- 
quinone  must  be  reduced  to  chloroquinol : 


,CO— CO 


2C,H  / I + H,0  C,H  / 

\CH=CC1  \CH: 

-CO 


.C(OH)— C.OH 


,CO- 


:CC1 


+ C«H,. 


'C(OH)z=CCl 


,CO 


■CO 


>C(OH)=CCl 


CoH,< 


,CO— C.OH 

\ >'  • 
\co— CCl 


Chloro-j3 -naphthoquinone  diehloride,  or  Trichlorodiketohydro 
nap)hthalene,  C^QH-ClgO^,  is  obtained  when  the  solution  oi 
quinone  is  saturated  with  chlorine  and  allowed  to  stand  : 


CoH, 


CO— CO  /CO 

( I -h  Cl,  = C,H,<; 
^CHzzCCl  \ 


-CO 


CHCl— CCl., 


^ Zincke  and  Frdhlich,  Bcr.  19,  2493. 
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It  crystallizes  from  glacial  acetic  acid  or  a mixture  of  ether  and 
light  petroleum  in  large,  lusti'ous  monosymmetric  prisms,  which 
contain  two  molecules  of  water,  and  melt  at  112°  with  loss  of 
waterd  Like  other  similarly-constituted  compounds  it  probably 
contains  the  group  C(OH)2.C(OH)„.  When  heated  to  180°,  it 
decomposes  into  hydrochloric  acid  and  dichloro-y5-naphthoqui- 
none.  It  is  converted  by  alkalis  into  trichlorohydroxyhydrin- 
denecarboxylic  acid  (p.  8). 

'^\4f-Dicliloro-^-na2ohthoqiiinone,Q^f^jP\0,^,h  best  prepared  by 
suspending  l-amido-/3-naphthol  in  glacial  acetic  acid  and  passing 
in  chlorine  until  almost  complete  solution  has  taken  place.  It 
is  also  formed  by  the  oxidation  of  trichlor-a-najDhthol  with 
nitric  acid  (p.  92),  and  crystallizes  from  hot  acetic  acid  or 
benzene  in  red  j^lates  or  thick,  brownish-red  tablets,  which 
melt  at  18-1°  and  sublime  without  decomposition.  It  is  converted 
into  dichlorohydroxyindenecarboxylic  acid  (p.  10)  by  cold  dilute 
caustic  soda  solution. 

Dichloo'o-^-ncqMhoquinonG  dichloride, or  Tetrachlorodiketohydro- 
naplithalene  is  formed  when  the  liquid  is  saturated  with  chlorine 
and  allowed  to  stand  : 


CO— CO  /CO— CO 

I + Cl,  = C„H  / I 
CC1=CC1  ^ccu— CCl,. 

On  the  addition  of  water  it  is  precipitated  in  small  plates 
having  a satin  lustre,  and  containing  three  molecules  of  water, 
which  are  lost  at  100 — 105°.  The  anhydrous  compound  forms 
yellow  solutions  in  absolute  alcohol  and  glacial  acetic  acid,  from 
which  it  separates  in  light  sulphur-yellow,  lustrous  crystals, 
which  melt  at  90 — 91°,  and  decompose  at  about  180°  with 
formation  of  dichloro-/3-naphthoquinone.  It  is  converted  by 
caustic  soda  into  dichloroketohydroxyhydrindic  acid.^ 

Dichloro-^-ketonaphthahnc,  CjQHgCl20,  is  formed  when  the 
calculated  amount  of  chlorine  is  passed  into  a solution  of 
<2-chloro-/S-naphthol  in  acetic  acid  solution  : 


CeH, 


CClz=C.OH 

I 

CHi=CH 


/CCI2-CO 

+ CI2  = I -f-  HCl. 

\CH=:CH 


It  is  a thick  liquid,  which  is  converted  into  anilido-/3-naphtho- 
quinone  by  the  action  of  aniline  on  its  alcoholic  solution,  whilst 


^ Ziiicke,  JJer.  20,  2890. 


- Zincke,  Ber  21,  491. 
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it  yields  naphthoquinonedianilide  when  acted  upon  in  acetic 
acid  solution. 

2620  a-Trichloro-IB-'ketooiaijlithcdcnG,  CjoH^^^ClgO,  is  obtained  by 
the  action  of  chlorine  on  1 : 4-dichloro-^-naphthol,  and  has 
therefore  the  following  constitution  : 


CCl.,— CO 

I • 

CClzziCH 


It  forms  thick,  white  needles,  or  clear  rhombic  crystals,  and  is 
converted  into  hydroxy-a-naphthoquinone  by  alkalis. 

IB-Triddoro-^-ketonaplithalene.  The  formation  of  this  sub- 
stance has  already  been  described  (p.  94).  It  may  be  readily 
obtained  by  dissolving  ^-naphthol  in  ten  parts  of  glacial  acetic 
acid,  passing  in  chlorine  until  the  liquid  smells  strongly  of  it, 
and  then  pouring  it  into  an  equal  volume  of  alcohol.  It 

crystallizes  from  hot  alcohol  or  glacial  acetic  acid  in  thick, 
yellowish  needles,  and  from  ether  in  large,  monosymmetric 
prisms,  which  melt  at  95 — 96°.  Dilute  alkalis  convert  it  into 
hydroxycblor-a-naphthoquinone,  and  reducing  agents  into 
1 : 3-dichloro-/3-naphthol. 

Tetracldoro-13-ketonaphthalene,  C10H4CI4O4,  is  formed  when 
chlorine  is  passed  into  acetic  acid  in  which  trich]oro-y8-naphthol 
is  suspended,  until  complete  solution  has  taken  place.  It 

separates  out  in  transparent  tablets  or  small  plates,  melting 
at  96 — 97°.  Concentrated  caustic  potash  dissolves  it  with 

formation  of  dichlorohydroxyindenecarboxylic  acid.  Its  con- 
stitution is  exyjressed  by  the  formula : 


CeH, 


CCl— CO 
CC1=CC1 


Tetracldoro-^-ketoliyd'i'onaphdialcne,  C^oIIgCl^O,  is  obtained  by 
passing  an  excess  of  chlorine  into  an  acetic  acid  solution  of 
/S-naphthol,  and  separates  from  the  concentrated  solution  in 
lustrous  white  plates,  containing  one  molecule  of  water  of 
crystallization,  whilst  it  crystallizes  from  light  petroleum  in 
white  plates,  needles,  or  transparent  monosymmetric  prisms, 
which  melt  at  102 — 103°.  It  decomposes  in  alcoholic  solution 
with  formation  of  /S-trichloroketonaphthalene,  and  on  reduction 
yields  both  the  dichloronaphthols  simultaneously,  whilst  on 
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treatment  with  sodium  carbonate  solution  it  forms  chloro-/S- 
naphtlioquinone.  Its  constitution  is  therefore  : 

/CCl, CO 

c„h/  ■ I . 

^CHCl— CHCl 

a-Pentachl(y)'o-^-ketohydronaphthalene,  CjoH^ClgO,  is  formed 
by  the  action  of  chlorine  on  a solution  of  a-trichloro-yS-keto- 
naphthalene  in  carbon  disulphide,  and  separates  from  the  latter 
in  sjolendid,  colourless,  moiiosymmetric  crystals,  which  have  a 
vitreous  lustre.  It  melts  at  123°,  and  is  readily  decomposed 
by  alcohol  or  acetic  acid  with  formation  of  tetrachloro-^-keto- 
naphthalene  ; it  is  for  this  reason  that  the  pentachloro-compound 
is  not  formed  in  acetic  acid  solution.^  Its  decomposition  pro- 
ceeds according  to  the  equation  : 


CCl— CO  .CCI2— CO 

CeH  / ■ I = C„H  V I + HCl. 

^CClj— CHCl  \CC1=CC1 

(3-PentachloTO-^-]cetohydro7ia2Jhthalene,  CjoH^ClgO,  is  the  pro- 
duct of  the  further  action  of  chlorine  on  /3-trichloro-yS-keto- 
naphthalene,  and  crystallizes  from  hot  glacial  acetic  acid  or  ether 
in  colourless,  transparent,  monosymmetric  prisms,^  which  melt  at 
116 — 117°.  On  reduction  it  yields  trichloro-/S-naphthol  and  is 
converted  by  alkalis  into  o-dichloi'ovinyldichlorobenzylcarhoxylic 
acid ; 

/CCh CO  ' /CCI2— CO.OH 

“ I -P  H.0  = C,H,<  -P  HCl. 

\CHC1— CCI2  “ \CClz=:CHCl 

It  forms  clear,  colourless,  lustrous  crystals,  which  melt  at  130 — 
131°  with  decomposition.  On  further  treatment  with  alkalis  it 
yields  dichlorovhiylhcnzoylcai'hoxylic  acid,  CgH^(C2Cl2H)C0.C02H, 
which  crystallizes  in  long,  thick,  yellowish  needles,  and  melts  at 
106 — 107°  with  decomposition. 

IIcxchlo7'0-^-hctohyd7''onaphthalcnc,  CjqH^CIqO,  is  prepared  from 
the  tetrachloroketone  by  heating  with  manganese  dioxide  and 
hydrochloric  acid  to  140 — 150°,  and  crystallizes  in  prisms  or  tab- 
lets, which  melt  at  129°.  Hot  alcoholic  potash  converts  it  into 

^ Zincke,  Her.  22,  1024.  ^ 7incke,  Bcr.  22,  1034. 
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triMoTomnyldichlorobenzylcarhoxylicacid,QQ}lJS^fi^-^^^\-^^^^y 
which  crystallizes  in  elongated  tablets  and  is  converted  into 
trichlorovinylbenzoic  acid  (p.  13)  on  oxidationd 

Hexchloroketohydronaphthalene  combines  with  tetrachloro- 
^-ketonaphthalene  to  form  the  compound^  Cj^oH^Cl40  + 
CioH^Clj-O,  which  crystallizes  from  glacial  acetic  acid  in  yellow 
rhombic  pyramids,  resembling  those  of  sulphur,  and  separates 
from  ether  in  larger,  lustrous  crystals^ 

Bromo-^-naj)litkoq%iinone,  CjoIIsBrOgCO  : 0 : Br  = 1 : 2 : 3),  may 
readily  be  obtained  by  the  action  of  bromine  on  the  qumone 
suspended  in  glacial  acetic  acid.  It  crystallizes  in  red  to 
brownish-red  needles  or  prisms,  which  are  moderately  soluble 
in  hot  alcohol,  glacial  acetic  acid,  or  benzene,  melt  at  177  1/8  , 

and  sublime  Avithout  decomposition. 

Dihromo- ^-naphthoquinone,  CioH^BroOg,  is  prepared  by  the 
addition  of  bromine  to  a hot  solution  of  the  preceding  com- 
pound in  acetic  acid,  and  is  still  more  readily  formed  from 
l-amido-/S-naphthol.  It  crystallizes  from  glacial  acetic  acid  m 
thick  plates,  melting  at  172 — 174°.^ 

Trihromo- 13-naphthoquinone,  C^oHgBrgOg,  is  obtained  by  the 
oxidation  of  pentabromo-/3-naphthol  with  nitric  acid,  and  forms 
cinnabar-red ‘granules,  which  melt  at  164°.^ 

Nitro- ^-naphthoquinone,  CioH5(N02)02,  is  formed  when  the 
quinone  is  dissolved  in  hot  dilute  nitric  acid  of  sp.  gr.  1'38°,® 
and  the  solution  rapidly  cooled.  It  crystallizes  from  hot  glacial 
acetic  acid  in  splendid  tablets,  having  the  colour  and  lustre  of 
chromium  trioxide,  which  melt  at  158°  and  are  oxidized  to 
phthalic  acid  by  potassium  permanganate.®  The  quinone 
combines  with  one  molecule  of  hydroxylamine  to  form  an 
addition  product,  which  is  a yellow,  hygroscopic  powder,  and 
melts  at  140 — 141°  with  vigorous  evolution  of  gas.  On  boiling 
with  acetic  acid,  phenol,  or  alcohol,  nitrogen  is  evolved  and 
nitronaphthoquinol  formed.” 

<q-Naphthoquinone  is  formed  to  the  extent  of  0'5  per  cent,  by  the 
action  of  fuming  nitric  acid  on  dibrom-a-naphthol.  The  bromin- 
done  (p.  11)  formed  at  the  same  time  is  dissolved  in  alcohol  and 
filtered  off,  the  quinone  being  then  well  washed  with  hot  alcohol 
and  purified  by  recrystallization  from  glacial  acetic  acid  or 

1 Zincke,  Ber.  21,  3540.  - Zincke,  Ber.  22,  1032. 

Weltner  and  Zincke,  Ber.  19,  2495.  ^ Flessa,  Ber.  17,  1479. 

^ Zaertling,  Ber.  23,  175. 

^ Groves  and  Stenliouse,  Annalen,  194,  202.  ^ Zaertling,  Ber.  23,  179. 
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nitrobenzene.  It  forms  slender,  pale-yellow  needles,  is  remark- 
ably insoluble  in  most  solvents,  and  has  no  definite  melting- 
point,  but  blackens  and  decomposes  above  200°.  Zinc  dust  and 
acetic  acid  convert  it  into  a dihyclroxynaijhtlmlene,  which  is 
precipitated  by  water  in  minute,  whitish  needles.  It  is  insoluble 
in  hot  water,  slightly  soluble  in  alcohol,  forming  a solution  which 
becomes  violet  in  the  air.  On  heating  it  shrinks  and  blackens 
at  about  205°.  The  diacetyl  derivative  foi-ms  stellate  bundles  of 
whitish  flattened  needles,  melting  at  226 — 227°.  On  oxidation 
with  hot  alkaline  permanganate  solution  the  dihydroxynaphtha- 
lene  is  converted  into  an  acid  which  is  probably  v-hydroxy- 
phthalic  acid.  This  shows  that  the  dihydroxynaphthalene  and 
therefore  the  quinone  is  a 1:1'-  or  peri-compound.^  The 
hydroxy-compound,  however,  differs  from  that  obtained  by 
Erdmann  (p.  117).^ 

Nitro-y-naphthoquinone  is  obtained,  together  with  nitro- 
naphthalic  acid,  CjoIl5(N02)(C02H)2,  when  acenaphthene, 
is  boiled  with  nitric  acid,  and  crystallizes  from 
alcohol  or  glacial  acetic  acid  in  yellowish-red  needles,  melting 
at  208°.  It  contains  the  quinone  oxygen  atoms  in  the  1 : 1'- 
position,  like  the  carboxyl-groups  in  naphthalic  acid.^ 


THE  TRIHYDROXYNAPHTHALENES, 

AND  HYDROXYNAPHTHOQUINONES, 

C,„H,(0H)03. 

2621  1:2:  4f-TrihydTOxynaphtliale7iG  is  formed  by  the  action 
of  tin  and  hydrochloric  acid  on  hydroxy-a-naphthoquinone,  and 
crystallizes  from  ether  in  yellow  needles,  which  are  sparingly 
soluble  in  water.  It  reduces  solutions  of  silver  and  mercury,  as 
well  as  Fehling’s  solution,  and  its  alkaline  solution  rapidly 
b(iComes  red  in  the  air,  the  original  hydroxyquinone  being- 
formed. 

Hydroxy-a-naphthoquinone,  or  Naphthalenic  acid,  is  obtained  by 
heating  hydroxyimidonaphthol,  C\oH50(NH)OH,  or  di-imido- 
naphthol,  CjoH5(OH)(NH)2,  with  acids  or  alkalis."^  It  is,  however, 

^ Meldola  and  Hughes,  Journ.  Chem.  Soc.  1890,  1,  631. 

2 Meldola  and  IHighes,  Journ.  Chem.  Soc.  1890,  1,  809. 

3 Quincke,  Ber.  21,  1460. 

Martins  and  Griess,  Annalcn,  134,  375  ; Grabe  and  Ludwig,  Annalcn,  154, 

303. 


CHLORONAPHTHALENIC  ACID 


133 


most  conveniently  preiDared  by  heating  the  former  compound 
with  sodium  carbonate  solution  : ^ 


.00- 


CoH, 


'\C(NH)  — OH 


C.OH  .00— C.OH 

II  -f  H.0  = 11  + nh,. 


00— OH 


When  the  cold  concentrated  solution  is  acidified  with  hydro- 
chloric acid,  it  is  precipitated  as  a yellow  powder  which  becomes 
electrically  charged  on  drying ; it  crystallizes  from  a hot  dilute 
solution,  on  the  other  hand,  in  lustrous  yellow  needles,  which 
melt  at  190°  with  decomposition  ^ It  partially  sublimes  in 
reddish-yellow  needles,  resembling  those  of  alizarin,  which 
was  formerly  thought  to  be  an  isomeride  of  naphthalenic  acid. 
It  is  scarcely  soluble  in  cold  water,  but  readily  soluble  in  alcohol 
and  ether,  decomposes  carbonates  and  forms  red  salts  with  the 
alkalis  and  alkaline  earths.  The  silver  salt,  CjQH502(0Ag), 
is  a reddish-brown  precipitate,  which  crystallizes  from  hot  water 
in  cinnabar-red  needles. 

HydroxycTilor-a-naplithoquinone,  Ghloo'oxynapTithalenic  acid,  or 
Chloronaphthalenic  acid,  CioH4C102(OH),  was  obtained  by 
Laurent  by  boiling  a-chloronaphthalene  tetrachloride  with 
nitric  acid,  and  by  the  action  of  alcoholic  potash  on  2:3- 
dichloronaphthoquinone  : ^ 


.CO— CCl 
II 

'CO— CCl 


pn  PPi 

+ KOH  = CeH  / 11  + KCl. 

\C0— COH 


It  was  at  one  time  prepared  by  Castelhaz,  of  Paris,  according  to 
P.  and  E.  Depouilly’s  method,  by  acting  with  nitric  acid  on 
the  mixture  of  naphthalene  dichloride  and  chloronaphthalene 
dichloride  obtained  by  the  action  of  potassium  chlorate  and 
hydrochloric  acid  on  naphthalene ; phthalic  acid  and  hydroxy- 
chloronaphthoquinone  are  thus  formed  and  can  readily  be 
separatei‘‘  The  latter  compound  is,  however,  best  prepared 
by  covering  dichloronaphthoquinone  with  alcohol  and  adding 
concentrated  caustic  potash  ; the  potassium  salt  separates  out 
after  a short  time.^ 

^ Diehl  and  Merz,  Ber.  H,  1314. 

- Liebermann  and  Jacobsen,  Armalcn,  211,  81. 

Annalen,  35,  292.  ^ Annalen,  137,  373. 

® Grtibe,  Annalen,  149, 13. 
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Hydroxychlor-a-naplithoquinone  crystallizes  in  long,  yellow, 
transparent  needles,  which  melt  above  200*",  are  scarcely  soluble 
in  water,  moderately  in  alcohol,  ether  and  benzene,  and  sublime 
without  decomposition.  It  is  oxidized  by  nitric  acid  to  phthalic 
and  oxalic  acids,  and  is  converted  by  phosphorus  23entachloride 
into  pentachloronaphthalene ; on  heating  with  soda  lime  it  yields 
benzene. 

Potassium  chloi'ona]:)}ithalenate,  CjoH4C103K,  crystallizes  in 
cherry-red  needles,  which  contain  water  of  crystallization,  and 
are  only  sparingly  soluble  in  cold  water. 

Barium  chloronouiMiaUnate,,  (Cj^oH4C103).,Ba  + SHgO,  is 
scarcely  soluble  in  cold  water,  and  crystallizes  from  hot  water 
in  slender,  yellow,  silky  needles. 

Chloronaphthalenic  acid  dyes  wool  a deep  red ; if  it  be 
treated  with  water  and  sodium  amalgam  a colourless  solution 
is  obtained  which  rapidly  becomes  red  again  in  the  air.  The 
alkaline  solution  becomes  vellow  on  treatment  with  zinc  dust, 
and  this  is  changed  to  green  after  a little  time  when  ammonia  is 
added. 

Hydrochloric  acid  precipitates  from  this  solution  a brown 
powder,  which  after  washing  and  drying,  takes  a green  metallic 
lustre  and,  according  to  Kochlin,  consists  of  trihydroxycMoro- 
naphthalene,  C4oH4Cl(OH)3.  It  dissolves  in  alcohol,  forming  a 
violet  solution,  which  is  coloured  blue  by  ammonia,  red  by  acids, 
and  dyes  wool  direct.^ 

DicMorotrihetohydroyiaphthalene,  CjoH^Clo03  + HgO,  is  formed 
when  chlorine  is  allowed  to  act  upon  hydroxychlor-a-naphtho- 
quinone  dissolved  in  glacial  acetic  acid  : 


.CO— CCl 

If 

'CO— C.OH 


CO— CCI2 

-p  Cl,  = C3H/  I -p  HCl. 
\CO— CO 


It  crystallizes  in  thick,  white  needles,  which  become  anhydrous 
at  100°  and  melt  at  105°.  On  boiling  with  water  it  dissolves, 
and  when  potassium  iodide  is  added  to  this  solution  the  original 
hydroxychloronajjhthoquinone  separates  out,  hypochlorous  acid 
being  certainly  eliminated.  It  is  converted  into  dichloroketo- 
Jiydrindenic  acid  by  dilute  alkalis.^ 

Hydroxyhrom-a-naijhtlwquinone,  or  a-Bromona]3hthalcnic  acid, 

^ Zeilsch.  Chem.  1866,  223. 

Zincke  and  Gerland,  Bcr.  20,  3216  ; 21,  2379. 
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C H Br(0H)02,  was  obtamed  by  Miller  by  beating  tlie  dibromo- 
naplitlioquinone  which  melts  at  218°,  with  a solution  of  caustic 
potash  in  dilute  alcohol.  It  crystallizes  from  alcohol  in  yellow 

needles,  which  melt  at  201  202  . 

Potassmm  a-hromonapUhalenate,  crystallizes  in 

long,  red,  anhydrous  needles. 

Barium  a-hromonaplithalenate,  (CioH4Br03).2Ba  + SH^O,  is  a 
yellowish-red  precipitate,  which  is  scarcely  soluble  in  cold, 
sparingly  in  hot  water,  and  crystallizes  from  the  latter  in  long, 
very  slender  needles. 

Hydroxy-^-hrom-a-napMlioqiiinone,  or  l3-BromonaplitliaUnic 
acid,  is  formed  when  the  dibromonaphthoquinone  which  melts  at 
151-5°  is  heated  with  caustic  soda  solution,  and  when  a solution  of 
naphthalenic  acid  in  bromine  is  boiled  for  several  hours.^  It  is 
also  obtained  by  the  action  of  caustic  soda  solution  on  mono- 
bromo-;8-naphthoquinone,  a portion  of  the  latter  being  simul- 
taneously reduced  to  the  bromoquinol,  and  is  formed  in  small 
quantity  by  the  bromination  of  ^8-naphthoquinone.^  It  crystallizes 
from  alcohol  in  golden-yellow  scales,  and  from  dilute  alcohol  in 
fascicular  groups  of  irregular  needles,  which  are  sparingly  soluble 
in  ether  and  benzene,  and  scarcely  soluble  in  boiling  water ; it 
melts  at  I96’5°,  and  sublimes,  with  partial  carbonization,  in 
golden-yellow,  pointed  needles.  Its  solution  has  a yellow  or  red 
colour  according  to  the  concentration.  Sodium  amalgam  con- 
verts it  into  naphthalenic  acid  (Zincke). 

Potassium  ^-bromonaphthalenate,  C;^oH4Br03K  -f  -IHgO,  is 
readily  soluble  in  water,  and  crystallizes  in  aggregates  of  dark- 
red  needles.  , , 

Barium  ^-bromonaphtJialcnate,  (CjoH^Br03)2Ba,  is  obtained  by 
mixing  hot  solutions  of  the  potassium  salt  and  barium  chloride, 
and  separates  out  in  slender,  yellowish-red,  matted  needles, 
which  are  only  very  slightly  soluble  in  water. 

Both  of  the  hydroxybromonaphthoquinones,  like  the  corre- 
sponding dibromonaphthoquinones,  yield  phthalic  acid  on  oxida- 
tion, and  should  therefore  be  identical.  Zincke  assumes  that  in 
the  formation  of  the  second  compound  from  dibromo-/3-naphtho- 
quinone  an  intermolecular  change  takes  place. 

Dihromotriketohydronaphthalcne,  CioH4Br203  -1-  HgO,  is  ob- 
tained by  the  action  of  bromine  on  a solution  of  hydroxybrom- 
a-naphthoquinone  in  glacial  acetic  acid,  and  crystallizes  in  dull 
white  needles,  which  are  readily  soluble  in  alcohol  and  benzene? 

1 Diehl  and  Merz,  Ber.  11,  1064.  ^ zincke,  Ber.  19,  2493. 
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and  melt  at  114 — 115°,  liypobromous  acid  being  evolved  ; the 
tollowing  formula,  therefore,  probably  represents  the  constitution 
of  this  compound  : 


CO— CBr, 

I 

CO— C(OH), 


CO— CBr 

= C^H,/  II  + BrOH. 
\CO— C.OH 


This  decomposition  takes  place  quantitatively  on  boiling  with 
dilute  alcohol.  The  chlorine  compound,  mentioned  above,  has 
probably  a similar  constitution  (Zincke  and  Gerland). 

Hydroxynitro-a-naphthoquinone  or  Nitronaphthalenic  acid, 
C^qH^(N02)(0H)02,  is  formed  when  fuming  nitric  acid  is  added 
to  a solution  of  naphthalenic  acid  in  sulphuric  acid,^  and  may 
also  be  obtained  by  heating  equal  parts  of  dichlor-a-naphtho- 
qiiinone  and  sodium  nitrite  with  a sufficient  quantity  of  water, 
a little  alcohol  being  occasionally  added,  until  complete  solution 
has  been  effected : 


C,oH,CloO,  + SNaNO^  + H^O  = 

C\oH4(N02)(ONa)02  + 2NaCl  + 2NO2H. 

On  cooling,  the  sodium  salt  separates  out,  and  is  decomposed 
with  nitric  acid.^ 

Nitronaphthalenic  acid  forms  golden -yellow  solutions  in  hot 
water,  alcohol,  ether,  or  benzene,  and  crystallizes  from  the  latter 
in  yellowish  plates  or  tablets,  which  melt  at  157°  with  decom- 
position. It  is  oxidized  by  dilute  nitric  acid  to  phthalic  acid, 
which  is  also  formed,  accompanied  by  hydrocyanic  acid  and 
humus  substances,  when  it  is  boiled  with  water  for  a considerable 
time. 

Sodium  nitronaqjldJialcnate,  C^QH4(N02)03Na  -p  HgO,  forms 
Hat  needles,  which  have  a strong  brassy  lustre. 

Potassium  nitronctphtlialenate,  C\qH4(N02)03K  -f-  H2O,  crys- 
tallizes from  hot  water  in  lustrous  golden-yellow  needles. 

Ammonium  nitronaqolithalcnate,  CjqH^(N02)03NH^,  is  not 
very  soluble,  and  forms  anhydrous  golden-yellow  prisms,  which 
are  powerfully  iridescent. 

Barium  nitrona,2)lithalenaie,  [CjoH^(N02)03]2Ba,  forms  orange- 
red  scales,  sparingly  soluble  in  cold  water. 

Silver  nitronaphthodenate,  CiQH^(N02)03Ag,  crystallizes  from 
hot  water  in  dark-yellow  or  reddish-brown,  pointed  needles. 

1 Diehl  and  Merz,  Ber.  H,  1214. 

- Kehnnann  and  Weichardt,  J.  Pr.  Chem.  II.  40,  179 
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JUGLONE  AND  HyDROJUGLONE. 

2622  Vogel  ami  Reiscliauer  discovered  a substance,  which 
crystallized  in  reddish-yellow  needles,  in  the  green  outer  she  0 
the  unripe  walnut  {Juglans  reym),  and  gave  to  it  the  name  oi 
wLh  they  afterwards  changed  io  j^glonc  C.  Reischauer 
then  pointed  out  that  this  substance  was  probably  identical  with  le 
which  had  been  prepared  from  the  nutshells  by  Phipson, 
and  this  was  confirmed  by  the  latter  chemist.  eisciau  ^ 
derived  the  formula  CiAsOs  analyses,  but  Bemthsen 

showed  that  the  substance  is  a hydroxynaphthoquinone,  0,„tleU3, 

since  on  heating  with  zinc  dust  it  is  converted  into  naphthalene. 
According  to  Mylius  ‘ the  juglone  does  not  occur  ready  formed 
in  the  unripe  shells,  but  these  and  the  other  green  parts  of  the  tree 
contain  during  growth  two  trihydroxynaphthalenes  or  hydro- 
iimlones,  one  of  which,  the  a-compound,  is  readily  oxidized  to 
juglone.  The  ripe  shells  contain  no  hydrojuglones,  but  complex 
substances,  perhaps  glucosicles,  which  can  nevertheless  be  em- 
ployed for  the  preparation  of  hydrojuglone  and  juglone.  Mylius 
found  that  on  fusion  with  caustic  potash,  a-hydrojuglone  yields 
m-hydroxybenzoic  acid,  accompanied  by  other  products,  so  that 
the  hydroxyl  groups  must  be  distributed  between  the  two  nuclei. 
Bernthsen  and  Semper  ^ then  showed  that  juglone  is  converted 
by  dilute  nitric  acid  into  dinitro-v-hydroxyphthalic  acid,  and  by 
hydrogen  dioxide  into  v-hydroxyphthalic  acid,  which  confirmed 
the  views  expressed  by  Mylius,  and  further  found  that  the 
hydroxyl-group  in  one  nucleus  is  in  the  a-position,  the  constitu- 
tion of  juglone  being  thus  determined.  They  then  prepared  this 
substance  artificially  by  oxidizing  1 : 4'-dihydroxynaphthalene 
with  chromic  acid  solution. 


OH 


0 


OH  OH  OH  O 

a-Hydrojuglone.  Juglone. 

Juglone  is  obtained  from  the  dry,  ripe,  gi’een  outer  shell  of  the 
walnut  by  extracting  with  ether  and  shaking  up  the  biownish- 

1 Bct.  19  28  R.  - Ber.  10,  1542.  » Ber.  17,  194.5. 

Ber.  17’  2411  ; 18,  2564.  Ber.  18,  203  ; 19,  164  ; 20,  934. 
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green  solution  with  a dilute  solution  of  chromic  acid,  which  alters 
the  colour  to  a fine  golden-yellow.  The  ether  is  distilled  off,  and 
the  residue,  after  repeated  extraction  with  small  quantities  of 
boiling  ether  to  remove  fat  and  resinous  matter,  purified  by 
solution  in  chloroform  and  addition  of  light  petroleum,  whicli 
])recipitates  a viscid  substance  ; this  is  filtered  off',  and  the  solu- 
tion evaporated.  About  150  grms.  of  juglone  are  thus  obtained 
from  rather  more  than  100  kilos,  of  walnut-shells  (Bernthsen  and 
Semper). 

It  is  readily  soluble  in  chloroform,  and  crystallizes  from  it  or 
from  hot  glacial  acetic  acid  in  thin,  lustrous,  yellowish-red  to 
brownish-red  needles  or  prisms  ; from  alcohol,  in  which  it  is 
less  soluble,  it  is  obtained  in  garnet-red  needles.  It  is  still  less 
freely  soluble  in  ether  and  light  petroleum,  in  which  it  forms 
yellow  solutions,  whereas  its  concentrated  solution  in  chloroform 
is  reddish-brown.  It  melts  at  about  150°  with  decomposition, 
and  sublimes  at  a higher  temperature,  a portion  being  simul- 
taneously carbonized.  On  boiling  with  water  it  is  also  decom- 
posed, a portion  volatilizing  with  the  steam,  and  imparting  to  it 
the  characteristic  quinone-like  smell  of  the  shells  as  well  as  the 
property,  which  is  also  possessed  by  the  powdered  substance,  of 
causing  coughing  and  sneezing.  Its  solutions  colour  the  skin  a 
deep  yellowish -brown  in  the  same  way  as  walnut-juice.  Cold 
sulphuric  acid  dissolves  it  with  a blood-red  colour,  but  it  is  re- 
precipitated by  the  addition  of  water.  Reducing  agents  readily 
convert  it  into  a-hydrojuglone. 

It  forms  violet  solutions  in  the  alkalis,  but  the  colour  soon 
changes  to  reddish-brown,  oxyjuglone,  CjQHg04,and  other  products 
being  formed.  Copper  acetate  added  to  the  alcoholic  solution 
precipitates  the  compound  (C4oHr^03)2Cu  in  microscopic,  obtuse- 
angled  violet  prisms. 

Acctyljuglone,  is  formed  by  the  continued 

boiling  of  juglone  with  acetic  anhydride,  and  by  oxidizing  I : 4'- 
diacetoxynaphthalene  with  chromic  acid.  It  crystallizes  from 
hot  alcohol  in  light-yellow  plates  or  tablets,  which  have  a fatty 
lustre,  melt  at  154 — 155°  to  a red  liquid,  and  sublime  in 
splendid  long  thin  plates.  It  is  also  volatile  with  steam,  the 
vapour  having  a fainter  smell  than  that  of  juglone,  but  irritating 
the  mucous  membrane  in  tlie  same  way. 

a-Hydrojuglone,  CjoH5(OH)3,  crystallizes  in  colourless  plates  or 
needles,  which  melt  at  1G8 — 170°,  and  dissolve  at  25°  in  about 
200  parts  of  water.  It  is  readily  soluble  in  alcohol  and  ether 
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Init  is  insoluble  in  chloroform.  With  alkalis  it  forms  a yellow 
solution,  which  becomes  violet-coloured  in  the  air  owing  to  the 
formation  of  juglone,  which  is  also  produced  when  bromine 
water  or  feme  chloride  is  added  to  its  solution.  On  fusion  with 
caustic  potash  it  yields  m-hydroxybenzoic  acid,  which  partially 
decomposes  into  carbon  dioxide  and  phenol ; salicylic  acid,  and 
catechol  being  then  formed  from  these  as  secondary  products. 

a-Hydrojuglone  is  odourless,  but  has  an  unbearable  bitter  taste, 
and  is  poisonous.  Rabbits  are  rapidly  killed  by  a subcutaneous 
iniection  of  its  saturated  solution,  whilst  a dose  of  Q-o  grins, 
administered  internally  kills  them  within  two  hours.  The  green 
walnut-shells  are  known  to  be  poisonous,  since  goats  die  shortly 


after  eating  them.  ...  , 

^-Hyclrojuglonc  occurs  in  small  quantity  in  the  green  parts  ot 

the  tree,  and  crystallizes  from  alcohol  in  silvery,  six-sided  tablets 
or  flat  needles,  which  melt  at  97°,  and  volatilize  with  steam,  an 
aromatic  vapour  being  produced.  It  has  a sharp,  burning  taste, 
dissolves  at  25°  in  900—1000  parts  of  water,  and  is  sparingly 
soluble  in  alcohol  and  ether,  but  freely  in  chloroform.  Its 
solution  is  coloured  deep-red  by  ferric  chloride. 

It  is  also  formed  by  the  distillation  of  a-hydrojuglone,  and^  is 
re-converted  by  the  action  of  acid  chlorides  or  by  boiling  with 
dilute  acids  into  this  substance ; for  this  reason,  juglone  is 
formed  when  its  alcoholic  solution  is  heated  with  acid  ferric 


chloride. 

The  position  of  its  hydroxyl-groups  is  not  known,  but  since  it 
does  not  behave  as  a quinol,  they  cannot  be  in  the  para-position. 
The  following  compounds  have  been  obtained  from  a-  and  /3- 
hydrojuglones,  and  yield  the  latter  on  hydrolysis . 


Triacetyl-;8-hydrojuglone,  C^oH5(O.CO.CH3)3, 

colourless  prisms 

Tribenzoyl-^-hydrojuglone,  CjoH^(O.CO.CgH5)3, 
needles  


Melting-iwint. 

129—130° 

228—229° 


TTihydTOxynci]jlitlial6nG  is  formed  when  naphthalenemetadi- 
sulphonic  acid  is  fused  with  caustic  potash  at  280 — 300°  for 
several  hours.  It  crystallizes  from  water  in  minute  scales,  and 
from  light  petroleum  in  small  white  aggregates,  melting  at 
120 — 121°.  It  sublimes  in  thin  lustrous  scales,  is  extremely 


^ Mylius  loc.  cit.  ; Ber.  18,  463. 
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soluble  in  ether  and  benzene,  and  gives  no  characteristic  coloura- 
tion with  ferric  chlorided 

2623  2' -Hydroxy- ^-naphthoquinone,  is  obtained  from  the 
amido-compound  formed  by  the  reduction  of  2'-hydroxy-/S- 
naphthoquinonoxime  by  treating  its  hydrochloride  in  aqueous 
solution  with  dilute  ferric  chloride,  and  is  also  probably  formed 
by  the  direct  oxidation  of  2 : 2'-dihydroxynaphthalene.  It  is 
a reddish-brown  amorphous  substance  which  is  readily  soluble 
in  alcohol  and  glacial  acetic  acid,  but  is  insoluble  in  ether, 
chloroform,  and  benzene,  and  has  not  been  obtained  in  the  crys- 
talline form.'^  It  forms  a reddish-brown  solution  in  alkalis. 


THE  DIHYDROXYNAPHTHOQUINONES, 

2624  a-Dihydroxynaphthoquinone,  (OH  ; OH  = 2:3),  is  formed 
when  amidonaphthalenic  acid,  CjoH^02(NH2)OH,  is  heated  to 

170 — 180°  with  dilute  hydrochloric  acid  : 

« 

CioH,(NH2)(OH)02  -f  H2O  q-  HCl  = CioH,(OH)202  -r  NH,C1. 

It  crystallizes  from  hot  alcohol  in  slender  reddish-brown  needles, 
and  from  hot  glacial  acetic  acid  in  dark-red  scales,  showing  a 
strong  metallic  lustre  in  sunlight.  It  is  sparingly  soluble  in 
cold,  more  freely  in  hot  water,  forming  a red  solution,  and  imparts 
a dark  violet-blue  colour  to  the  alkalis,  which  becomes  blue  when 
more  alkali  is  added  and  changes  to  brown  on  exposure  to  the 
air,  a black  powder  being  subsequently  deposited  and  the  solution 
left  colourless.  The  red  aqueous  solution  is  decolourized  by  tin 
and  hydrochloric  acid,  but  regains  its  original  tint  on  exposure 
to  the  air.  It  sublimes  when  carefully  heated  in  slender, 
cinnabar-red  needles  or  very  lustrous  dark -bronze  coloured, 
pointed  needles,  a portion  being  simultaneously  carbonized. 
Nitric  acid  converts  it  into  phthalic  acid. 

The  harium  salt,  Cj^oH^O^Ba,  is  a blackish -violet  precipitate, 
the  lead  salt  dark -blue  and  the  silver  salt  greyish-blue  ; the  last 
of  these  takes  a strong  brassy  lustre  on  drying.  a-Dihydroxy- 
naphthoquinone  dyes  cotton  violet  on  an  alumina  mordant,  and 

’ Armstrong  and  Wynne,  Proc.  Chcm.  Soc.  1890,  136. 

2 Clausins,  Ber.  23,  622. 
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dark-blue  on  an  iron  mordant,  this  colour  being  fast  to  soap. 
Silk  is  dyed  a brownish-violet  and  takes  a strong  metallic  lustre, 

Biacetyl-a-dilujdroxyna;p}ithoq%Linone,  CioH4(O.CO.CH3)202, 

crystallizes  from  hot  dilute  alcohol  in  brown  scales.^ 

^-mhydroxynaplithoquinone.  In  the  year  1861  Roussin  pre- 
pared a colouring  matter  by  the  action  of  zinc  on  a solution  of 
dinitronaphthalene  in  hot  sulphuric  acid,  and,  looking  upon  R 
as  identical  with  the  colouring  principle  of  madder,  called  it 
artificial  alizarin 

Analyses  of  this  substance  soon  convinced  him,  however,  that 
it  differed  from  alizarin,^  and  Jacquemain  also  found  that  the 
reactions  of  the  two  substances  were  by  no  means  identical.^ 
The  new  compound  was  then  termed  ndjphthazciTi7i  by  Kopp, 
and  this  name  soon  passed  into  general  use.  Its  correct  formula 
and  constitution  were  established  by  Liebermann,  who  proved  it 
to  be  a dihydroxynaphthoquinone.®  Since  the  dinitronaphthalene 
employed  for  its  preparation  was  a mixture,  it  still  remained  to 
be  decided  from  which  of  the  isomerides  the  naphthazarin  was 
formed,  and  this  question  was  settled  by  de  Aguiar  and  Bayer  in 
favour  of  a-dinitronaphthalene.^ 

According  to  Liebermann,  naphthazarin  is  best  prepared  in  the 
following  manner  : — A mixture  of  400  grms.  of  concentrated  sul- 
pp-Qj'40  acid  Avith  40  grms.  of  the  fuming  acid  is  heated  to  200  , and 
to  this  are  added  40  grms.  of  dinitronaphthalene  and  then  granu- 
lated zinc,  care  being  taken  that  the  temperature  does  not  rise 
above  205°  or  fall  below  195°.  Five  or  ten  grms.  of  zinc  are 
required  and  should  be  added  during  about  fifteen  minutes.  A 
small  portion  is  removed  from  time  to  time,  boiled  with  watei 
and  filtered  ; as  soon  as  the  colour  of  the  filtrate  is  a fine  red 
and  a gelatinous  precipitate  is  deposited  on  cooling,  the  reaction 
is  complete.  The  product  is  poured  into  10  parts  of  water, 
heated  to  boiling  and  filtered.  The  naphthazarin  separates  out 
on  cooling  and  is  re-crystallized  from  alcohol.  It  is  thus  ob- 
tained in  elegant  brown  needles,  with  a green  surface  lustre  and 
is  further  purified  by  sublimation,  small  reddish-brown  needles 
being  formed,  or  if  it  be  more  strongly  heated,  aggregates  of 
longer  feathery  needles,  which  have  a strong  green  metallic 
lustre,  and  resemble  small  cock’s  feathers. 

1 Diehl  and  Merz,  Ber.  11,  1321. 

3 Compt.  Rend.  52,  1177. 

® Rcpert.  Chim.  App.  3,  HI- 
^ Bcr,  4,  251. 


- Compt.  Rend.  52,  1033. 

Compt.  Rend.  52,  1180. 

® Ber.  3,  905  ; Annalen,  162,  328. 
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It  is  slightly  soluble  in  hot  water  and  freely  in  alcohol,  forming 
a red  solution.  Its  alkaline  solution,  which  has  a splendid  com- 
tlower  blue  colour  is  decolourized  by  sodium  amalgam,  but 
regains  its  colour  in  the  air.  Sulphuric  acid  dissolves  it  with 
formation  of  a magenta-red  solution,  from  which  it  is  precipitated 
by  water.  Heated  zinc  dust  reduces  it  to  naphthalene,  whilst  it 
is  oxidized  by  nitric  acid  to  oxalic  acid,  no  phthalic  acid  being 
formed. 

Its  alkaline  solution  gives  blue  precipitates  with  the  salts  of 
calcium,  barium,  and  lead.  The  iron  lake  is  bluish -green,  and 
that  with  alumina  carmine-red  ; the  shades  produced  on 
mordanted  cotton  can  however  be  more  cheaply  obtained  by 
means  of  dye-woods.  On  the  other  hand  it  dyes  fast  shades  on 
a chromium  mordant,  which  can  be  varied  from  the  most  delicate 
grey  to  the  deepest  black.  In  order  to  employ  it  for  printing 
and  dyeing,  it  is  converted  into  the  soluble  sulphite  compound, 
CjoHgO^  + NaHSOg,  discovered  by  Bohn,  which  is  known  as 
alizarin  black,  by  mixing  it  in  the  form  of  paste  with  a strong 
solution  of  acid  sodium  sulphite  of  30 — 40°  B,  and  allowing  the 
whole  to  stand  for  several  days  at  50 — 70°.  On  the  addition  of 
common  salt  a black  precipitate  is  obtained  which  forms  a 
reddish-brown  solution  in  water,  and  a yellowish-brown  solution 
with  a OTeen  fluorescence  in  alcohol. 

O 

Alizarin  black  is  fixed  on  cotton  by  mixing  it  with  chromium 
acetate  and  dilute  acetic  acid,  thickening  with  starch  paste  and 
printing  this  mixture  on  the  fabric,  which  is  then  dried  and 
steamed,  a compound  of  naphthazarin  with  chromium  oxide  being 
thus  formed.  It  is  fixed  on  wool  in  a similar  manner,  whilst  to 
dye  wool  the  fabric  must  first  be  mordanted  with  chromium 
oxide  and  then  brought  into  a hot  solution  of  the  colouring 
matter. 

In  the  preparation  of  naphthazarin,  a black  mass  is  obtained 
and,  indeed,  forms  the  larger  portion  of  the  product.  This 
substance  forms  dirty- violet  coloured  solutions  in  alkalis,  from 
which  it  is  precipitated  by  acids  as  a black  powder  which  takes 
a reddish  metallic  lustre  in  drying.  This  compound,  which  is 
considered  by  de  Aguiar  and  Bayer  to  be  trihydroxyna2Jhtlio- 
quinone,  C]^qH3(0H)302,  is  also  obtained  by  heating  naphthazarin 
with  sulphuric  acid.^ 

>y-l)i]iydroxy naphthoquinone,  or  ITydroxyjuylone,  (OH : OH  = 2:5 
or  3 : 5).  Mylius  observed  that  juglone  combines  with  dimethyl- 

^ Ber.  4,  438. 
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aiiiiiiG  to  form  dinictlLylciniidoju(jlo7ic,  C]^qH402(0H)N(CH^)2, 
which  crystallizes  from  glacial  acetic  acid  iii  browmsh-violet 
tablets,  having  a metallic  lustre  and  melting  at  149  150  . 

On  heating  with  hydrochloric  acid  this  substance  is  converted 
into  hydroxyjuglone : 

CjoH,02(OH)N(CH3)2  + H2O  = + NH(CH3)2 

It  is  also  formed  by  the  oxidation  of  a-hydrojuglone  with  an 
alkaline  solution  of  potassium  ferricyanide.  It  crystallizes  in 
golden-yellow  needles,  or  small  lemon-yellow  tablets,  which 
are  scarcely  soluble  in  water,  sparingly  in  alcohol  and  ether, 
readily  in  chloroform  and  acetone,  and  are  decomposed  and 
blackened  at  200°.  When  carefully  heated  however  it  can  be 
sublimed  and  gives  a vapour  which  smells  like  that  of  juglone. 
It  forms  a cherry-red  solution  in  concentrated  sulphuric  acid  and 
a yellowish-red  solution  in  alkalis,  which  is  unaltered  in  the 
air.^  When  it  is  heated  in  alcoholic  solution  with  stannous 
chloride,  the  colourless  crystalline  quinol,  CioH^(OH)4,  is  formed, 
which  is  rapidly  re-converted  into  hydroxyjuglone  in  the  air. 

It  dyes  mordanted  cloth  faintly,  as  does  also  hydroxynaphtho- 
quinone,  whilst  juglone  produces  no  colour,  because,  according  to 
Kostanecki  only  those  quinones  which  contain  an  hydroxyl - 
group  in  the  ortho-position  to  a quinone  oxygen  atom  are 
colouring  matters.^ 

Sodium  hydroxyjuglone,  CioH402(ONa)2,  crystallizes  in  brick- 
red  needles,  which  are  readily  soluble  in  water,  but  insoluble  in 
alcohol  and  concentrated  caustic  soda  solution. 

The  potassium  and  ammonium  salts  resemble  it  closely.  The 
calcium  salt  crystallizes  in  dark-red,  difficultly-soluble  needles, 
whilst  the  harium  salt  is  a brownish-black,  amorphous  precipi- 
tate ; the  silver  and  copper  compounds  are  carmine-red  coloured. 

Benzoylhydroo:yjuglo7ie,  CjoH,402(O.CO. 0^113)2,  is  formed  by  the 
action  of  benzoyl  chloride  on  the  sodium  salt,  and  separates 
from  a hot  alcoholic  solution  in  small,  yellowish  white  granular 
crystals. 


1 Bcr.  18,  463. 


^ Bcr.  22,  1347. 
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THE  AMIDO-DERIVATIVES  OF  NAPHTHALENE. 


a-AMIDONAPHTHALENE,  OR  a-NAPHTHYLAMINE, 


2625  This  important  substance  was  discovered  by  Zinin/  who 
obtained  it  by  reducing  nitronaphthalene  with  ammonium 
sulphide,  and  named  it  naphthalidam  (Pt.  III.,  p.  195).  Piria 
then  observed  it  as  a decomposition  product  of  thionaphthamic 
acid,  CjoH7.NH.SO3H,  and  termed  it  naijhthalidine,^  after  which 
Bechamp  showed  that  it  can  easily  be  obtained  by  heating  nitro- 
naphthalene with  iron  filings  and  acetic  acid.^  When  it  was 
recognized  as  a compound  ammonia  it  received  the  name  of 
naphthylamine,  by  which  it  is  still  known.  It  can  also  be 
prepared  from  a-naphthol  by  heating  this  to  270°  with  ammonium 
acetate  ; acetonaphthalide  is  formed,  from  which  the  base  is 
obtained  by  heating  with  dilute  acids  or  alkalis.^  A certain 
amount  of  dinaphthylamine,  (CjqH7)2NH,  is  also  formed  in  this 
reaction,  and  is  obtained  in  small  quantity,  together  with  a large 
amount  of  a-naphthylamine  when  a-naphthol  is  heated  with 
four  parts  of  calcium  chloride  ammonia,  containing  water,  for 
eight  hours  to  270°.^  a-Naphthylamine  is  also  formed  in  small 
quantity  when  aniline  hydrochloride  is  heated  with  mannitol  to 
200 — 240°,®  and  Canzoneri  and  Oliver!  have  obtained  it  by 
heating  an  intimate  mixture  of  pyi’omucic  acid,  lime,  zinc 
chloride,  and  aniline  for  twelve  hours  to  300°.  The  pyromucic 
acid  is  decomposed  into  carbon  dioxide  and  furfuran,  which  then 
acts  upon  the  aniline  in  the  following  manner : 
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On  the  large  scale  it  is  manufactured  by  heating  equal  parts  of 
a-nitronaphthalene  and  water  to  80°,  adding  one  part  of  fine  iron 

’ Annalen,  44,  283.  Annalen,  78,  31.  ® Annalcn,  92,  401. 

Calm,  Ber.  15,  615.  ^ Renz,  Ber.  16,  14.  **  Benz,  Acr.  18,  383  R. 

^ Gazzetta,  16,  486. 
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tiu'iiings  to  tli6  stirrod  mixturo  cind  starting  tlio  reaction  by  tlie 
addition  of  a small  quantity  of  liydrocliloric  acid.  The  pioduct 
is  distilled  with  lime  and  the  crude  base  rectified  from  iron 
cylinders.^ 

a-Naphthylamine  is  only  very  slightly  soluble  in  water,  readily 
in  alcohol  and  ether ; it  crystallizes  in  flat,  silky  needles  or 
plates,  and  from  hot  aniline  in  prisms,^  has  a characteristic 
unpleasant  smell,  and  a sharp,  bitter  taste.  In  the  air  it 
becomes  coloured  red  to  dark-violet ; it  melts  at  50  , boils  at 
300°,  and  forms  salts  which  crystallize  well  and  colour  pine  wood 
a deeper  yellow  than  those  of  aniline.  Oxidizing  agents  such  as 
ferric  chloride,  chromic  acid,  &c.,  produce  in  solutions  of  its  salts 
an  azure-blue  precipitate  of  na^litliame/ine  or  oxynaphthainine, 
CioHgNO,  which  soon  becomes  purple.^  A small  amount  of 
alcohol,  containing  nitrous  acid,  produces  a yellow  colouration  in 
a solution  of  the  base  in  alcohol  or  glacial  acetic  acid.  If 
hydrochloric  acid  be  now  added,  a magenta  or  deep  violet- 
red  colouration  is  produced,  the  hydrochloride  of  azo-amido- 
naphthalene  being  formed ; when  only  a small  quantity  of 
najDhthylamine  is  present,  the  colouration  is  only  a faint  red.'^ 
On  boiling  with  chromic  acid,  a-naphthoquinone,  phthalic  acid 
and  a brown  insoluble  substance  are  formed.^  a-Naphthylamine 
is  employed  in  the  manufacture  of  colouring  matters. 

a-Naphthylamine  hyd^'ochloridc,  CioH^.NHgCl,  crystallizes  from 
hot  water  in  long,  fibrous  needles,  resembling  asbestos,  and  from 
alcohol  in  lustrous  scales,  which  are  readily  soluble  in  ether,  but 
only  sparingly  in  concentrated  hydrochloric  acid,  and  sublime  at 
200°.  When  platinum  chloride  is  added  to  its  alcoholic  solution, 
a brownish-yellow,  crystalline  precipitate  of  (CjoHjoN)2PtClg  is 
formed,  which  is  slightly  soluble  in  water,  and  even  less  readily 
in  alcohol  and  ether  (Zinin). 

a-Naphthylamine  sulphate,  (CjoH7.NH3)2S04  -f  2H2O,  is  spar- 
ingly soluble  in  cold  water  and  alcohol,  readily  in  hot  alcohol, 
and  crystallizes  in  silvery  scales,  which  become  coloured  red  in 
the  moist  state. 

a-Naphthylamine  nitrate,  C^^oH^.NHg.NOg,  is  obtained  by 
dissolving  the  base  in  pure  dilute  nitric  acid,  and  crystallizes  in 
lustrous  scales. 

^ Schultz,  SteinJcohlenthecr,  1,  362.  ^ Ballo,  Ber,  3,  288. 

^ Piria,  Annalen,  78,  64  ; Schiff,  Annalcn,  101,  92  ; 129,  255. 

■*  Monet,  Reverdin  and  Nblting,  Ber.  12,  2305. 

® Liebermann,  Annalen,  183,  265. 
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a-Na’plitliylamine  oxalate,  (CioH7.NH3)20204,  crystallizes  in 
narrow,  lustrous  plates,  whilst  the  acid  salt,  C4oHgN.C2H204, 
forms  dull  white  aggregates. 

a-Naphthylamine  phenate,  C^QH^.NHg  + CgHg.OH,  crystallizes 
from  light  petroleum  in  needles,  melting  at  30°.^ 


SECONDARY  AND  TERTIARY  a-NAPHTHYL- 

AMINES. 

2626  Metliyl-a-na;plitliylamme,  CjoH^.NH.CHg,  is  formed,  to- 
gether with  a-dinaphthylamine,  when  methyl  chloride  is  jDassed 
into  a-naphthylamine  heated  to  150 — 180°.  The  product  is 
extracted  with  ether  and  the  ethereal  solution  shaken  with 
dilute  sulphuric  acid, -which  dissolves  the  methyl  base  and  forms 
insoluble  naphthylamine  sulphate  with  any  unattacked  base,  the 
dinaphthylamine  being  left  in  the  ethereal  solution.  It  is  a red 
liquid  which  boils  at  293°,  and  becomes  darker  and  opaque  in 
the  air.^ 

Dimethyl-a-naplitliylamine,  CjoHi-N (0113)2,  is  obtained  by 
heating  a-naphthylamine  with  methyl  iodide  and  wood  spirit 
to  100°  (Landshoff),  as  well  as  by  heating  the  hydrochloride  to 
180°  with  methyl  alcohol.^  It  is  a colourless  liquid,  which  is 
very  strongly  refractive,  becomes  brown  in  the  air,  fluoresces  like 
petroleum,  has  a faint  odour,  resembling  that  of  dimethylaniline,^ 
and  boils  at  274’5°  (711  mm.).  Ferric  chloride  imparts  a purple- 
red  colour  to  the  alcoholic  solution,  which  changes  to  violet  in  the 
air.  Its  sulphate  and  hydrochloride  are  readily  soluble. 

Trimethyl-a-nap)hthylammonium  iodide,  NC4oH7(CH3)3l,  is 
formed  when  the  tertiary  base  is  heated  to  100°  with  methyl 
iodide,  and  crystallizes  in  flat,  faint  yellowish-green  needles, 
which  decompose  into  the  constituents  at  164°.  The  hydro^cide 
is  a strongly  alkaline,  deliquescent  mass. 

Ethyl- a-naphthylaraine,  CjoH^NH.C.gHg.  The  hydrobronnde 
of  this  base  was  obtained  by  Limpricht,  by  the  action  of  ethyl 
bromide  on  naphthylamine,  in  reddish  nodular  aggi’egates,  which 
yielded  naphthylamine  on  treatment  with  caustic  potash.^  Schiff 

^ Dyson,  Journ.  CJiein.  Soc.  1883,  1,  466. 

Landshoff,  JJer.  H,  638.  ^ Hantzsch,  Ber.  13,  1348. 

Friedlander  and  Welmans,  Ber.  21,  3125  ; Bamberger  and  llellwig,  Ber.  22, 
1315.  ^ Annalen,  99,  117. 
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then  prepared  the  hydriodide,  which  crystallizes  in  four-sided 
prismsd  He  also  failed  to  isolate  tlie  base  which  was,  how- 
ever, prepared  by  Bernthsen  and  Trompetter  by  the  action  of 
zinc  dust  and  hydrochloric  acid  on  thio-acetonaphthalide, 
CioH7N(CS.CH3)H  ; these  chemists,  however,  did  not  further 
examine  it,  but  converted  it  into  the  hydrochloride  and  platino- 
chloride.^  According  to  Bamberger  and  Hellwig,  ethyl-a- 
naphthylamine  is  a liquid  which  rapidly  becomes  coloured  in 
the  air,  and  appears  brownish-red  by  transmitted  light,  but  steel 
blue  by  reflected  light ; on  heating,  this  dichroism  disa]3pears 
and  the  colour  changes  from  dark  cherry-red  to  light-orange. 
It  boils  at  303°  (7 22' 5 mm.),^ 

Dietliyl-a-naphthylamine,  CioH7.N(C2H5)2,  can  easily  be 
pared  by  heating  a-naphthylamine  with  the  calculated  quantity 
of  caustic  soda,  ethyl  bromide,  and  some  water  to  100 — 120°. 
It  is  a colourless,  transparent,  oily  liquid,  which  becomes  brown 
in  the  air,  is  strongly  refractive,  and  boils  at  283 — 285°.  Its 
sulphate  is  readily  soluble,  and  crystallizes  in  well-developed, 
thick  prisms.'^ 

Triethyl-a-naphthylammonium  hromide,  N(CioH7)(C2H5)3Br,  is 
formed  in  small  quantity  together  with  the  tertiary  base,  and 
crystallizes  from  water  in  silky  plates.  When  sulphuric  acid  and 
potassium  ferrocyanide  are  added  to  its  aqueous  solution,  a 
precipitate  is  formed,  from  which  ammonia  separates  diethyl- 
naphthylamine.® 

Triethyl-a-naphthylammonium  N(CioH7)(C2H5)3l,  forms  • 

well-developed  cube-shaped  crystals  (Friedlander  and  Welmans). 

Ethylene-a-naphthylamine,  (CioH7NH)2C2H4,  is  obtained  when 
naphthylamine  is  boiled  with  ethylene  bromide  and  benzene,  and 
forms  crystals,  which  melt  at  127°  and  are  sparingly  soluble  in 
alcohol,  more  readily  in  absolute  alcohol,  and  readily  in  ether. 
The  sulphate,  C22H20N2SO4H2,  is  only  very  slightly  soluble  and 
fonns  microscopic  crystals,  which  have  a strong  silvery  lustre.*^ 

Thenyl-a-naphthylamine,  C10H7.NH.CgH5,  is  formed  when  a- 
naphthylamine  is  heated  to  240°  with  aniline  hydrochloride  ^ and 
when  one  molecule  of  a.-naphthol  is  heated  to  280°  with  two 
molecules  of  aniline  and  one  molecule  of  calcium  chloride.^ 

^ Annalen,  101,  90.  2 3 

Friedlander  and  Welmans,  Ber.  21,  3123.  ’ 

® B.  E.  Smith,  Journ.  Chem.  Soc.  1882,  1,  180.  Renter,  Ber.  8 23. 

7 Girard  and  Vogt,  Bull.  Soc.  Gliim.  18,  68  ; Streif,  Annalen,  209  'l51. 

® Friedlander,  Ber.  16,  2075.  ’ 
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It  crystallizes  from  alcohol  in  colourless  needles  or  prisms, 
melts  at  G2°,  and  boils  at  335°  under  a pressure  of  258  mm. 
Its  alcoholic  solution  shows  a blue  fluorescence,  whilst  its 
solution  in  sulphuric  acid  which  contains  nitric  acid  is  coloured 
blue,  but  changes  on  heating  to  green  and  then  to  brown.  It 
is  insoluble  in  dilute  acids,  but  when  hydrochloric  acid  is  passed 
into  its  alcoholic  solution  the  hydrochloride  separates  out  in 
prisms,  which  are  decomposed  by  water. 

Phenyl-a-na]jlit]iylnitrosamine,  CioH7N(CgHg)NO,  is  formed 
when  an  acetic  acid  solution  of  phenyl-a-naphthylamine  is  shaken 
with  powdered  sodium  nitrite  and  the  mixture  allowed  to  stand 
in  a cool  place.  It  crystallizes  from  methyl  alcohol  in  faint, 
yellowish-red  tablets  or  prisms,  melting  at  92°.^ 

Melting-point. 

o-Tolyl-a-naphthylamine,  CioH^NH.CgH^.CIig,  long, 

flat  needles 04 — 95° 

p-Tolyl-a-naphthylamine,^  CigH^NH.CgH^.CHg, 

short  prisms 78° 

Benzylnaphthylamine,^  CjgH^rNH.CHg.CgHg,  brown, 

lustrous  scales 66 — 67° 

Cholesterylnaphthylamine,''^  CigH^lSI  H.CggH^g, 

crystals 202° 

jp-PhenyUne-a-naphtliylamine,  (CigIl7.NH)2CgH^,  is  obtained 
by  heating  a-naphthol  with  y?-diamidobenzene  to  200°,  and 
crystallizes  from  aniline  in  small  white  plates,  which  melt  at 
235°,  and  are  almost  insoluble  in  boiling  alcohol,  ether,  or 
benzene.  Its  solution  in  concentrated  sulphuric  acid  is  coloured 
greenish  violet,  and  then  deep  blue  by  potassium  nitrite.  It 
unites  with  picric  acid  to  form  the  compound  (C^gH7NH)2CgIl4 
-f  2CgH3(N02)20,  which  crystallizes  in  small,  black,  lustrous 
needles,  is  sparingly  soluble  in  alcohol,  but  freely  in  hot  ben- 
zene, and  melts  at  217°  with  evolution  of  gas.  When  the  base 
is  heated  to  140°  with  methyl  iodide  and  wood  spirit,  p- 
phenyUnemethylna]jJithylamine,  (CjQll7.NCH3)2CgH^,  is  formed. 
This  substance  crystallizes  from  hot  benzene  in  small  white 
plates,  melting  at  180°.^ 

a-Dinaplitliylamine,  (CigH7)2NH,  was  first  prepared  by  Girard 

^ 0,  Fischer  and  Ilepp,  Ber.  20,  1247. 

^ Friedlander,  Ber.  16,  2075. 

Frote  and  Tommasi,  Bull.  Soc.  Chim.  20,  67. 

■*  Wallitzky,  Beilstein’s  Handh.  2,  397. 

5 KuofT,  Ber.  22,  1080 
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and  Vogt  by  heating  a-naplitliylamine  with  its  hydrochlorided 
As  already  mentioned,  it  is  also  formed  when  a-naphthylamine 
is  heated  with  methyl  chloride.  On  heating  a mixture  of  10 
parts  a-naphthol,  13  parts  sodium  acetate,  and  3 parts  ammonium 
chloride  for  8 hours  to  270°,  31  per  cent,  of  dinaphthylamine 
and  25  per  cent,  of  naphthylamine  are  formed.^  It  may  also  be 
obtained  by  heating  a-naphthol  Avith  a-naphthylamine  and 
calcium  chloride.^ 

It  is  insoluble  in  water,  moderately  soluble  in  alcohol,  and 
readily  in  ether,  crystallizes  in  quadratic  plates,  melting  at  111°, 
and  boils  at  310—315°  (15  mm.).  Its  alcoholic  solution  is 
coloured  green  by  ferric  chloride;  sulphuric  acid  dissolves  it, 
forming  a yellow  solution  Avhich  becomes  green  on  heating, 
whilst  dilute  acids  and  even  concentrated  hydrochloric  acid  only 
dissolve  it  to  a very  slight  extent.  It  forms  Avith  picric  acid  the 
compound  CoqH^jN  -f-  2CqH3(N02)30,  Avhich  crystallizes  in  small 
black  needles,  melting  at  168 — 169°  (Benz). 

a-Bina'plitliylnitrosamine,  (C^qH7)2N(NO),  is  a 5^elloAV  crystal- 
line poAvder,  Avhich  melts  at  260 — 262°  Avith  decomposition,  and 
is  only  slightly  soluble  in  Avater  and  alcohol  (Landshoff). 


a-NAPHTHALIDES. 

2627  a-Formylncqjhtlicdide,  C10H7.NH.COH,  Avas  obtained  by 
Zinin,  together  Avith  oxalnaphthalide  by  heating  acid  naphthyl- 
amine oxalate  to  200°.^  It  is  also  readily  formed  Avhen  a- 
naphthylamine  is  boiled  Avith  aqueous  formic  acid,  and  crystal- 
lizes from  boiling  Avater,  in  Avhich  it  is  moderately  soluble,  in  silky 
needles,  melting  at  138‘5°.^ 

a-AcdonwpMlialide,,  or  a-Naphtliylacetamide,  CjoH^NH.CO.CHg, 
is  obtained  Avhen  a-naphthylamine  is  heated  for  some  time  AAuth 
glacial  acetic  acid,®  and  Avhen  a-naphthol  is  heated  Avith  am- 
monium acetate  (p.  144).  It  is  insoluble  in  cold  AA^ater,  some- 
Avhat  soluble  in  hot  water,  and  readily  in  alcohol,  and  crystallizes 
in  silky  needles,  which  melt  at  159°,  and  sublime  in  very  delicate 

^ BuU.  Soc.  Chim.  19,  68.  ^ Calm,  Bcr.  15,  609. 

^ Benz,  Ber.  16,  17.  Annalcn,  108,  229. 

® Tobias,  Ber.  15,  2443. 

® Rother,  Ber.  4,  850  ; Andreoni  and  Biedermann,  Ber.  6,  842  ; Tomniasi, 
Bull.  Soc.  Chim.  20,  19  ; Dittler  and  Liebermann,  Annalcn,  183,  229. 


150 


NAPHTHALENE  DERIVATIVES 


thread-like  forms,  resembling  the  finest  silk  fibres.  It  is  not 
attacked  by  boiling  hydrochloric  acid,  but  is  decomposed  by 
continued  heating  with  caustic  potash  solution. 

a-AcetometJiylnaphthcdide,  CjoHyN(CO.CH3)CH3,  is  formed 
when  a-methylnaphthylamine  is  boiled  with  acetic  anhydride, 
and  crystallizes  from  hot  water  in  small  prisms,  melting  at 
90—91°.! 

a-Acetophenylna^phthalide,  CjQH7N(CO.CH3)CgH5,  is  prepared 
by  heating  j3henylnaj)hthylamine  with  acetic  anhydride,  and  forms 
indistinct  crystals,  which  melt  at  115°  (Streiff). 

2y-Phenylene-a-acctona2olithalide,  (CioH7N.CO.CH3)2CgH^,  forms 
white  plates,  melting  at  210°  (Ruoff). 

a-Dinaphthylacetamide,  (CjqH7)2N.CO.CH3,  crystallizes  from 
alcohol  in  stellate  aggregates  of  small,  yellowish  needles,  melting 
at  217°  (Benz). 

a-Thio-acetona2')htlialide  is  formed  when  ethenylnaphthyl- 
amidine  is  heated  with  carbon  disulphide : ^ 


..NH 


,S 


CR,.cP  “ + CSj  = CH^.cf  + CNSH. 


It  may  be  more  simply  obtained  by  melting  a-acetonaphthalide 
with  phosphorus  pentasulphide.^  It  crystallizes  from  alcohol  in 
well-developed  white  tablets,  which  melt  at  110 — 111°. 

Like  thio-acetanilide,  it  behaves  in  many  reactions  as  the 
tautomeric  mercaptan  : 

SH 

N.C,,H,. 

a-Benzonayhtlicdide,  C\oH7.NH(CO.CgH5),  is  obtained  by  the 
action  of  benzoyl  chloride  on  a-naphthylamine,^  and  also  by 
heating  tlie  latter  with  benzoic  acid.^  It  crystallizes  from  alcohol 
in  needles,  melting  at  159 — 160°. 

a-Thiohenzona22hthalide,  CjQH7.NH(CS.CgH5),  is  prepared  in  a 
similar  manner  to  the  thio-acetyl  compound,  and  resembles  it  in 


CH3.C/ 


^ LandshofT,  Ber.  11,  634. 

^ Bernthsen  and  Trompetter,  Bcr.  10,  1756. 

® .Jacobson,  Ber.  20,  1895. 

Church,  Chcm.  News,  5,  324  ; Ebell,  Annalen,  208,  324. 
® Hofmann,  Ber.  20,  1798. 
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properties.  It  crystallizes  from  alcohol  in  yellowish  needles,  and 
melts  at  147-5— 148'5°  (Bernthsen  and  Trompetter ; Jacobson). 

a-Benzonaphthalidimidocliloride,  C^oHyNzuCCl.CgHg,  is  formed 
by  the  action  of  phosphorus  chloride  on  a-benzonaphthalide  : 

CioH,N(CO.CA)H  + PCI5  = CioH7N=CC1.C6H5  + 

HCl  + POCI3. 


It  crystallizes  from  light  petroleum  in  large,  colourless  plates, 
melts  at  60°,  and  is  converted  by  sodiomalonic  ester  into  ethyl 
a-naphthylaminehenzenylmalonate,  CjQH7.N“C(CeH5)CH(COo. 
09115)2,  which  crystallizes  from  alcohol  in  large,  hard,  strongly 
refractive,  obtuse-angled  crystals,  melting  at  145’5°.  On  heating 
with  dilute  hydrochloric  acid  to  120°,  acetophenone  and  a- 
naphthylamine  are  obtained  : ^ 


C,oH7.N=C< 


^CoH5 


^CH(C02.C2H5)2 


+ 3H90 


CA-NH2  + CO<  -f  2CO2  4-  2HO.C2H5. 

\r 


a-Naphthylgly cocoll,  CioH^.NH.CHg.COgH,  is  formed  on  heat 
ing  a-naphthylamine  with  chloracetic  acid  and  sodium  acetate, 
and  crystallizes  from  alcohol  in  needles,  which  melt  at  198 — 
199°.^  When  heated  to  230°,  it  forms  the  anhydride,  (C^qH^. 
NH.CH9.C0).20,  which  crystallizes  in  lustrous  scales,  melting  at 
268 — 26~^9°,  whilst  acetylnap)hthylgly cocoll,  CioH7.N(CO.CH3)CH2 
CO2H,  is  obtained  by  heating  the  glycocoll  with  acetic  anhydride, 
and  crystallizes  from  water  in  white  prisms,  which  melt  at  154°, 
and  have  an  acid  reaction. 

a-Naphthylglycocoll  is  converted  by  nitrous  acid  into  an 
exceedingly  unstable  nitroso-derivative.^ 

a-Naphthylimidodiacetic  acid,  CjqH7N(CH2.C02H)2,  is  formed 
when  a-naphthylglycocoll  is  heated  to  140°  for  two  hours  with  one 
molecule  of  chloracetic  acid  and  1|  molecules  of  sodium  carbon- 
ate. It  is  readily  soluble  in  alcohol  and  glacial  acetic  acid, 
sparingly  in  light  petroleum  and  benzene,  from  the  last  of  which 
it  separates  in  crystals  containing  one  molecule  of  benzene,  which 


^ Just,  Bcr.  19,  979. 

- Bischoff  and  Nastvogel,  Ber.  22,  1807  ; Forte,  Ber.  22,  781  c. 
^ Jolles,  Ber.  22,  2372. 
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is  lost  at  100°.  The  pure  acid  melts  at  183 — 133'5°,  with  evolution 
of  gas.  Ferric  chloride  colours  its  solutions  red,  brown,  and 
on  heating  green.^ 

On  heating  with  naphthylamine  to  140°,  the  mono-  and  di- 
naphthalides  of  this  acid  are  obtained. 

i:\iQmononaphtlialide,  CioH7N(CH.2.COOH)CH2.CO.NH.CioH7, 
is  soluble  in  benzene  and  alcohol,  melts  at  197 — 199°,  and 
dissolves  in  alkalis. 

The  dinajphthcdicle,  CjoH7N(CH2.CO.NCjqH7)2, forms  colourless 
crystals,  melting  at  200 — 202°. 

a-Oxalonaphthcdide,  (Cj^qH7.NH)2C202,  is  insoluble  in  water, 
and  crystallizes  from  boiling  alcohol,  in  which  it  is  only  slightly 
soluble,  in  small  scales,  which  melt  at  about  200°,  and  on  further 
heating  decompose  into  carbonic  oxide  and  dinaphthyl  urea.  It 
is  scarcely  attacked  by  dilute  caustic  potash  solution,  but  is 
decomposed  by  a concentrated  solution  on  heating  (Zinin). 

a-NapIdhyloxamic  acid,  CjQH7.NH.C2O2.OH,  is  obtained  when 
naphthylamine  is  heated  to  100°  with  ethyl  oxalate  and  a little 
alcohol : 

CO.OC2H, 

I ' -f-  2CjqH7.NH<,  -H  H,0 

CO.OC2H5 

CO.NH.CjqH- 

= 1 + 2C2H,.0H. 

CO.O.NH3.Ci„H, 

The  naijJdhylaminc  salt  thus  obtained  crystallizes  in  white 
needles,  melting  at  154°;  when  its  solution  in  hot,  very  dilute 
hydrocldoric  acid  is  allowed  to  cool,  the  free  acid  separates  in 
fascicular  groups  of  needles,  which  decompose  and  froth  up  on 
heating. 

Ethyl  a-naphthyloxamcde,  CJQH7.NH.C2O2.OC2H5,  is  formed 
when  naphthylamine  and  ethyl  oxalate  are  lieated  together 
without  alcohol,  and  crystallizes  in  fascicular  groups  of  needles, 
melting  at  106°.^ 

a-Sikccinonaphthalide,  (CjqH7.NH.CO)2C2Hj,  is  obtained,  to- 
gether with  the  compound  next  to  be  described,  by  heating 
naphthylamine  to  190°  with  succinic  acid.  It  is  scarcely  soluble 
in  alcohol,  and  crystallizes  from  glacial  acetic  acid  in  delicate 
needles,  melting  with  decomposition  at  285°.^ 

^ Bischofr,  Ilausdcirfer,  Lcykin,  Her.  23,  2003. 

2 Ballo,  Ber.  6,  247.  * Iliibner,  Annalen,  209,  381. 
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a-Succinona2Jhthil  or  a-Na^litliylsucciniiiiide, 


is  also  fomiGd  wlion  siiccimc  acid  is  lioatod  to  200  'witli  1 . 4- 
naphthylaminesulphonic  acid,'  Cj„He(NH2)S03H,  and  crystallizes 
from  boiling  water  in  coarse  lustrous  needles,  which  melt  at  15o  , 
and  are  volatile  without  decomposition. 

a-NaphthylsiLCcinamic  acid,  CjoHy.lSiH.CO.CgH^.CO.^H,  is  pre- 
pared by  dissolving  succinonaphthil  in  caustic  potash  solution, 
and  crystallizes  from  alcohol  in  flat  needles,  which  melt  at 
171°,  and  on  further  heating  are  converted  into  the  preceding 
compound. 

Malo-a-dinaphthalide,  CioHyNH.CO.CH.CHOH.CONHCioH^, 
is  prepared  by  heating  malic  acid  with  naphthylamine.  It  can 
be  recrystallized  from  alcohol,  and  melts  at  205  . On  treatment 
with  acetic  anhydride  it  yields  an  acetyl  derivative  melting  at 
223— 224°.2 


Gitracon-a-na^phthalide  or  a-Naplithylcitraconiinide, 

.CO\ 

CioH,N<  >C3H„  is  obtained  by  heating  equal  molecules  of 
^00/ 


citraconic  acid  and  a-naphthylamine  to  140 — 150°;  it  crystallizes 
in  yellow  plates  or  small,  honey-yellow,  rhombic  tablets,  melting 


at  142— 143°.3 


^CO.NHCioHy 


o.-Citrodinaphthylamic  acid,  HO.CgH^^CO.NHCioHy 

\CO.OH 


poiiit. 


small  needles 149° 

a-Citrotrinaphthylamide,  HO.C3H^(CO.NH.CjqH,-)3, 

microscopic  prisms 129° 


/CO.NH.CioHy 

a-Citrodinaphthylamidimide,  HO.C3H^— q jj  , 


six-sided  plates  ^ 


194° 


a-NapJithylamido-m-nitrobenzoic  acid,  CjoH7NH.CgH3(N02) 
CO2H,  is  formed  when  a-naphthylamine  is  heated  witli  j:>-bromo- 

^ Pellizzari  and  Matteucci,  Chem.  Centralhl.  59,  1000. 

” Bischoff  and  Nastvogel,  Ber.  23,  2046. 

^ Morawski  and  Glaser,  Monatsh.  Chem.  9,  284. 

■*  Heclit,  Ber.  19,  2616. 
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m-nitrobenzoic  acid  as  a reddish-brown  amorphous  powder.  The 
ethyl  ester  crystallizes  from  alcohol  in  reddish-brown  plates, 
melting  at  109°  On  reduction,  the  acid  yields  the  correspond- 
ing amido-acid,  which  crystallizes  from  dilute  alcohol  in  white 
needles,  decomposing  at  90.^ 


2628  Ethenylnaphthylamidine,  CH3.C(NH)NH(CjoH7),  is  ob- 
tained by  heating  a-naphthylamine  hydrochloride  to  160 — 
170°  with  acetonitrile : 


It  is  a gummy,  elastic  mass,  which  is  insoluble  in  water,  but 
dissolves  readily  in  alcohol,  and  has  an  alkaline  reaction. 

Ethenyhiaphthylamidine  hydo'ochloride,  Ci2Hj2N2,HCl,  crystal- 
lizes in  lustrous,  abrupt  prisms,  which  are  readily  soluble  in  water. 

Benzenylnaphthylamidine,  CgH5.C(NH)NH.CioH7,  is  formed 
when  a-naphthylamine  is  heated  to  200°  with  benzonitrile,  and 
crystallizes  from  alcohol  in  tablets  which  have  a satin  lustre, 
melt  at  141°,  and  form  a faintly  alkaline  solution  in  dilute 
alcohol. 

Benzenylnajphtliylamidine  hydo'ochloride,  Ci7Hj^N2,HCl,  crystal- 
lizes in  white  prisms.^ 


2629  a-Naphthyl  urea,  CO(NH2)NH.CioH7,  was  prepared  by 
Schiff  by  passing  the  vapour  of  cyanic  acid  into  an  ethereal  solu- 
tion of  a-naphthylamine,^  whilst  Pagliani  obtained  it,  together 
with  dinaphthyl  urea,  by  heating  a-naphthylamine  hydrochloride 
to  150 — 160°  with  urea.^  It  crystallizes  from  hot  water  or 
alcohol  in  pliable,  flat,  lustrous  needles,  which  decompose  at  250° 
without  fusing. 


a-NAPHTHYLAMIDINES. 


NH 


a-NAPHTHYLCARBAMIDES. 


^ Heidenslebon,  Her.  23,  3457. 

' Bernthsen  and  Trompetter,  Bcr.  H,  1756. 

3 Annalen,  101,  90.  Ber.  12,  385. 
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a-DinctpUliyl  urea,  CO(NH.CioH7)2,  was  first  obtained  by 
Delhos  by  heating  acid  naplithylamine  oxalate,  and  was  named 
by  him  naphtJLalidamcarbamide}  Zinin  then  showed  that  the 
same  substance,  which  he  called  carhonajjhtJicdide,  is  a product 
of  the  decomposition  of  oxalonaphthalide,  which  is  first  formed.^ 
It  is  slightly  soluble  in  alcohol,  from  which  it  crystallizes  in 
small  needles,  melting  with  decomposition  at  270°  (Pagliani). 

a-Ethyl  naphthylcarhamaU,  CO(OC.2H5)NH.CioH7,  is  formed 
by  the  action  of  ethyl  chloroformate  on  a-naphthylamine.  It  is 
insoluble  in  water,  and  crystallizes  from  alcohol  in  needles, 
melting  at  79°.^ 

a-Naphthyl  tliio-urea,  CS(NH2)NH.CjqH7,  is  obtained  by 
heating  a solution  of  naplithylamine  hydrochloride  with  ammo- 
nium thiocyanate,  and  crystallizes  from  hot  alcohol  in  small, 
rhombic  prisms,  which  melt  at  198°.^ 

a-NapJithyl  allyl  tliio-urea,  CS(NH.C3H5)NH.CioH7,  was  pre- 
pared by  Zinin  by  the  action  of  mustard  oil  on  a-naphthylamine.^ 
It  forms  small  crystals,  melting  at  14.5°,  and,  like  other  allyl 
thio-ureas,  is  converted  by  heating  with  hydrochloric  acid  into 
the  basic  nap>]itlhylpTopylene  pscudotliio-urea  : 


SzzC 


CH^zCHj 


CHj— CH . S> 


CH.N^ 


C— N 


C,„H, 

H 


This  substance  crystallizes  in  rhombic  tablets  melting  at  134° 
and  forms  a picrate,  which  crystallizes  in  rectangular  needles, 
and  a p>latinochloride,  which  is  an  orange  coloured  crystalline 
precipitate.*^ 

a- Naphthyl  phenyl  thio-urea,  CS(NH.C(jH5)NH.CjqH7,  is  formed 
by  the  action  of  phenyl  mustard  oil  on  a-naphthylamine^  and  of 
aniline  on  a-naphthyl  mustard  oil.®  It  crystallizes  in  plates, 
which  are  only  slightly  soluble  in  alcohol  and  melt  at  158 — 159°. 
When  it  is  heated  to  150 — 160°  Avith  concentrated  hydrochloric 
acid,  all  four  of  the  substances  from  which  it  has  been  prepared 
are  formed.^ 

a-Dinaphthyl  thio-urea,  CS(NH.CjqH7)2,  was  obtained  by 
Delhos  by  boiling  a-naphthylamine  with  carbon  disulphide  and 

^ Annalen,  64,  370.  ^ Annalcn,  108,  228.  Hofmann,  Ber.  3,  657. 

■*  Clermont  and  Welirlin,  Bull.  Soc.  CMm.  26,  125. 

Annalen,  84,  346.  « Gabriel,  Ber.  22,  3000. 

^ Hofmann,  Jahresh.  1858,  350.  8 jjall,  Jahresh.  1858,  350. 

8 Mainzer,  Ber.  15,  1414. 
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absolute  alcohol ; ^ according  to  Scliiff  it  may  be  more  con- 
veniently prepared  by  heating  to  100°  without  the  addition  of 
alcohol.^  It  is  only  slightly  soluble  in  hot  alcohol  and  glacial 
acetic  acid,  and  crystallizes  in  strongly  lustrous  needles,  which 
melt  at  203°.^  On  boiling  with  alcoholic  potash  it  is  converted 
into  dinaphthy]  urea  (Delhos),  whilst  on  heating  with  benzene 
and  mercuric  a-caThodinaplitliylimidc,QQ^Q>-^^>j)^,  is  formed. 
This  substance  crystallizes  from  a mixture  of  benzene  and  ether 
in  large  prisms,  melting  at  93 — 94°,  is  converted  into  a-dinajDhthyl 
urea  on  heating  with  dilute  alcohol,  and  combines  with  sul- 
phuretted hydrogen  to  form  tlie  original  dinaphthyl  thio-urea.^ 


/3-AMIDONAPHTHALENEor/S-NAPHTHYLAMINE, 

2630  This  base  was  first  obtained  by  Liebermann  by  boiling 
1 : 2-bromonitronaphthalene  with  tin  and  hydrochloric  acid.^  It 
is  also  formed,  together  with  ;S-dinaphthylamine,  when  /3- 
naphthol  is  heated  to  200 — 210°  with  zinc  chloride  ammonia.^ 
The  same  products  are  obtained,  accompanied  by  /3-aceto- 
naphthalide,  by  heating  /5-naphthol  with  ammonium  acetate  to 
270 — 280°.’^  Griibe  has  found  that  it  can  also  be  prepared  by 
acting  on  heated  ^-naphthol  with  gaseous  ammonia,®  and  this 
reaction  is  utilized  in  its  manufacture.  The  apparatus  consists  of 
three  iron  boilers,  which  will  withstand  a considerable  23ressure, 
and  are  connected  with  one  anotlier  by  air-tight  joints.  The  gas 
is  evolved  by  heating  a concentrated  solution  of  ammonia  con- 
tained in  the  first  vessel,  is  dried  by  caustic  lime  contained  in 
the  second,  and  in  the  third  is  brought  into  contact  with 
/3-naphthol  heated  to  150 — IG0° ; the  conversion  proceeds 
gradually,  and  is  accompanied  by  a diminution  of  the  pressure. 
After  60 — 70  hours  about  half  of  the  naphthol  has  been  con- 
verted into  the  base  and  the  operation  is  then  interruj^ted,  the 
naphthol  removed  by  caustic  soda,  and  the  /S-najfiithylamine  ex- 
tracted from  the  product  by  dilute  hydrochloric  acid,  dinaphthyl- 

^ Annalcn,  64,  370. 

- Annalen,  101,  90  ; see  also  Evers,  Bcr.  21,  962. 

^ Baeyer,  Ber.  12,  I860.  ^ Iluhn,  Bcr.  19,  2404. 

® Annalcn,  183,  258.  Bcr.  13,  3100. 

7 Merz  and  Weith,  Ber.  14,  2243  ; Calm,  Bcr.  15,  613. 

8 Calm,  Bcr.  13,  1349. 
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amine  whicli  is  formed  more  abundantly  on  heating  longer  and 
more  strongly,  and  whicli  has  scarcely  basic  properties,  being 
left  behind.  According  to  a simpler  process,  10  kilos,  of 
yS-naphthol  are  heated  with  4 kilos,  of  caustic  soda  and  4 kilos, 
of  ammonium  chloride  to  150 — 160°  for  60 — 70  hours.^ 

It  is  also  abundantly  formed  when  /3-naphthol  is  heated  for 
two  hours  to  230 — 250°  with  calcium  chloride  ammonia  contain- 
ing water,  and  the  temperature  finally  raised  to  270-280°  for  six 
hours;  80  per  cent,  of  /3-naphthylamine  and  12 — 13  per  cent,  of 
yS-dinaphthylamine  are  thus  obtained,  and  these  are  then 
separated  from  one  another  and  from  unattacked  /5-naphthol  as 
described  above.^ 

/5-Naphthylamine  is  slightly  soluble  in  cold,  readily  in  hot 
water,  alcohol  and  ether,  and  crystallizes  in  nacreous  plates 
melting  at  112°.  It  boils  at  299'5°,^  and  is  distinguished  from 
the  a-  compound  by  the  facts  that  it  is  odourless,  gives  no  charac- 
teristic reactions  with  oxidizing  agents  or  alcohol  containing 
nitrous  acid,  and  does  not  become  coloured  in  the  air.  Its 
aqueous  solution  shows  a blue  fluorescence,  but  not  that  of  its 
salts. 

It  is  emi^loyed  for  the  manufacture  of  azo-colouring  matters. 

^-NaiMliylamine  hydo^ocUoride,  C^oHy.NHgCl,  crystallizes  in 
small  plates,  which  are  readily  soluble  in  water  and  alcohol,  but 
only  slightly  in  hydrochloric  acid.  The  platinocliloride, 
(CioH7.NH3)2PtClg,  forms  yellow  plates,  which  are  soluble  in 
cold  water. 

^-NapMliylamine  sulphate,  (CioH7.NH3)2S04,  is  less  soluble 
than  the  a-compound,  and  crystallizes  from  hot  water  in 
fine  plates. 

^-Naphthylamine  picratc,  CioH7N.CoH3(N02)30,  crystallizes 
from  alcohol  in  long  yellow  needles. 

^-Naphthylamine  silicon  chloride,  (CjoH7NH)2SiCl2,  is  formed 
when  silicon  chloride  is  added  to  a solution  of  ;5-naphthylamine 
in  benzene,  naphthylamine  hydrochloride  separating  out  as  a 
very  voluminous  precipitate.  On  evaporating  the  filtrate,  the 
compound  is  obtained  as  a white  powder,  which  decomposes 
without  fusing  when  heated.'^ 

^ Schultz,  SteinJcohle.niheer,  1 361. 

- Benz,  Ber.  16,  8. 

^ Bcamberger,  Ber.  22,  772. 

^ Harden,  Joxirn.  Chem.  Soc.  1887,  1,  45. 
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SECONDARY  AND  TERTIARY  /3-NAPHTHYL- 

AMINES. 

2631  Dimethyl- jS-naplithylamine,  C^qH7.N(CH3)2,  was  ob- 
tained by  Hantzsch  by  heating  ;S-naphtho]  with  commercial 
trimethylamine,  containing  methylamine,  to  200°,  and  treating 
the  product  with  methyl  iodide ; the  hydroxide  prepared  from 
the  trimethylnajDhthylammonium  iodide  thus  obtained  decom- 
poses on  dry  distillation  into  methyl  alcohol  and  dimethyl-/3- 
naphthylamined  According  to  Bamberger  and  Muller,  it  is 
better  to  prepare  the  ammonium  iodide  by  heating  ^-naphthyl- 
amine  to  120°  with  methyl  iodide,  caustic  soda  and  water,  and 
to  decompose  it  by  distillation  with  potash.^  Dimethyl-^- 
naphthylamine  is  a crystalline  mass,  melts  at  46°,  and  boils  at 
305°.  Its  salts  are  readily  soluble,  with  the  exception  of 
the  platinochloride,  which  is  only  slightly  soluble  even  in 
boilinc:  alcohol. 

Trimethyl-^-napht1iylammonmm  iodide,  CjqH^(CH3)3NI,  crys- 
tallizes in  thin  plates  with  a satin  lustre  or  silver-white  tablets, 
which  have  a bitter  taste  and  are  sparingly  soluble  in  cold 
water  and  alcohol.  Its  hydroxide  solidifies  in  vacuo  to  a 
crystalline,  strongly  alkaline,  but  not  very  caustic  mass. 

Ethyl- ^-naplithylamine,  CjqH7(NH.C2H3),  is  an  oily  liquid, 
which  distils  at  305°  (716  mm.)  ^ and  does  not  solidify  in  a 
freezing  mixture.  Its  hydrochlorid^e  cfystallizes  from  hot  water 
in  elegant  plates,  which  melt  at  235°,  and  volatilize  on  further 
heating  almost  without  decomposition. 

Ethyl- j3-naphthylnitrosamine,  CjqH7.N(NO)C2H5,  forms  colour- 
less crystals,  melting  at  56°.^ 

Diethyl- j3-naphthylamine,  CioH7N(C2H5)2,  is  a viscid,  oily 
liquid  which  rapidly  becomes  brown  in  the  air;  the  colouration 
disappears  on  lieating  but  returns  on  cooling.  It  boils  at  316° 
under  a pressure  of  717  mm. 

Diethyl-^-naphthylaminc  hydrochloride,  C^qH^N (C2H3)2HC1, 
separates  out  when  hydrochloric  acid  is  passed  into  a solution  of 
the  base  in  anhydrous  ether,  in  the  form  of  elongated  six-sided 
microscopic  tablets,  whilst  on  the  evaporation  of  the  aqueous 


’ Ber.  13,  2053.  ^ Ber.  22,  1306. 

^ Bamberger  and  ^riiller,  Ber.  22,  1297. 

■*  Ilenriques,  Ber.  17,  2668  ; Fischer  and  Hepp,  Ber.  20,  1247. 
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solution  it  is  usually  left  as  a viscid  syrup,  which  soon  solidifies 
to  groups  of  needles,  resembling  wavellite.  It  is  decomposed 
by  heated  lime  into  /3-naphthylamine  and  a combustible  gas, 
which  Bamberger  and  Williamson  consider  to  be  butylene,^  but 
which  is  probably  ethylene. 

Phemjl-l3-napUhyla7nine,  CjoH^NH.CgHg,  is  formed  when 
y3-naphthol  is  heated  with  aniline  hydrochloride,^  or  zinc  chloride 
aniline.^  It  is,  however,  best  prepared  by  heating  a molecule 
of  )S-naphthol  with  two  molecules  of  aniline  and  one  molecule 
of  calcium  chloride  for  nine  hours  to  280°.“^  It  is  freely  taken 
up  by  the  usual  solvents  at  their  boiling-points,  sparingly  in  the 
cold,  and  crystallizes  from  hot  methyl  alcohol  in  hard,  colourless, 
rhombic  needles,  which  melt  at  108°.  Its  solutions  show  a 
blue  fluorescence.  It  boils  at  395°,  and  is  decomposed  into 
aniline  and  ^-naphthol  when  heated  to  240°  with  concentrated 
hydrochloric  acid  If  hydrochloric  acid  be  passed  into  its 
solution,  the  hydivcMoridc  separates  as  a snow-white,  crystalline 
powder,  which  is  decomposed  by  water.  Its  ;picrate  forms 
brownish  needles,  which  decompose  in  moist  air. 

Phenyl-^-napUhylnitrosamine,  CioH7N(NO)C6H5,  is  obtained 
when  amyl  nitrite  is  added  to  a solution  of  the  base  in  benzene 
and  crystallizes  in  yellow  prisms  melting  at  93°.® 


o-Tolunaphthylamine,  (CgH^.CHg)!!, 

small  plates 

i?-Tolunaphthylamine,  CioHyNHCeH^.CHg, 
lustrous  plates  ® 


Melting-point. 

95—96° 

104° 


^-DinapMhyl-p-diamidobenzene,  or  p-Plicnylene- ^-naphthyl- 
amine,  CgH^(NH.CiQH7)2,  is  formed  when  ^;-diamidobenzene 
IS  heated  with  ^-naphthol  to  200°,  and  crystallizes  from  boiling 
aniline  in  plates,  melting  at  235°,  which  are  insoluble  in  dilute 
acids.  Its  solution  in  concentrated  sulphuric  acid  is  coloured 
peemsh-violet  and  then  deep-blue  by  sodium  nitrite.  When  it 
is  heated  with  a solution  of  picric  acid  in  alcohol  the  compound 

^6H4(NH.CiqH.)2  4-  2CgH3(N02)30  is  formed,  which  crystallizes 
from  a mixture  of  benzene  and  light  petroleum  in  lustrous  black 
needles.'^ 


1 

3 

5 

0 

7 


Ber.  22,  1760. 

Grabe,  Ber.  13,  1849. 

StreifF,  Annalcn,  209,  159, 

Merz  and  Weitli,  Ber.  14,  2843  ; Witt,  Ber.  20  678 
Rueff,  Ber.  22,  1080.  / . 


' Merz  and  Weitli,  Ber.  13,  1298. 
Friedliinder,  Ber.  16,  2075. 
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(3-D%na])lit]iyl-m-diamidohenzene  is  prejDared  in  a similar  manner 
and  forms  violet,  matted  needles,  melting  at  126°d 

^-Dina])]itliylamine,  (C;^qH7)2NH.  The  preparation  of  this 
substance  has  already  been  mentioned  under  /3-naphthylamine. 
It  is  also  formed  when  hydrochloric  acid  is  passed  into  yS- 
naphthylamine  heated  to  170 — 190°,^  and  crystallizes  in  silvery 
plates,  melting  at  170’5°,  which  are  sparingly  soluble  in  boiling 
alcohol,  readily  in  boiling  glacial  acetic  acid  and  benzene  ; its 
solutions  show  a blue  fluorescence.  On  heating  to  240°  with 
hydrochloric  acid,  it  decomposes  into  /S-naphthol  and  /3-naphthyl- 
amine,  whilst  much  ^-naphthylamine  is  formed  when  it  is 
heated  to  370°  with  zinc  chloride  ammonia  and  ammonium 
chloride.^  Its  crystalline  hydrochloride  is  also  decomposed  by 
water,  and  it  forms  a picrate  which  crystallizes  in  hair-like 
reddish-brown  needles,  melting  at  164 — 165°  (Benz). 

^-Dinaijhthylnitrosamine,  N(CjqH7)2NO,  is  formed  when  the 
base  is  mixed  with  alcohol  and  sulphuric  acid  and  a concentrated 
solution  of  sodium  nitrite  added  ; it  crystallizes  from  benzene 
in  white  fascicular  groups  of  needles,  which  become  brown  on 
heating,  and  melt  at  139 — 140°.'^ 

Ris  has  also  prepared  the  following  compounds  : 

Melting-point. 

Methyl-/8-dinaphthylamine,  (CjqH7)2NCH3,  needles  139 — 140° 
Ethyl-/3-dinaphthylamine,  (Cj^qH7)2NC2H5,  needles  231° 

a-^-Dinccphthylamine  is  not  obtained  when  a-naphthol  is 
heated  with  /3-naphthylamine,  the  product  being  in  this  case 
/3-dinaph thy] amine ; it  is,  however,  formed  when  /3-naphthol  is 
heated  to  280°  with  a-naphthylamine  and  calcium  chloride 
ammonia  containing  water.  It  crystallizes  in  prisms,  which 
have  a vitreous  lustre,  melt  at  110 — 111°,  and  dissolve  readily 
in  hot  alcohol  and  benzene.  Its  ‘picraU  crystallizes  in  small, 
brownish-black  needles,  melting  at  172 — 173°.^ 


^ Ruhemann,  Her.  14,  54. 
* Ris,  Ber.  19,  2016. 

^ Benz,  Ber.  16,  17. 


2 Klopsch,  Ber.  18,  1585. 
^ Ris,  Ber.  20,  2618. 
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/J-NAPHTHALIDES. 

2632  13-FormonapMhalide,  CkjH^NH.CHO,  is  formed  when 
/3-naphthylamine  is  heated  with  ethyl  formate  ^ or  boiled  with 
formic  acid  it  crystallizes  in  plates,  melting  at  129°. 

^-Acetonaphthalide,  CjoH7.NH.CO.CH3,  is  obtained  together 
with  /5-dinaphthylamine  by  boiling  /S-naphthylamine  with  glacial 
acetic  acid,^  and  by  heating  ^S-naphthol  to  270 — 280°  with 
ammonium  acetate  and  glacial  acetic  acid."^  It  crystallizes  from 
a concentrated  alcoholic  solution  in  small  plates,  melting  at  132°. 
It  differs  from  the  a-compound  in  being  much  more  readily 
decomposed  by  dilute  acids  than  by  alkalis.^ 

^-Dinaplithylacetainide,  (CjqH7)2N.CO.CH3,  is  formed  when 
/S-dinaphthylamine  is  heated  with  acetyl  chloride,  and  crystallizes 
from  a mixture  of  benzene  and  light  petroleum  in  small  needles 
which  melt  at  114 — 115°. 

a-jS-Dinaphthylacetamide  forms  stellate  groups  of  thick  needles, 
melting  at  125°.® 

jS-Glycolyldinaphthalide,  CjoH^.NH.CO.CHgNH.CjoH^,  is  ob- 
tained by  heating  yS-naphthylamine  with  chloracetic  acid  ; it 
crystallizes  from  alcohol  in  light-yellow,  lustrous  plates,  which 
melt  at  170°  (Cosiner). 

jS-Thio-acetonaphtlialide,  CjqH7NH(CS.CH3),  is  prepared  by 
heating  /S-acetonaphthalide  with  phosphorus  pentasulphide,  and 
crystallizes  from  alcohol  in  needles,  which  on  standing  in  their 
mother-liquor  change  into  coarse  tablets  ; both  of  these  modi- 
fications melt  at  145 — 146°.  It  is  possible  that  they  are  repre- 
sented by  the  tautomeric  formulae  : ^ 


CjoH^.NH-Cf 

"CH, 


CjoH7.Nz=C 


^SH 

\ch; 


^ Cosiner,  Ber.  14,  58. 

^ Liebermaiin  and  Jacobson,  Annalen,  211,  42. 

^ Cosiner  ; Liebermann  and  Jacobson.  ■*  Merz  and  Weith,  Ber.  14  2343. 

® Calm,  Ber.  15,  612.  ® Benz,  Ber.  16,  19. 

^ Jacobson,  Ber.  21,  2627.  Jacobson  proposes  the  term  “ desmotropism  ” in 
place  of  “ tautomerism,”  since  the  latter  implies  the  view  that  the  compounds 
belonging  to  this  class  are  continually  being  changed  by  the  vibrations  of  their 
atoms  from  one  form  to  the  other.  He  does  not  share  this  view,  but  assumes 
that  each  form  can  exist  independently,  but  that  in  certain  reactions,  one  form 
passes  into  the  other,  the  mode  of  combination  (Secrju6s,  band)  changing  {rpeireiv, 
to  change). 


VOL.  III. — PART  VI. 


M 


162 


NAPHTHALENE  DERIVATIVES 


^-Benzoncqjlitlialide,  Ci^H7NH(CO.CgH5),  is  formed  by  the 
action  of  benzoyl  chloride  on  /3-naplitliylainine,  and  crystallizes 
from  alcohol  in  large  white  needles,  melting  at  157°.  Hofmann 
endeavoured  to  prepare  it  in  a similar  manner  to  the  a-com- 
pound,  by  heating  /5-naphthylamine  with  benzoic  acid,  but 
found  that  ammonia  was  evolved,  and  a large  amount  of  yS- 
dinaphthylamine  formed.^ 

j3-Benzonaplithalide-imido-chloride,  CioH^N^zCCl.CgHg,  is  ob- 
tained in  a similar  manner  to  the  a-compound  by  the  action  of 
phosphorus  pentachloride  on  yS-benzonajdithalide,  and  crystallizes 
from  light  jDetroleum  in  large  plates,  melting  at  68°,  which 
become  dull  and  opaque  in  moist  air,  ^-benzonaphthalide  being 
again  formed.  It  reacts  with  sodiomalonic  ester  to  form  ethyl 
(3-naphthylaminebenzenylmalonate,  CjQH7Nzz;C(CgH5)CH(C02. 
^2^5)2’  which  separates  from  alcohol  in  large,  hard,  strongly 
refractive,  obtuse-angled  crystals,  melting  at  140‘5°.  On  heating 
to  120°  with  hydrochloric  acid  it  decomposes  in  a similar  manner 
to  the  a-compound  (p.  151). 

^-NaphthyLamido-acetic  aa<7,CiQH7NH,CH2.COOH,  is  obtained 
in  the  form  of  its  naphthylamine  salt  by  heating  /3-naphthyl- 
amine  with  an  aqueous  solution  of  chloracetic  acid.^  On 
decomposition  with  boiling  hydrochloric  acid  the  free  acid  is 
obtained,  which  crystallizes  from  water  in  microscopic  needles, 
and  melts  at  134 — 135°. 

Nitroso-^-naphthylamido-acetic  acid,  C^gH-N (N0)CH2.C02H, 
crystallizes  from  dilute  alcohol  in  reddish  j^lates  and  decomposes 
at  125—126°. 

^-Naiihtliylimidodiacetic  acid,  CjgH7N(CH2.C02H)2  is  pre- 
pared by  heating  sodium  /3-naphthylamido-acetate  with  chlor- 
acetic acid  in  aqueous  solution  to  140°.  It  is  an  unstable, 
amorphous  substance,  which  decomposes  at  182°.^ 
d/aZo-/3-<7'2i?2a2)/i^^a/?ic?e,CjgH7NH.CO.CH2.CH(OH)CONHCjgH7j 
obtained  by  heating  malic  acid  with  /3-naphthylamine,  is  almost 
insoluble  in  the  usual  solvents,  but  can  be  recrystallized  from 
aniline ; it  melts  at  260 — 263°.^ 

^-Imidobutyrodinapihthalide,  is  formed,  together  with  the 
following  compound,  when  /8-naphthylamine  is  heated  with 
acetacetic  ester  to  150 — 180°: 

^ Hofmann,  Bcr.  20,  1803. 

2 .Idles,  Ber.  22,  2372. 

2 BisdidF  and  Hausddrfcr,  Ber.  23,  2008. 

Bischoff  and  Nastvogel,  Bcr.  23,  2046. 
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OH3  CH3 

I I 

CO  CzzNCioHy 

I I + C.,H,.OH  + H,0. 

CH„  CH„ 


CO.OC2H5 


CO.NH.C10H, 


It  is  almost  insoluble  in  the  usual  solvents  and  crystallizes 
from  a large  quantity  of  benzene  in  needles,  melting  at  200°. 

tS-Naphthylimidohutyric  acid,  CioH7Ni=C(CH3)CH2.C02H,  is 
obtained  when  the  preceding  compound  is  boiled  with  hydro- 
chloric acid  of  4 per  cent.,  and  crystallizes  from  hot  water  in 
well-developed  needles,  melting  at  92°.^ 

Succino  - ^-naplithalide,  or  /9  - NctpMyhuccinimide, 

/CO\ 

is  prepared  by  heating  ;5-naphthylaminesul- 

co 


phonic  acid  with  succinic  acid  to  200° ; it  crystallizes  from 
alcohol  in  long,  white  needles,  melting  at  180°.  When  it  is 
dissolved  in  caustic  potash,  ^-naphthylsuccinamic  acid,  CjQHy.NH. 
C0.C2H^C02H,  is  formed.  This  substance  separates  in  small 
white  crystals  and  on  heating  to  190°  is  reconverted  into  the 
imide.^ 


CO. 


Citracono-^-naphthahde,  CjqH^N^  \C3II.,  is  formed  when 

\CO^ 

equal  molecules  of  citraconic  acid  and  /S-naphthylamine  are 
fused  together  at  170 — 180°  and  crystallizes  from  alcohol  in 
faint -yellow  needles,  which  melt  at  110°.^ 


/3-Citrodinaphthylamic  acid,^  Melting. 

^3^4(011)  (CO.NH.CjoH7)2C02H,  microscopic  yellow 

needles 172° 

^-Citrotrinaphthylamide,  C3H4(OH)  (CO.NH.CjoH7)3, 

microscopic  prisms 9i 

op-  r /CO.NH.C10H7  ^ 

^-Citrodmaphthylamide,  C3H^(OH)(-CO.  ^ ^ , 

six-sided  plates 233° 


’ Knorr,  Ber.  17,  540. 

- Pellizzari  and  Matteucci,  Chem.  Ccntralhl.  59  1000 
^ Hecht,  Ber.  19,  2116.  ’ * 

Morawski  and  Glaser,  Monatsh.  9,  284. 
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^-Naidlithiilamido-m-nitrobmzoic  acid,  CioH7NH,CqH3(NO^) 
CO,H,  is  obtained  by  the  action  of  /S-naphthylamine  on  y>- 
bromo-7?i.-nitrobenzoic  acid,  dissolved  in  glycerol,  as  a brick  red 
amorphous  mass.  The  ethyl  ester  crystallizes  from  alcohol  in 
splendid  light  yellow  lustrous  needles  melting  at  127‘5°.^ 


/3-NAPHTHYLCARBAMIDES  or  /3-NAPHTHYL- 

UREAS. 

2633  ^-N'aphthyl  urea,  CO(NH2)NH.CioH.,  is  obtained  by 
heating  naphthylamine  hydrochloride  with  urea  to  150°  and 
crystallizes  from  hot  water  or  alcohol  in  matted  needles,  which 
soften  at  200°  but  do  not  completely  fuse  until  287°.° 

^-Dinaphthyl  urea,  CO(NHCjqH7)2,  is  formed  when  the 
corresponding  thio-compound  is  heated  with  mercuric  oxide 
and  alcohol ; it  crystallizes  in  slender,  interlaced  needles,  whicli 
melt  at  293°  and  are  only  slightly  soluble  in  alcohol,  ether,  &c.^ 
^-Dinaphthyl-chloroformamide,  (CioH7)2N.COCl,  is  obtained 
by  heating  ^-dinaphthylamine  with  a solution  of  phosgene  in 
toluene  to  150 — 160°.  It  forms  a white,  cauliflower-like 

crystalline  mass,  dissolves  readily  in  boiling  benzene  or  alcohol, 
and  melts  at  173°.^ 

as- Dinaphthyl  urea,  (CjqH7)2N.CO.NH2,  is  formed  when 
the  preceding  compound  is  heated  with  alcoholic  ammonia.  It 
crystallizes  in  large,  pointed  needles,  dissolves  readily  in  hot 
benzene  and  alcohol,  and  melts  at  192 — 193°. 

r/ienyl-^-dinaiohthyl  urea,  (CjqH7)2N,CO,NH.C(5H5,  is  pre- 
pared from  the  corresponding  chloroformamide  and  aniline,  and 
lias  also  been  obtained  from  /3-dinaphthylamine  and  carbanil. 
It  crystallizes  from  alcohol  in  fascicular  aggregates  of  long, 
white  needles,  melting  at  181 — 1 82°.-'’ 

j3-Tetranaphihyl  urea  is  formed  when  thecliloroformamide  is 
treated  with  /3-dinaphthylamine.  It  crystallizes  from  alcohol  in 
small  lustrous  needles,  melting  at  294 — 295°.® 

Ethyl  jB-naphthylcarhamate,  CO(OC2H5)NH.C^o^7’  prepared 
by  the  action  of  ethyl  chloroformate  on  an  ethereal  solution  of 

' Heidensleben,  Ber.  23.  34.56.  - Cosiner,  Ber.  14,  58. 

3 Hulin,  Ber.  19,  2404.  Kym,  Ber.  23,  427. 

Gobhardt,  Ber.  17,  3039. 

^ Kym,  Ber.  23,  1542  ; Kuhn  and  Landau,  Ber.  23,  811,  2161. 
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yS-naphthylamine  ; it  crystallizes  from  dilute  alcohol  in  pliable 
needles,  melting  at  73°  (Cosiner). 

^-Na^Uliyhi^h&nyl  urea,  CO(NH.C6H5)NH.CioH7,  is  formed 
by  the  action  of  phenylcarbimide  on  /9-naphthylamine,  and 
crystallizes  in  short,  lustrous  white  prisms,  which  melt  at 
220 — 221°,  and  are  only  sparingly  soluble  in  alcohold 

Phenyl- 13-iiaphthy  I ehloroformamide,  (CjoH^)  (CgHg)  N.COCl, 
is  prepared  by  gently  heating  phenyl-/3-naphthylamine  with 
phosgene  dissolved  in  toluene.  It  crystallizes  from  alcohol  in 
small,  white  lustrous  plates,  melting  at  101 — 102°. 

as-Phenyl-lB-naphthyl  urea,  (CioH7)(C6H5)N.CO.NH2,  forms 
long  white  needles  and  melts  at  189 — 190°. 

Diphenyl- ^-naiMhy I urea  (CjoH7)(CgH5)N.CO.NHCgH5,  is 
obtained  by  heating  a solution  of  the  ehloroformamide  in  chloro- 
form with  aniline.  It  crystallizes  from  alcohol  in  white  plates, 
melting  at  132 — 133°.^ 

13-Naphthyl  thio-urea,  CS(NH2)NH.CigH7,  is  obtained  when 
^-naphthylamine  thiocyanate  is  heated  for  some  time  to  100° 
and  crystallizes  from  hot  alcohol,  in  which  it  is  only  slightly 
soluble,  in  well-developed  rhombic  plates,  melting  at  180° 
(Cosiner). 

j3-Dinaphthyl  thio-urea,  CS(NH.CjgH7)2,  is  prepared  by 
heating  yS-naphthylamine  with  carbon  disulphide  and  some 
alcoholic  potash ; it  is  sparingly  soluble  in  all  solvents,  and 
crystallizes  in  small  white  plates,  melting  at  193°  (Cosiner). 
On  heating  to  100°  with  alcoholic  ammonia  it  decomposes  into 
/3-naphthylamine  and  naphthyl  thio-urea,^  whilst  on  boiling 
with  benzene  and  mercuric  oxide  it  is  converted  into  ^-carbodi- 
naphthylimide,  C(NC^gH7)2,  which  forms  granular  crystals,  easily 
soluble  in  benzene,  freely  but  slowly,  in  ether,  and  melts 
at  14.5 — 146°.  When  it  is  boiled  with  dilute  alcohol,  dinaphthyl 
urea  is  obtained,  and  it  combines  with  sulphuretted  hydrogen 
to  form  dinaphthyl  thio-urea.'^ 

Ethyl-^-naphthylthioearbamate,  CS(OC2Hg)NH.C^gH7,  is  ob- 
tained when  /S-naphthyl  thiocarbimide  is  heated  to  130°  with 
alcohol,  and  crystallizes  in  yellowish  prisms,  needles,  or  rhombic 
plates,  which  melt  at  96 — 97°  (Cosiner). 


1 Goldschmidt  and  Molinari,  Ber.  21,  2566  ; see  also  Mainzer,  Ber.  15,  1417. 
- Kym,  Ber.  23,  425.  3 Gebhardt,  Ber  17  ^43. 

Huhn,  Ber.  19,  2404. 
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NAPHTHYLGUANIDINES. 

2634  a-Dinaphthylguanidine,  HNzz:C(NH.CjoH7)2,  was  ob- 
tained by  Perkin  by  the  action  of  cyanogen  chloride  on  fused 
naphthylamine  and  was  termed  menaphthylamine  (Pt.  III.  p. 
225).  It  crystallizes  from  hot  alcohol  in  small  white  needles, 
which  melt  at  200°  and  have  a bitter  taste,  and  an  alkaline  reac- 
tion to  litmus  paper.  The  salts  are  only  sparingly  soluble  in 
water.  When  a current  of  cyanogen  is  passed  through  it 
suspended  in  ether,  dicyanmcnaplithalidine  is  formed  as  a dark- 
yellow  crystalline  mass,  which  is  decomposed  by  acids  into 
ammonia  and  menaplithoximide : 

/N(CioH7)C=:NH 

HN=C<  I + 2H,0  = 

\N(CioH7)Cz=NH 

/N(C,„H,)CO 

HN=C<  I + 2NH3. 

\n(C,„H,)CO 

This  crystallizes  in  small  yellow  scales,  melting  at  245°,  which 
are  insoluble  in  water,  sparingly  soluble  in  alcohol,  and  are 
decomposed  by  alkalis  and  strong  acids  into  dinaphthylguanidine 
and  oxalic  acid.^ 

a-Naphthyldiphenylguanidine,  CioH7N=:C(NH.CgH5)2,  was 
obtained  by  Tiemann  by  acting  upon  an  alcoholic  solution  of 
a-naphthylamine  and  diphenyl  thio-urea  with  lead  oxide.  It 
forms  crystalline  crusts,  melting  at  155°;  the  hydrochloride 
separates  out  in  indistinct  crystals  when  its  hot  solution  is 
allowed  to  cool.^ 

a-Trinaphthylguanidine.  When  a-dinaphthyl  thio-urea  is 
heated  with  methyl  iodide,  the  methyl  a-najjhthylimido- 
naphthylthiocarhamate  is  formed,  which  crystallizes  in  flat 
prisms,  melting  at  136°,  and  on  heating  with  a-naj^hthy famine 
and  absolute  alcohol  is  converted  into  trinaphthylguanidine : 


/NH.CjoH^ 

C^N.CioH,  -t-  NH2.C,oH, 

\SCH3 


/NH.C.oH, 

C=N.CioH7  + HS.CH3. 


’ Annalen,  98,  2.36. 


2 Ber.  3,  6. 


/3-naphthyl  thiocyanate 


167 


The  Latter  crystallizes  in  flat  needles  melting  at  178°,  which  are 
insoluble  in  water,  and  dissolve  slowly  but  freely  in  hot 
alcohold 


CYANOGEN  COMPOUNDS  OF  NAPHTHYL. 

2635  a-Najphthylcarbamine,  CjoH^.NC,  is  formed  by  the  action 
of  chloroform  and  alcoholic  potash  on  a-naphthylamine,  and  is 
an  almost  amorphous  mass,  which  has  an  adhering  but  not  very 
powerful  smell  of  the  carbamines,  and  dissolves  readily  in  alcohol, 
but  is  insoluble  in  water. 

^-Naphthylcarlamine  differs  from  the  a-compound  in  forming 
needles,  melting  at  54°.^ 

a-NcqMhylcarhimide,  CioH7N(CO),  was  obtained  by  Hofmann 
by  heating  ethyl  naphthylcarbamate  with  phosphorus  pent- 
oxide  as  an  almost  odourless  liquid,  boiling  at  269 — 270°,  the 
vapour  of  which  has  a pungent  odour,^ 

a-Naplithylthiocarhimide,  or  a-Naphtliyl  mustard  oil, 
CioH7N(CS),  was  prepared  by  Hall  by  the  distillation  of  a- 
dinaphthyl  thio-urea  Avith  phosphorus  pentoxide.  It  may  be 
more  simply  obtained  by  heating  the  first-named  substance  Avith 
2'5  parts  of  phosphoric  acid  containing  62 — 63  per  cent,  of 
pentoxide.  It  crystallizes  from  alcohol  in  long,  lustrous  needles, 
melting  at  58°,  and  is  converted  into  ethyl  a-naphthylcar- 
bamate  by  continued  boiling  Avith  alcohol.^ 

^-Naphthyl  tliiocarlimidc  is  prepared  in  a similar  manner  to 
the  a-compound ; it  crystallizes  in  yellowish  needles,  melting  at 
62 — 63°,  and  is  very  readily  converted  into  ethyl  /3-naphthylthio- 
carbamate  by  boiling  alcohol  (Cosiner  ; Mainzer). 

j3-Naphthyl  thiocyanate,  Cj^H^S.CN,  is  formed  Avhen  cyanogen 
chloride  is  passed  into  an  alcoholic  solution  of  /3-thionaphthol, 
and  separates  on  the  addition  of  Avater  as  an  oily  liquid,  which 
after  some  time  solidifies  to  a snoAv-Avhite  mass ; it  melts  at 
35°,  and  decomposes  at  a higher  temperature.^ 

Fries®  has  prepared  the  folio Aving  compounds  by  the  action  of 
cyanogen  chloride  on  the  naphthylamines  : 

1 Evers,  Bar.  21,  962.  2 Liebermann,  Ber.  16,  1640. 

^ Liebermann,  Ber.  3,  657. 

Hofmann,  Ber.  15,  985.  ; Mainzer,  Ber.  15,  1412  ; 16,  2016. 

® Billeter,  Ber.  8,  462. 

® Billeter,  Ber.  19,  242  and  2055. 


168 


NAPHTHALENE  DERIVATIVES 


Melting-point. 

N aphthylamidocyanuric  chloride, 

p XT  AjxT  p -vr  pi  f ci~  needles 149 

‘ 3 3 2 1 ciys^ais  , , 154° 

Dinaphthylamidocyanuric  chloride, 

(c.a-nh),c3N3ci  { - ?7s° 

Trinaphthy  Icyanuramide, 

/p  XT  ■\rxT\  p "vr  f needles 223 

I 209° 


THE  TETRAHYDRONAPHTHYLAMINES. 

2636  The  alicyclic  compounds  of  this  group,  containing  the 
four  hydrogen  atoms  in  the  nucleus  which  also  contains  the 
amido-group,  have  lost  the  character  of  aromatic  amido-com- 
pounds  and  behave  like  fatty  amines.  They  have  a strong- 
alkaline  reaction,  colour  turmeric  paper  brown,  decompose 
ammonium  salts,  and  have  a sharp  smell  which  resembles  that 
of  ammonia  and  of  piperidine,  and  produces  irritation  in  the 
throat.  They  form  neutral  salts,  eagerly  absorb  carbon  dioxide 
from  the  air,  and  those  of  them  which  are  primary  comjDounds 
combine  with  carbon  disulphide  with  explosive  violence.  A 
very  characteristic  property  is  that  they  are  not  converted  by 
nitrous  acid  into  diazo-cornpounds  but  into  stable  nitrites. 
Moreover,  they  do  not  combine  with  diazo-salts  to  form  azo- 
colouring matters,  but  form  diazo-amines  (Pt.  III.  p.  28).  They 
do  not  possess  any  reducing  properties,  and  their  solutions  are 
not  perceptibly  altered  by  sulphuric  acid  and  potassium  dichro- 
rnate,  whilst  the  solutions  of  their  hydrochlorides  are  only  coloured 
deep  reddish-brown  by  ferric  chloride  on  heating.  Potassium 
permanganate  oxidizes  them  to  o-carboxyhydrocinnamic  acid  : 


NH„ 


HC  CH 

hc^\c^\ch2 

CH. 


HC 


HC 


HC  CO2H 

^\q/ 


-f  40  = 


HC  CH 


HC 
HC 


CO2H 


CH. 


+ NH, 
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HC 


CH, 


HC 


HC  CO,H 


C 


CH, 


+ 40  = 


HC 


C. 


COgH 


CH, 


+ NH, 


HC 


CH, 


HC 


CH, 


The  aromatic  tetrahydronaphthylamines  on  the  other  hand 
retain  the  characteristics  of  true  amido-derivatives.  They  are 
without  action  on  vegetable  colouring  matters,  form  salts  which 
have  an  acid  reaction,  and  do  not  combine  with  carbon  dioxide 
and  carbon  disulphide  at  the  ordinary  temperature.  They  have 
a powerful  reducing  action  and  give  colour  reactions  with  ferric 
chloride,  and  sulphuric  acid  and  potassium  dichromate,  the 
shades  of  which  depend  on  the  nature  of  the  base.  The 
primary  compounds  can  be  diazotized,  the  secondary  form  nitros- 
amines,  and  the  tertiary  y)-nitroso-compounds ; with  diazo- 
salts they  form  azo-colours.  Potassium  permanganate  oxidizes 
them  to  adipic  and  oxalic  acids  : 


H,C 


NH, 

I 

H,C  C 

C^'^CH 


H,C 


C 


CH 


+ 10  0 + 2H,0  = 


H^C 


CH 


CH, 

H,C/^'^CO,H  CO2H 

+ 2 I + NH3. 

H2C^^^C02H  CO2H 

H2C 


a-Naphthylamine  and  its  alkyl  derivatives  only  yield  aromatic 
hydrobases  on  reduction,  whereas  the  /3-  compounds  form  both 
aromatic  and  alicyclic  reduction,  products.^ 

2637  ac-Tetrahydro-a-naphthylamine  is,  as  just  mentioned, 
not  formed  by  the  direct  reduction  of  a-naphthylamine.  In 
order  to  prepare  it,  Bamberger  and  Bammann  were  compelled 
to  start  with  1 : 4'-diamidonaphthalene.  This  combines  with 

^ Bamberger,  Ber.  22,  767. 
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hydrogen  to  form  1 : 4'-tetrahydrodiamidonaplithalene,  wliich  is 
at  once  an  alicyclic  and  aromatic  compound  and  therefore  forms 
a diazo-chloride.  The  solution  of  this  on  treatment  with  a hydro- 
chloric acid  solution  of  stannous  chloride  deposits  a crystalline 
precipitate  of  tetrahydro-1  : 4'-amidonaphthalenehydrazine  hydro- 
chloride. This  is  decomposed  with  caustic  soda  solution,  the 
base  dissolved  in  15  to  20  parts  of  hot  water,  the  solution  heated 
on  the  water-bath,  and  a 10  per  cent,  copper  sulphate  solution 
added  until  the  liquid  is  coloured  permanently  blue : 

/CH— CH^ 

NH,.NH.C6H3<  I -p  2CuO  = 

\CH,— CH. 

NH, 

,CH  — CH^ 

C,H,<  I 4-  Cu^O  + H^O  -f  N^. 

^CHg— CH^ 

As  soon  as  the  reaction  is  over,  caustic  soda  is  added,  and  the 
base  distilled  off  with  steam.  The  distillate  is  neutralized  with 
hydrochloric  acid,  the  solution  concentrated,  and  the  crystallized 
hydrochloride  again  decomposed  with  caustic  soda,  the  base 
dissolved  in  ether,  dried  over  caustic  potash  and  caustic  baryta, 
and  then  separated  by  distillation. 

«c-Tetrahydro-a-naphthylamine  is  a colourless,  transparent, 
viscid  oil,  wliich  shows  no  fluorescence,  and  boils  at  246'5°  under 
a pressure  of  714  mm.  It  is  moderately  soluble  in  cold  water, 
more  freely  in  hot  water,  and  is  precipitated  by  caustic  soda.  It 
possesses  the  characteristic  odour  of  these  bases,  and  its  vapour 
causes  irritation  of  the  throat,  especially  when  its  aqueous 
solution  is  boiled.  It  attracts  carbon  dioxide  from  the  air  so 
vigorously  that  an  incrustation  of  the  carbonate  is  always  formed 
when  it  is  poured  from  one  vessel  into  another. 

ac-Tetrahydro-a-naphthylamine  hydrochloride,  C^QHjj.NHgCl, 
crystallizes  in  splendid  silky  needles,  united  into  small  round 
masses,  and  is  readily  soluble  in  water,  less  readily  in  hydro- 
chloric acid. 

Tlie  platinochloride,  (CjoHjjNH3)2PtClc-l-2H20,  forms  broad 
orange-yellow  lustrous  prisms  an  inch  in  length,  and  is  moder- 
ately soluble  in  water. 
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The  nitrite,  CioH^^.NHgNOg,  separates  out  in  white  needles 
when  nitrogen  trioxide  is  passed  into  a cooled  ethereal  solution 
of  the  base.  It  is  very  readily  soluble  in  water,  and  crystallizes 
on  evaporating  the  solution  in  splendid  silky  needles,  which  melt 
at  138—139°,  and  are  not  decomposed  by  boiling  water. 

The  carbonate,  forms  white  lustrous  needles, 

and  the  picrate  is  a yellow  flocculent  precipitate,  which  cr}^stal- 
lizes  from  hot  water  in  lustrous  needles. 

Acetyl-ac-tetraJiyclro-a-nap)litliylamine,  CiqHjj.NH(CO.CH3), 
crystallizes  from  dilute  acetic  acid  in  long  prisms,  and  from  weak 
alcohol  in  hair-like  needles,  aggregated  in  forms  resembling 
spiders’  webs,  which  melt  at  148 — 149°. 

Diazobenzene  - ac  - tetraliydro  - a - naphthylamine,  CgHg.Ng. 
NH.CioHjj,  is  formed  Avhen  the  base  is  suspended  in  water, 
cooled  with  ice,  and  treated  with  diazo-benzene  nitrate : 

CgHg.N,.0N02  -f  2C10H11.NH,  = 
CgHg.N2.NH.CioHii  -f  CioHiiNHg.ONO,. 

It  is  a thick  reddish-yellow  oil,  which  has  a sweet  and  somewhat 
stupefying  odour,  and  gradually  solidifies  in  cold  water  to  lus- 
trous needles.  The  picrate,  CgHgNg.NH.C^oH^^^  CgH3(N02)30, 
crystallizes  from  hot  water  in  long  silky,  sulphur-yellow 
needles.^ 

2638  ac-Tetrcthych'o-jS-naphthylamine,  CgH^.C4H7.NH2,  was 
obtained  by  Bamberger  and  Muller  by  allowing  a boiling  solution 
of  yS-naphthylamine  in  amyl  alcohol  to  flow  on  to  small  pieces  of 
sodium,*^  or  more  conveniently  by  gradually  adding  the  sodium 
to  the  boiling  solution.^  Water  is  then  added  and  the  ujDper 
layer  removed,  acidified  with  hydrochloric  acid,  and  freed  from 
amyl  alcohol  by  distillation,  the  base  being  then  liberated 
from  the  residue.  In  order  to  free  it  from  «r-tetrahydro-/S- 
naphthylamine,  which  is  simultaneously  formed,  and  from 
unaltered  ^-naphthylamine,  the  product  is  dissolved  in  ether, 
and  a stream  of  moist  carbon  dioxide  passed  through  the  solution  ; 
the  carbonate  thus;^obtained  is  then  decomposed  by  caustic  soda- 

ac-Tetrahydro-/S-naphthylamine  is  a colourless,  transparent 
liquid,  which  boils  at  249*5°  under  a pressure  of  7 10mm.,  and  has 
a sp.  gr.  of  1*031  at  16°.  It  possesses  all  the  characteristic  proper- 
ties of  the  alicyclic  bases.  On  boiling,  a small  portion  of  it 

1 Ber.  22,  951. 


” Bamberger  and  Muller,  Ber.  21,  847  and  1112. 
^ Aer.  22,  944  (Note). 
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decomposes  into  ammonia  and  dihydronaphthalene,  the  liquid 
taking  a bluish-violet  fluorescence.  It  is  rapidly  converted  into 
the  crystalline  carbonate  in  the  air.  When  sodium  nitrite  is 
added  to  its  solution  in  very  dilute  sulphuric  acid,  a reaction 
only  takes  place  on  heating,  nitrogen  and  naphthalene  being 
formed.  Tetrahydro-/3-naphthol  is  probably  first  formed,  and 
immediately  decomposes  into  water  and  dihydronaphthalene, 
the  latter  being  then  oxidized  by  the  nitrous  acid  to  naphtha- 
lene. When  equal  molecules  of  the  base  and  amyl  nitrite  are 
heated  together,  the  following  reaction  occurs  : 

C^oHn-NH^  + C^Hi.O.NO  = -f  -f-  H^O. 

The  base  is  oxidized  by  potassium  chromate  and  sulphuric  acid 
to  «-naphthol  and  a-naphthoquinone,  whereas  naphthalene  is 
obtained  when  nitric  acid  is  employed.^  Potassium  perman- 
ganate converts  it  into  a mixture  of  phthalic  and  o-carboxyhy- 
drocinnamic  acids.^ 

ac-  Tetrahydro-^-naphthylamine  hydrochloride,  CjoH^j.NHgCl, 
crystallizes  in  nacreous  silver- white  thin  quadratic  tablets  and  is 
readily  soluble  in  water  and  alcohol. 

The  p)latinochloridc,  (CioHj;^.NH3)2PtClg,  crystallizes  from 
boiling  water  in  splendid  flat  orange-yellow  prisms,  which  have  a 
satin  lustre.  The  sulphate,  (CioHjj.NH3)2S04,  forms  flat  lustrous 
white  prisms.  The  nitrite,  CjoHjj.NH3.NO2,  separates  in  the 
crystalline  form  when  nitrogen  trioxide  is  passed  into  a cooled 
ethereal  solution  of  the  base,  and  crystallizes  from  boiling 
alcohol  in  fascicular  groups  of  long  silky  needles,  or  when  the 
solution  is  gradually  evaporated,  in  short,  clear,  strongly  refrac- 
tive prisms.  It  decomposes  at  180 — 190°  into  nitrogen,  water, 
and  dihydronaphthalene. 

NorwMl  ac-tctrahydro-^-napJithylamine  carbonate,  (CjqHjj.NH3)2 
CO3,  forms  lustrous  white  needles,  which  are  more  soluble  in 
hot  water  than  in  cold,  and  lose  carbon  dioxide  when  preserved 
in  a dessicator.  The  acid  carbonate,  (CjoHjjNH3)HC03,  is 
formed  as  a granular  crystalline  precipitate  when  solutions  of 
the  hydrochloride  and  sodium  bicarbonate  are  mixed.  It  is 
sparingly  soluble  in  cold  water,  and  is  decomposed  by  boiling 
water,  the  base  being  liberated. 

The  acetate  crystallizes  in  thick  monosymmetric  columns, 
which  have  a vitreous  lustre  and  melt  at  155‘5 — 156°. 

“ Bcr.  21,  1119. 


^ Bamberger  and  Kitschelt,  Ber.  23,  880. 
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The  nitrate  is  only  sparingly  soluble  in  cold  water,  and  melts 
at  210—212°. 

The  physiological  action  of  this  base  is  very  remarkable. 
When  a 1 to  5 per  cent,  solution  is  dropped  into  the  eye,  enlarge- 
ment of  the  pupil  is  caused  in  the  eye  experimented  on,  whilst 
if  a sufficient  quantity  be  introduced  into  the  system  by  subcu- 
taneous injection,  or  other  means,  a similar  effect  is  produced  in 
both  eyes.  The  enlargement  is  greater  than  that  which  is 
brought  about  by  atropine,  but  whilst  the  latter  and  other 
tropeines  paralyze  the  motor  nerve  endings  of  the  sphincter, 
tetrahydro-^-naphthylamine  when  locally  applied  only  acts  as 
an  irritant  on  the  nerve  endings  of  the  dilator,  and  when 
brought  into  the  system  by  absorption  acts  to  a certain  extent 
in  the  same  manner,  but  chiefly  still  as  a direct  irritant,  upon 
the  central  nuclei  of  these  nerve  endings.  Tetrahydro-|S-naph- 
thylamine  is  the  first  substance  which  has  been  observed  to 
exert  this  action. 

The  most  interesting  effect  is  however  undoubtedly  the  con- 
siderable rise  of  temperature  caused  by  ac-tetrahydro-/3-naph- 
thylamine  in  animals,  which  sometimes  amounts  to  as  much  as 
4'5°.  It  is  due  to  diminished  loss  of  heat  accompanied  by 
increased  production.  This  characteristic  effect  is  produced  by 
all  the  alicyclic  hydro-bases  of  the  /3-series,  whilst  those  of 
the  a-series  and  the  aromatic  hydro-bases  show  no  signs  of  it. 

The  group  CH(NH2)  in  the  /3-position  seems  therefore  to 
actually  condition  this  physiological  action,  and  physiological 
experiments  become  of  great  value  in  determining  the  consti- 
tution of  a hydro-base  of  the  /5-series.  [In  such  a case  the 
aromatic  or  alicyclic  nature  of  a base  can  be  determined  by  an 
experiment  performed  on  an  animal  with  less  substance  and  in 
a shorter  time  than  by  employing  the  oxidation  method.^ 
Traces  of  an  alicyclic  /3-compound  can  also  be  easily  detected 
in  an  aromatic  hydrobase  in  this  way,  since  the  mydriasis  pro- 
duced is  a much  more  delicate  test  than  the  reaction  with 
turmeric  paper.^ 

ac-Tetrahydroacetyl-fB-naphthylamine,  CjoHjj.NH.CO.CHg,  is 
obtained  by  the  action  of  acetyl  chloride  or  acetic  anhydride 
on  the  base,  and  crystallizes  in  asymmetric  prisms  with  a vitreous 
lustre,  which  melt  at  I07'5°. 

ac-Ditctrahydro- 13-naphthyl  thio-urea,  CS(NH.CioHjj)2.  When 
very  dilute  ethereal  solutions  of  tetrahydro-/5-naphthylamine 

^ Bamberger  and  Filehne,  Ber.  22,  777.  ^ 22,  1296  (Footnote). 
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and  carbon  disuljDliide  are  mixed,  a violent  reaction  takes 
place,  and  tdTci}iydro-^-na'plitliylamin&  tetrahydro-13-naplithyl- 
thiocarhamate,  CioH^j.NH.CS.SN(CiqH^^)H3,  is  formed.  This 
substance  is  only  sparingly  soluble  in  cold  water,  from  which 
it  separates  on  evaj)oration  in  long,  lustrous  needles,  melting 
at  142°.  On  boiling  with  alcohol,  the  thio-urea  is  formed, 
which  crystallizes  in  lustrous  white  needles,  united  to  form 
rosette-shaped  aggregates,  and  melts  at  166*5°. 

Diazo'benzenctctTa}iydro-^-naj)Mliylamine,  CgH5N2NH.CioHn, 
is  a yellowish-red,  very  viscid  oil,  which  has  a faint,  sweet 
odour,  and  explodes  on  heating.  It  combines  with  picric  acid 
to  form  the  compound  -f  CgH3(N02)30,  which  crys- 

tallizes in  lustrous  ruby-red  needles.  On  heating  with  dilute 
sulphuric  acid,  the  diazo-compound  decomposes  into  dihydro- 
naphthalene, aniline,  and  nitrogen. 

ac-BenzylidGiutetrahydro-^-naplitlhylamine,Q>^^XySjzz^.G^^^.^, 
is  formed  by  the  direct  combination  of  benzaldehyde  with  the 
base.  It  crystallizes  from  alcohol  in  colourless  asymmetric 
tablets,  melting  at  51*5 — 52°,  and  is  remarkably  stable  towards 
alkalis,  but  is  easily  decomposed  by  acids.^ 

2639  ac-  Tetrahydro-ethyl-^-na'phtliylamine,  CjgHj^NH.CgHg, 
is  prepared  by  adding  24  grins,  of  sodium  cut  into  small 
pieces,  3 to  4 grms.  at  a time,  to  a solution  of  15  grms.  of 
ethyl-^-naphthylamine  in  200  grms.  of  boiling  amyl  alcohol,^ 
the  bases  being  obtained  as  already  described.  They  are  dis- 
solved in  light  petroleum  and  treated  with  moist  carbon 
dioxide,  which  soon  produces  a precipitate  of  the  alicyclic 
carbonate.  This  may  be  mixed  with  a little  of  the  aromatic 
base,  which  is  best  removed  by  dissolving  in  very  dilute  hydro- 
chloric acid  and  adding  a small  quantity  of  sodium  nitrite 
The  oily  aromatic  nitrosamine  is  thus  formed  and  is  removed 
by  ether,  the  alicyclic  base  being  then  liberated  from  the 
solution.  Its  purity  is  tested  by  bringing  it  into  a solution  of 
diazobenzenesulphonic  acid,  which  ought  not  to  produce  a 
colouration.  If  a scarlet  colouration  appears  the  purification 
must  be  repeated. 

ac-Tetrahydroethyl-/3-naphthylamine  is  a colourless,  viscid  oil, 
which  boils  at  267°  under  a pressure  of  724  mm.,  and  has  a 
.sp.  gr.  of  0*098  at  15°.  Its  remaining  properties  resemble 
those  of  the  other  bases  of  the  group ; it  is  only  sparingly 

' B«r.  23,  879. 

- Bamberger  and  Miiller,  Ber.  22,  1293  ; see  also  Ber.  22,  944  (Notes). 
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soluble  in  water,  and  its  physiological  action  is  like  that  of  the 
imsnbstituted  base. 

On  oxidation  it  does  not  yield  o-carboxyhydrocinnamic  acid 
but  a viscid  oily  acid,  which  is  probably  a mixture  and,  on 
account  of  the  small  quantity  obtained,  has  not  been  more 
closely  examined. 

ac-  Tetrahydroethyl-IB-naphthylamine  hydrochloride,  CiqH^^.NHo 
(C2H5)C1,  crystallizes  from  water  in  flat  prisms,  with  a vitreous 
lustre,  and  from  chloroform  on  the  addition  of  light  petroleum 
in  short  lustrous,  strongly  refractive  needles. 

The  platinochloride  (CjoH^j.NH.2.C.2H5)2PtClg,  is  moderately 
soluble  in  hot  water,  and  crystallizes  on  spontaneous  evapora- 
tion in  orange-yellow,  lustrous  stellate  masses. 

ac-  Tctrahydroethyl-l3-n a2)hthylaminc  nitrate,  C^QHj^.NHg.N O3, 
is  precipitated  by  the  addition  of  nitric  acid  to  the  solution  of  the 
hydrochloride  as  a lustrous  crystalline  mass,  which  readily  dis- 
solves in  hot  water,  and  crystallizes  when  the  solution  is  slowly 
cooled  in  long,  flat  needles,  with  a vitreous  lustre,  but  when 
rapidly  cooled  in  silver  white  plates,  with  a satin  lustre,  which 
melt  at  184°. 

ac- Tetrahydrocthyl-ld-naiohthylamine  nitrite,  CjgHjj.NH2(C.,H5) 
NO2,  crystallizes  from  hot  water  in  long,  silky  needles,  which 
form  masses  resembling  wavelite,  and  melt  at  180°. 

The  ])icratc,  CioHj^NH2(C2H5)OCqH3(N02)3,  separates  from 
hot  water  in  light  orange-red,  hair-like  needles,  which  resemble 
spider’s  web  in  appearance  and  have  a woolly  structure ; it 
melts  at  183'5°. 

The  carbonate  forms  white,  lustrous  needles,  and  the  oxalate 
(^loHiiN 112.02115)20204,  crystallizes  from  an  aqueous  solution 
on  evaporation  in  flat  needles,  with  a satin  lustre,  whilst  the 
acetate  remains  as  a viscid  syrup  when  its  solution  is  evaporated. 

ac- Tetrahydroethyl-^-naphthylnitrosamine,  O^gH^^.N (N 0)02H5, 
is  formed  when  sodium  nitrite  is  added  to  an  acid  solution  of 
the  hydrochloride,  and  the  mixture  allowed  to  stand  for  some 
time ; if  the  solution  be  heated  it  separates  out  as  a yellowish 
oily  liquid.  When  it  is  treated  with  phenol  and  sulphuric  acid, 
and  caustic  soda  then  added,  a light  grass-green  colouration  is 
produced. 

Biazohenzenetetrafiydroethyl-^-naphthylaminc,  CjgH44.NH.N2 

CgHg,  forms  splendid,  sulphur-yellow,  flat,  six-sided  tablets,  and 
melts  at  .58°. 

ac-  Tetrahydrodiimthyl-^-naphthylamine,  C4gH44.N(CH3)2,  is 
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only  formed  in  small  quantity,  together  with  the  aromatic  base, 
by  the  action  of  sodium  on  a solution  of  /S-dimethylnaphthyl- 
amine  in  amyl  alcohol,  and  is  a liquid  which  boils  at  166‘5'’ 
under  a pressure  of  22  mm.,  and  has  even  a more  powerful 
physiological  action  than  tetrahydro-yS-najolithylamine.  Its 
hydrochloride  crystallizes  in  long  needles  with  a vitreous  lustre, 
which  do  not  alter  in  the  air,  and  its  platinochloride  separates 
out  in  lustrous  orange-yellow  needles  when  the  aqueous  solution 
is  evaporated. 

ac-Tetrahydro-p-tolyl-^-naphthylamine,  CjoHj^NH(CgH^.CH3), 
is  not  readily  formed,  and  crystallizes  from  hot  water  in  silver- 
white  plates,  which  have  a satin  lustre  and  a characteristic 
odour,  in  which  the  perfume  of  the  narcissus  can  be  recognized 
along  with  the  sharp  smell  of  piperidine.  It  melts  at  44°,  boils 

at  93°,  under  a pressure  of  18  mm.,  and  evaporates  at  the 

ordinary  temperature  as  rapidly  as  camphor  (Bamberger  and 
Muller). 

2640  ar-Tetrahydro-a-naphthylaminc,  is  formed 

when  a boiling  solution  of  a-naphthylamine  in  amyl  alcohol  is 
allowed  to  flow  in  a continuous  stream  on  to  small  pieces  of 
sodium.  It  is  a colourless,  oily  liquid,  which  smells  like 
dimethylaniline,  has  a sp.  gr.  of  1’0625  at  16°,  and  boils  at  275° 
under  a pressure  of  712  mm.  It  does  not  act  on  vegetable 

colouring  matters,  reduces  silver  solution  on  heating,  and  gold 

and  platinum  chlorides  in  the  cold. 

Tetrahydro-a-naj)hthylamine  hydrochloride,  C^gHjj.NHgCl, 
crystallizes  in  nacreous,  quadratic  tablets.  It  combines  with 
mercuric  chloride  to  form  the  douhle  mil,  CjgH^^.NHgCl-l-IIgClo, 
which  crystallizes  from  hot  water  in  silver-white,  flat  needles, 
which  have  a satin  lustre. 

Tetrahydro-a-nap)hthylamine  sulp>hate,  2(CjqHj^.NH3)2S04  -f- 
HgO,  forms  silver-white  plates,  or  flat  needles,  with  a satin 
lustre. 

When  a solution  of  one  of  the  salts  is  heated  with  ferric 
chloride  or  potassium  dichromate  and  sulphuric  acid,  naphtha- 
mein  separates  out  after  some  time.  The  base  is  converted 
into  tetrahydro-a-naphthol  by  the  diazo-reaction  (p.  81). 

ar-Tetrahydro-a-acetonaphthalide,  Cj0Hjj.NH.CO.CH3,  is  ob- 
tained by  heating  the  hydrochloride  with  sodium  acetate  and 
acetic  anhydride,  and  crystallizes  in  asbestos-like  masses  of 
silky  needles,  which  melt  at  158°.^ 

^ Bamberger  and  Altliausse,  Bcr.  21,  1786  and  1892. 
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ar-Tetrahydrocthyl-a-napldhylamine,  CjoHjj.NHCgHg,  is  a 
colourless,  viscid  liquid,  which  boils  at  286 — 287°  under  a 
pressure  of  71 7 mm,,  has  a faint  odour,  resembling  that  of 
dimethylaniline,  and  is  slightly  soluble  in  water.  It  reduces 
alcoholic  silver  nitrate  solution  at  the  temperature  of  the  hand, 
and  forms  an  orange-red  colouring  matter  with  diazobenzene- 
sulphonic  acid.  When  its  solution  in  hydrochloric  acid  is 
heated  with  ferric  chloride,  it  becomes  coloured  red  and  then 
greenish-yellow  ; potassium  dichromate  and  sulphuric  acid  pro- 
duce in  the  cold  a dirty-yellow  precipitate,  and  on  heating  a 
raspberry-red  and  then  a greenish-brown  colouration,  a bluish- 
black  flocculent  precipitate  being  formed  when  more  dichromate 
is  added. 

ar-  Tetrahydroethyl-a-nccphtliylamine  hydrochloride, 
NH2(C2H5)C1,  crystallizes  from  water  in  large,  thick  prisms, 
with  a vitreous  lustre,  or  when  rapidly  cooled,  in  needles,  which 
lose  water  and  fall  to  powder  at  80 — 90°  and  melt  at  118°. 

The  'platinochloride,  (CioHii.NH2.C2H5)2PtCl6,  forms  lustrous 
golden-yellow  plates,  which  are  moderately  soluble  in  hot  water, 
but  are  soon  decomposed  by  it. 

Tdrahydroethyl-a-naphthylnitrosainine,  CioHjjN(NO)C,H^, 
separates  out  when  sodium  nitrite  is  added  to  an  acid  solution 
of  the  hydrochloride.  It  is  a yellow,  oily  liquid,  which  has  a 
characteristic,  somewhat  stupefying  odour.  It  gives  Lieber- 
mann’s  reaction,  ^ and  is  converted  by  alcoholic  potash  into  the 
isomeric  ethylamidonitrosotetrahydronaphthalene,  which  will  be 
subsequently  described. 

cto'-Tetrcihyclrodimdhyl-a-napUhylarnine,  CioHji.N(CH3)2,  is  a 
colourless,  oily,  strongly-refractive  liquid,  which  has  a peculiar 
alkaline  smell,  and  boils  at  261 — 262°  under  a pressure  of 
721  mm.  It  reduces  alcoholic  silver  nitrate  solution  on  heatino-, 
a metallic  mirror  being  deposited  ; an  acid  solution  of  ferric 
chloride  produces  a red  colouration  on  heating,  which  disappears 
at  a higher  temperature,  whilst  potassium  dichromate  and 
sulphuric  acid  give  a dirty-yellow  precipitate  in  the  cold,  and  a 
brown  colouration  accompanied  by  a brown-black  flocculent 
precipitate  on  heating. 

The  hydrochkn-ide  forms  a syrup,  whilst  the  platinoMoride 
separates  out  in  resinous  masses,  wliich  break  up  on  rubbimr 
into  orange-yellow  crystalline  flakes. 

When  the  base  is  lieated  with  metlryl  iodide,  the  ammoniuw, 

^ Bamberger  and  Hellwig,  Bcr.  22  1311. 
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iodide,  (0113)31,  is  formed;  this  substance  crystallizes 

from  water  in  splendid  prisms  with  a vitreous  lustre,  and  melts 
at  164'5°  (Bamberger  and  Hellwig). 

2641  ar-Tetrahydro-^-najditliylamine,  CjoHjpNH2,  is  a liquid 
which  boils  at  276’5°,  and  like  the  corresponding  a-compound  is 
oxidized  to  adipic  acid  by  potassium  permanganate^ 

ar-TetrahydToethyl-l3-na2)litliylamine,C^^^-yi^Y{G.iH.^,h  formed 
in  small  quantity  together  with  the  alicyclic  compound,  and  is 
a colourless,  viscid  oil,  which  has  a faint  aromatic  odour,  and  is 
immediately  converted  by  nitrous  acid  into  the  oily  nitrosamine, 
which  gives  Liebermann’s  reaction. 

Its  liydrochlooddc,  CjoH;^j.NH2(C2H5)Cl,  forms  long  bundles  of 
needles,  which  have  a vitreous  lustre.  It  is  readily  soluble  in 
water,  and  is  precipitated  by  hydrochloric  acid  in  silver- white, 
nacreous  plates.  The  hot  aqueous  solution  is  coloured  deep 
reddish-brown  by  ferric  chloride. 

The  ‘plcdinochloTide,  (CioHjj.NH2.C2H^)2PtClg,  crystallizes  in 
slender  glittering  needles,  which  are  sparingly  soluble  in  water, 
and  readily  decompose  with  separation  of  platinum. 

ar-  Tetrahydrodimethyl-(3-naplitliyla'minc,Q^^^.^.'^  (0113)2,  forms 
tlie  chief  product  of  the  reduction  of  dimethyl-^-naphthylamine, 
and  is  also  a viscid  liquid  possessing  a faint  aromatic  odour  ; it 
boils  at  287°  under  a pressure  of  718  mm.  When  ferric  chloride 
is  added  to  its  hot  solution  in  hydrochloric  acid,  a yellow  colour- 
ation accompanied  by  turbidity  is  produced,  whilst  gold  chloride 
colours  it  first  yellow,  then  green,  and  finally  blue,  producing  a 
solution  whicli  appears  violet  by  reflected  light,  and  when 
lieated  deposits  gold  as  a red  powder  on  the  sides  of  the  con- 
taining vessel.  The  alcoholic  solution  is  coloured  blue  by  silver 
nitrate,  and  then  deposits  metallic  silver.  Potassium  dichro- 
mate and  sulphuric  acid  give  a yellow  precij^itate,  a dirty  grey- 
green  colouration  being  produced  on  heating. 

The  hydrochloride  separates  out  as  a white  deliquescent  crys- 
talline mass  when  hydrochloric  acid  is  passed  into  the  anhydrous 
ethereal  solution  of  the  base. 

The  platinochloride  is  a light  yellow  flocculent  precipitate, 
which  becomes  cry.stalline  when  rubbed  with  a glass  rod. 

The  'picratc  crystallizes  from  hot  water  in  woolly,  lustrous 
yellow  needles  (Bamberger  and  Muller.) 

ar-Tetrahydrodiethyl-^-na2yhthylainine,  C\qH^^.N(C2H5)2,  is  al- 
most exclusively  formed  by  the  reduction  of  diethyl-^-napli- 

^ Bcr.  23,  883. 
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tbylamine,  and  is  an  oily  liquid,  wliicli  boils  at  298°  under  a 
pressure  of  709  mm.,  rapidly  becomes  brown  in  the  air,  im- 
mediately reduces  alcoholic  silver  solution,  and  forms  a jDonceau- 
red  colouring  matter  with  diazobenzenesulphonic  acid.  Potas- 
sium dichromate  and  sulphuric  acid  produce  an  oily  iDrecij^itate 
which  dissolves  on  heating,  forming  a brown  solution,  whilst 
ferric  chloride  added  to  the  solution  in  hydrochloric  acid  pro- 
duces a dirty  dark-brown  colouration  on  heating. 

The  hydrochloride  is  a granular  crystalline  precipitate  which 
is  remarkably  soluble  in  water.^ 


HALOGEN  SUBSTITUTION  PRODUCTS  OF 
a-NAPHTHYLAMINE. 

2642  Chlor-a-najphthylamine,  CioHgCl.NH.2(2  : 1 or  3 : 1)  was 
obtained  by  Cleve  by  the  reduction  of  dichlor-a.-acetonaphtha- 
lide.  It  crystallizes  in  thin  white  needles,  which  melt  at  56", 
and  have  an  unpleasant  faecal  odour.  Its  hydrochloride  forms 
silky  needles  and  is  decomposed  by  water. ^ 

4i-Ghlor-a-naphthylamine,  was  prepared  by  Otterberg  from 
4-chlor-a-nitronaphthalene  by  reduction.  It  is  a crystalline  mass 
which  melts  at  85 — 86°,  smells  like  a-naphthylamine  and 
ra2:)idly  oxidizes  in  the  air.^ 

2' -Chlor- a-naphthylamine,  was  obtained  by  Erdmann  and 
Kirchhoff  by  heating  2'-chlor-a-naphthol  with  calcium  chloride 
ammonia.  It  is  a liquid  which  has  an  odour  resembling  that 
of  naphthylamine,  and  forms  an  ethereal  solution  which  has 
a fine  bluish-violet  fluorescence.  Its  hydrochloride  crystallizes 
from  hot  water  in  fine  plates,  and  becomes  coloured  grey  in  the 
light.  On  heating  with  ferric  chloride,  an  azure  blue  precipitate 
is  formed.^ 

V -Chlor- a-naphthylamine,  was  prepared  by  Atterberg  from 
7-dichloronitronaphthalene  by  the  action  of  tin  and  hydro- 
chloric acid.  Its  hydrochloride,  Cj^QHgCl.NHgCl-l-H^O,  crystal- 
lizes in  long  prisms,  which  become  anhydrous  at  100°  and 
gradually  volatilize:  ammonia  precipitates  the  base  from  solu- 
tions of  this  salt  as  a flocculent  mass  which  is  odourless,  and 
melts  at  93  94  . Ferric  chloride  produces  a greyish -green 

’ Bamberger  and  Williamson,  Ber.  22,  1760.  2 20  448. 

•’  rier.  10,  547.  4 Annalen,  247,  375. 
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colouration  followed  by  a precipitate.  It  is  converted  into 
1 : 1'-dicldoronaplithalene  by  the  diazo-reaction.^ 

a-Dichloronaphthylamine,  .CioH5Cl2.NH^(2  : 4 : 1),  is  prepared 
by  the  action  of  concentrated  caustic  jDotash  solution  on  di- 
chloracetonaphthcdide,  CioH^ClglSlH.CO.CHg,  which  was  prepared 
by  Cleve  by  passing  chlorine  into  a solution  of  acetonaph- 
thalide  in  glacial  acetic  acid  and  crystallizes  in  long  thin 
needles,  melting  at  214°.  The  free  base  crystallizes  from  alcohol 
in  nodular  masses,  which  melt  at  82°,  and  have  an  unpleasant 
faecal  odour.  It  is  volatile  with  steam,  and  does  not  form  salts  ; 
on  oxidation  it  yields  phthalic  acid  and  is  converted  by  the 
diazo-reaction  into  1 : 3-dichloronaphthalene. 

^-Dichloronaplithylamine,  (Cl : Cl : NHgml  : 4 : 8),  is  formed 
by  the  action  of  tin  and  hydrochloric  acid  on  yS-dichloronitro- 
naphthalene ; it  crystallizes  from  alcohol  in  soft  white  needles, 
which  melt  at  104°.  The  hydroclilooddc  forms  anhydrous 
needles.^ 

rj-Dichloronaphthylamine,  was  prepared  by  Cleve  from  ^^-di- 
chloronitronaphthalene ; it  is  slightly  soluble  in  water,  readily 
in  alcohol,  and  crystallizes  in  needles  which  have  an  unpleasant 
odour,  and  melt  at  94°.  Its  hydrochloride  forms  thin  crystals, 
which  are  only  slightly  soluble  in  water.^ 

^-Brom-a-naphthylamine,  CjoHgBr.NHg,  was  obtained  by 
Rother  from  brom-a-acetonaphthalide  by  the  action  of  boiling 
caustic  potash  solution,^  and  Morawski  and  Glaser  prepared  it 
in  a similar  manner  from  bromocitraconobrom-o.-naphthalide.''’ 
It  volatilizes  with  steam  and  condenses  in  slender,  microscopic- 
needles,  which  melt  at  102°,  have  a faint  odour  of  a-naphthyl- 
amine,  and  become  coloured  reddish- violet  in  the  light.  It  is 
converted  into  1 : 4-dibromonaphthalene  by  the  diazo-reaction. 
Its  salts  crystallize  well. 

^-Brom-a-acetonaphthalide,  CjoHgBr.NH.CO.CHg,  is  formed 
when  bromine  is  added  to  a solution  of  acetonaphthalide  in 
fflacial  acetic  acid,^’  and  when  a solution  of  bromine  in  caustic 
soda  solution,  and  then  hydrochloric  acid  are  added  to 
acetonaphthalide  ground  up  with  water.^  It  crystallizes  from 
hot  alcohol  in  fascicular  groups  of  lustrous  needles,  and  melts 
at  193°  (Rother). 

1 Bo,r.  9,  1730. 

3 Bull.  Soc.  Chim.  29,  499. 

•’  Monatsh.  9,  284. 

^ Pragor,  Ber.  18,  2158. 


- Widinan,  Bull.  Soc.  Chim.  28,  505. 
^ Ber.  4,  850. 
c Meldola,  Ber.  H,  1904. 
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Broinocitraconohromona])hthalide,  C^oHgBrN (CO)2.C3H3Br,  is 
fonned  by  the  action  of  bromine  on  citracononajohthalide,  and 
crystallizes  in  faint-yellow,  lustrous  prisms,  which  melt  at  199°. 

'^-Brom-a-naphtliylamine  is  obtained  by  the  action  of  zinc 
dust  and  acetic  acid  on  the  corresponding  bromonitronaphthalene, 
and  crystallizes  in  needles,  which  melt  at  62°  and  are  insoluble 
in  water  but  readily  soluble  in  alcohol  and  hydrochloric 
acid.^ 

1 : 2>-Brom-a-acetonaphthalide  is  formed  by  the  action  of  acetic 
anhydride  on  the  preceding  compound,  and  crystallizes  in  white 
needles,  melting  at  187°. 

^-Broni-a-naphthylamine,  (Br  : NHg  = 3'  : or  2' : 1),  was  pre- 
pared by  Guareschi  from  ??i-bromonitronaphthalene,  which  melts 
at  122‘5°,  by  boiling  with  tin  and  hydrochloric  acid.  It  is 
readily  soluble  in  alcohol,  insoluble  in  cold  water,  and  only 
sparingly  soluble  in  hot  water,  from  which  it  crystallizes  in 
plates,  melting  at  63 — 64°.  Its  hydrochloride  forms  needles  or 
quadratic  plates,  which  are  sparingly  soluble  in  cold  water ; 
ferric  chloride  produces  a blue  colouration  in  its  aqueous 
solution,  and  potassium  permanganate  oxidizes  it  to  a-bromo- 
phthalic  acid.’^ 

Dibrom-a-naphthylamine,  CjQH5Br2.NH2(4  : 2 : 1),  is  formed 
when  its  acetyl  compound  is  heated  with  strong  caustic  soda 
solution  to  140 — 150°.  It  crystallizes  from  dilute  alcohol  in 
large  needles,  which  melt  at  118 — 119°,  and  are  readily  soluble 
in  alcohol,  ether,  benzene,  etc.  It  forms  no  compounds  with 
acids ; when  it  is  dissolved  in  glacial  acetic  acid  and  a few  drops 
of  an  acetic  acid  solution  of  chromium  trioxide  added,  a fugitive 
indigo-blue  colouration  is  produced.  It  is  oxidized  by  nitric 
acid  to  phthalic  acid  and  is  converted  by  the  diazo-reaction  into 
1 : 3-dibromonaphthalene.^ 

I)il)rom-a-acetonap)hthalide,  CioH,Br2NH.CO.CH3,  (4:2:1), 
is  obtained  by  dissolving  4-brom-a-acetonaphthalide  in  glacial 
acetic  acid,  and  adding  a little  iodine  and  an  excess  of  bromine. 
It  is  readily  soluble  in  alcohol  and  acetic  acid,  less  readily  in 
benzene,  from  which  it  crystallizes  in  silky,  fibrous  needles, 
which  melt  and  partially  sublime  at  225°.^ 

Bihrom-a-naphthylamine,  (3  : 1'  : 1 or  3 : 4'  : 1)  was  obtained 
by  Meldola  from  the  acetyl-compound ; it  crystallizes  from 
dilute  alcohol  in  needles,  which  melt  at  101 — 102°.  When  the 

^ Meldola,  Journ.  Chem.  Soc.  1885,  1 510. 

Meldola,  Ber.  12,  1961.  ’ 


“ Amuden,  222,  296. 
Bcr.  11,  1904. 
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amido-group  is  replaced  by  bromine,  |^-tribromonaplithalene  is 
formedd 

Dihrom-a-acdonaplithalide  (3  : 1'  : 1 or  3 : 4'  : 1),  is  formed 
when  bromine  is  added  to  a solution  of  3-brom-a-acetonaph- 
thalide  in  glacial  acetic  acid,  and  occurs  in  crystals,  melting 
at  221°. 


HALOGEN  SUBSTITUTION-PRODUCTS  OF 
^-NAPHTHYLAMINE. 

2643  \-GliloTO-^-naiMliylaminc,  CioHyCl.NHg,  is  obtained  by 
the  action  of  hydrochloric  acid  on  its  acetyl  derivative.  It 
crystallizes  from  dilute  alcohol  in  slender,  colourless  needles 
which  are  devoid  of  any  unpleasant  odour  and  melt  at  59°. 
The  hydrochloride  crystallizes  with  one  molecule  of  water  iu 
colourless  lustrous  needles,  which  are  scarcely  soluble  in  cold 
water,  but  somewhat  readily  in  boiling  dilute  hydrochloric  acid. 

l-Chloro-/3-naphthylamine  can  be  converted  into  a-chloro- 
naphthalene  and  1 : 2-dichloronaphthalene  (M.P.  34-35°)  by 
the  diazo-reaction,  and  yields  phthalic  acid  on  oxidation  with 
nitric  acid. 

l-Chloro-^-acetonaijhthalidc,  CioHgCl,NHC2H30,  is  formed  by 
the  action  of  chlorine  on  /8-acetonaphthalide  dissolved  in  dilute 
acetic  acid.  It  crystallizes  from  alcohol  in  radiating  groups  of 
slender,  colourless  needles,  which  are  readily  soluble  in  alcohol 
but  with  difficulty  in  boiling  water,  and  melt  at  147°.'^ 

^-Brorrio-^-nap)hthylamine,  CjoHgBr.NHg,  is  obtained  by 
adding  zinc  dust  to  a cooled  solution  of  1 : 3-bromonitronaph- 
thalene.  It  crystallizes  in  needles,  which  melt  at  71°,  are 
insoluble  in  water,  readily  soluble  in  alcohol  and  benzene,  and 
have  only  faintly  basic  properties.  Its  acetyl  eompound  forms 
white  needles,  melting  at  186‘5°.^ 

X-Brorfio-B-naphthylamine  was  prepared  by  Cosiner  from  the 
acetyl  compound  by  boiling  with  concentrated  caustic  potash 
solution,^  whilst  Marawski  and  Glaser  prepared  it  from 
bromocitracono-/3-bromonaphthalide.^  It  crystallizes  from  hot 


^ Journ.  Chem.  Soc.  1885,  1,  514. 
3 Journ,  Chem.  Soc.  1885,  1,  509. 
Monatsh.  9,  284. 


2 Clcvc,  Bcr.  20)  1989. 
* Bcr.  14,  58. 
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water  in  small  needles,  melts  at  79°,  and  does  not  combine  with 
acids.  When  the  amido-groui)  is  replaced  by  hydrogen,  a-bromo- 
naphthalene  is  formed,  and  it  is  converted  by  oxidation  with 
nitric  acid  into  phthalic  acid,^ 

l-Bromo-^-acetona^MlicdiclG  is  formed  when  bromine  and 
^-acetonaphthalide  are  brought  together  in  acetic  acid  solution. 
It  crystallizes  in  needles,  melting  at  134 — 135°. 

Bromocitracono-^-hromonaphthalide,  CioHgBrN(CO)2C3H3Br, 
forms  yellow  needles  and  melts  at  181°. 

a-Dihromo-^-ncqMliylamine,  CioHgBr2.NH2  (1  : 3' : 3 or  1 : 2' : 3) 
has  been  obtained  from  its  acetyl  compound,  and  crystallizes  from 
alcohol  in  silky  needles,  melting  at  105°.  It  is  oxidized  by 
dilute  nitric  acid  to  a-bromophthalic  acid.'^ 

BihromQ-^-acetona'plitlicdide,  CjoH5Br2NH.CO.CH3,  is  formed 
by  the  action  of  bromine  on  m-bromo-/3-acetonaphthalide,  and 
crystallizes  in  needles,  which  melt  at  221 — 222°. 

^-BihTomo-^-na’pMliylamine,  was  obtained  by  Lawson  by 
the  action  of  bromine  on  benzenediazo-/S-naphthylamine  and 
similar  compounds.  It  crystallizes  in  long  needles,  melting  at 
121°,  and  has  weak  basic  properties.  Its  acetyl  compound  melts 
at.208°.3 

Tetrabromo-l3-dinaphtliylaminc,  C^oHj^Br^N,  is  formed  when 
the  calculated  quantity  of  bromine  is  added  to  an  acetic  acid 
solution  of  /3-dinaphthylamine,  and  crystallizes  from  benzene  in 
long  white,  matted  needles,  which  melt  at  245 — 246°.  If  an 
excess  of  bromine  be  employed,  octolwomo-^-dinaplitkylaminc^ 
CogH^BrgN,  is  formed,  which  crystallizes  in  slender  needles, 
melting  above  300°.'^ 


NITRO-SUBSTITUTION-PRODUCTS  OF 
a-NAPHTHYLAMINE. 

2644  4t-Nitro-a-naplitliylaminc,  CjgHg(N02)NH2,  was  ob- 
tained by  Liebermann  by  gently  heating  1 : 4-nitro-a-acetonaph- 
thalide  with  alcoholic  potash.  It  crystallizes  from  alcohol  in 
thin,  orange-coloured  needles,  melts  at  191°,  and  dyes  wool  a 
tine  orange-yellow.  It  is  more  soluble  in  hot  acids  than  in 
water,  but  separates  out  again  on  cooling.  On  boiling  with 

^ ]\Ieldola,  Journ.  Chem.  Soc.  1883,  1,  6. 

- Jourv.  Chem.  Soc.  1885,  1,  511. 

^ Bcr.  18,  2424.  ^ Ris,  Bcr.  20,  2618. 
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caustic  soda  solution  it  is  converted  into  a-nitro-naplithol,  and 
yields  a-nitronaphtlialene  when  diazotisedd 

Andreoni 

and  Biedennann  obtained  a substance  melting  at  171°  as  the 
product  of  the  action  of  nitric  acid  on  a-acetonaphthalide  dis- 
solved in  glacial  acetic  acidd  Liebermann,  however,  found  that 
this  is  a mixture  of  two  isomerides,  one  of  which  (1  : 4)  can 
readily  be  obtained  pure,  whilst  the  other,  subsequently  recog- 
nized as  the  1 ; 2-coni23ound  by  Lellmann,  cannot  easily  be 
isolated.  In  order  to  prejDare  these  comjDounds  100  grms.  of 
acetonaphthalide  are  dissolved  in  600  grms.  of  glacial  acetic 
acid,  and  a mixture  of  45  grms.  of  nitric  acid  of 
sp.  gr.  1”54  and  40  grms.  of  glacial  acetic  acid  added.  After 
about  two  days  the  substance  melting  at  171°  is  deposited,  and 
then  pure  1 : 4-nitro-a-acetonaphthalide,  which  crystallizes  in 
needles  melting  at  190°.  The  substance  melting  at  171°  proved 
to  be  a comjDound  of  equal  molecules  of  1:4-  and  1 : 2-nitro- 
acetonaphthalide,  which  cannot  be  separated  by  crystallization. 
If,  however,  it  be  dissolved  in  hot  alcohol,  the  calculated  amount 
nf  concentrated  caustic  potash  added  and  the  liquid  heated- 
the  1 : 4-compound  is  decomposed,  whilst  the  1 : 2-com2Dound 
remains  undissolved. 

^l-Nitro-a-naiilithylamine  is  obtained  by  heating  the  nitro- 
acetonaphthalide  to  110°  with  the  necessary  quantity  of  alcoholic 
potash.  It  crystallizes  from  alcohol  in  monosymmetric  25risms 
of  the  colour  of  2^otassium  dichromate,  which  melt  at  144°, 
and  are  converted  into  /3-nitrona23hthalene  by  heating  with 
nitrous  acid  and  alcohol,  and  into  2-nitro-a-naphthol  by  boiling 
with  caustic  soda  solution. 

'2^-Nitro-a-acetona'plithalide  forms  yellow  needles,  melting  at 
199°.  When  equal  parts  of  this  and  of  the  1 : 4-compound  are 
dissolved  in  glacial  acetic  acid,  needles  of  the  double  compound 
already  mentioned  separate  out  after  some  time.^ 

-Nitro-a-na'phthylainine  is  formed  by  the  action  of  ammonium 
i^ulphide  on  1 : 4-dinitronaphthalene,  and  crystallizes  from  hot 
water  in  small  red  lustrous  needles,  which  melt  at  118 — 119°, 
and  are  converted  into  a-nitrona2)hthalene  by  nitrous  acid  in  the 
presence  of  alcohol."^ 

2 -A-Dinitro-a-na'phthylamine,  CiqH5(N02)2NH2,  was  obtained 

’ Annalen,  183,  228  ^ B^r.  6,  342. 

^ Lelhnaii,  Ber.  17,  109  ; Lcllnian  and  Rciiiy,  Bcr.  19,  796. 

Beilstein  and  Kuhlberg,  Annalen,  169,  87. 
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by  Liebermann  and  Hammersclilag  by  heating-  its  acetyl  com- 
pound to  140°  with  alcoholic  ammoniad  Witt  found  that  it 
can  be  pre]3ared  in  the  same  manner  from  dinitro-a-naphthol  if 
the  temperature  be  maintained  for  some  time  at  190-200°.^  It 
is,  however,  best  prepared  from  freshly-precipitated  moist 
dinitro-a-acetonaphthalide  by  adding  sulphuric  acid,  and,  if 
necessary,  aiding  the  reaction  by  heatd  It  is  insoluble  in  cold 
water,  sparingly  soluble  in  boiling  water,  and  crystallizes  from 
alcohol  in  lemon-yellow  needles,  which  melt  at  238-289°.  It 
forms  no  compounds  with  acids ; caustic  j^otash  readily  converts 
it  into  dinitro-a-naphthol,  and  it  yields  7-dinitronaphthalene 
when  the  amido-group  is  replaced  by  hydrogen. 

Dinitro-a-acetonaphthalide,Q^f^^(^ 0.2)2(NH.C0.CH3),  is  formed 
when  a-acetonaphthalide  is  nitrated  in  acetic  acid  solution  with 
the  necessary  amount  of  concentrated  nitric  acid,  and  crystallizes 
in  long,  yellowish  needles,  melting  at  250 '5°. 

Trinitro-a-na'phthylamine,  C;^oH4(N02)3NH2,  was  obtained  by 
Stiidel  by  heating  ethyl  a-trinitronaj)hthate  with  alcoholic 
ammonia.  It  is  scarcely  soluble  in  alcohol,  ether,  benzene,  &c., 
and  slightly  soluble  in  hot  toluene,  from  which  it  crystallizes 
in  small  yellow  plates.  Nitrous  acid  and  alcohol  convert  it 
into  ^-trinitronaphthalene.^ 

Tetranitro-a-naiohihylamine,  CjqH3(N02)4NH2,  is  formed  when 
ammonia  is  passed  into  the  solution  in  benzene  of  the 
bromotetranitronaphthalene  obtained  by  the  action  of  fuming 
nitric  acid  on  a-bromonaphthalene.  It  crystallizes  in  light- 
yellow,  lustrous  needles,  and  melts  at  194°.^ 

4 : 2-Bromonitro-a-na'pJithylaininc,  C4oH5Br(N02)NH2(4  : 2 : 1), 
was  prepared  by  Liebermann  from  the  acetyl-compound  by 
boiling  with  alcoholic  potash  or  heating  with  alcoholic  ammonia 
to  160 — 170°.  It  forms  long,  orange-coloured  crystals,  which 
melt  at  200°.  Dilute  nitric  acid  oxidizes  it  to  i^hthalic  acid  ; 
it  yields  ??i-bromonitronaphthalene  when  acted  upon  by 
nitrous  acid  and  alcohol,  and  is  converted  into  8-tribromo- 
naphthalene  by  heating  with  hydrobromic  acid. 

^'.'^-Bromonitro-a-acetonaplithalide  is  obtained  when  ^-brom- 
acetonaphthalide  is  nitrated  in  hot  acetic  acid  solution,  and  crystal- 
lizes in  long,  light-yellow  needles,  melting  at  232°. 

2 : ^-Bromonitro-a-napUliylamiite  was  prepared  by  Meldola  b}' 

1 Annalcn,  183,  272.  2 2032. 

’ Meldola,  Ber.  19,  2683.  * Annalcn,  217  173. 

Merz  and  Weith,  Ber.  15,  2708. 
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dissolving  the  acetyl  compound  in  sulphuric  acid  and  gradually 
adding  water,  sufficient  heat  for  the  decomposition  of  the  com- 
pound being  thus  generated.  It  crystallizes  from  toluene  in 
long,  orange-red  needles,  melts  at  197°,  is  soluble  in  hot  alcohol, 
and  yields  phthalic  acid  on  oxidation. 

2 : 4t-Bromonitro-a-acetoncqjlit}ialide  is  formed  by  the  bromina- 
tion  of  4-nitro-a-acetonaphthalide,  and  crystallizes  from  alcohol 
in  long,  fibrous,  ochreous  needles,  which  melt  at  225°.^ 


NITRO-SUBSTITUTION-PRODUCTS  OF 
^-NAPHTHYLAMINE. 


2645  l-Nitro-^-naijhtliylamine,  Cj^oHg(N09)NH.,(l  : 2),  is 
formed  when  its  acetyl-compound  is  boiled  with  alcoholic 
potash,  and  crystallizes  from  alcohol  in  long,  lustrous,  orange- 
yellow  needles,  which  melt  at  12G — 127°.  It  is  converted  into 
a-nitronaphthalene  by  the  diazo-reaction.^ 

l-Nitro-IB-acctoncqihthalide,  C|oHq(N02)(NH.CO.CII3),  is  ob- 
tained by  gradually  adding  concentrated  nitric  acid  to  a well- 
cooled  paste  of  yS-acetonaphthalide  and  glacial  acetic  acid.  It 
crystallizes  from  alcohol  in  long,  yellow  needles  or  rhombic 
prisms,  and  melts  at  123‘5°.^  On  heating  with  acid  stannous 
chloride  it  is  converted  into  ethenyl-Z^-diamidonaj^hthalene ; 
X N 


10^^G\ 


C.CH3,  and  is  thus  proved  to  be  an  ortho-com- 


pound.  When  it  is  boiled  with  caustic  soda  solution,  nitro-;8- 
naphthol  is  formed,  whilst  cold  concentrated  caustic  potash 
solution  rapidly  decomposes  it  into  acetic  acid  and  the  fore- 
going substance.^ 

iJinitro-^-ncqMJmjlamine,  CjqH5(N02)2NH2,  is  formed  when 
ethyl  dinitro-/3-naphthate  is  heated  to  140°  with  ammonia. 
It  is  sparingly  soluble  in  water  and  alcohol,  melts  at  238°, 
and  is  converted  into  S-dinitronaphthalene  by  the  diazo-reaction.® 

1'  : 4!'-Dinitro-^-naplitliylamine  is  formed  by  the  action  of 
alcoholic  ammonia  on  the  ethyl  ether  of  dinitro-yS-naphthol  at 


^ Journ.  Chcm.  Soc.  1885,  1,  499. 

- Liebermann  and  Jacobson,  Anaalen,  211,  64. 
^ AnnaUn,  211,  45. 

■*  Kleemann,  Bcr.  19,  334. 

^ Gracbe  and  Dre\v.s,  Bcr.  17,  1170. 
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220 — 225°.  It  is  only  slightly  soluble  in  boiling  toluene,  from 
which  it  separates  in  thin  yellow  needles,  which  blacken  at 
235°  without  melting.  The  crystals  are  insoluble  in  dilute 
acids,  and  gradually  become  darker  coloured  on  exposure  to 
the  air.’- 

Trinitro-l3-naplithylamine,  C\oH^(N02)3NH2,  is  obtained  by 
heating  ethyl  trinitro-/3-naphthate  with  alcoholic  ammonia,  and 
is  scarcely  soluble  in  alcohol,  ether,  glacial  acetic  acid,  or 
benzene,  and  is  very  sparingly  soluble  in  boiling  toluene,  from 
which  it  crystallizes  in  small  lustrous  needles,  which  become 
black  and  detonate  on  heating.  Its  diazo-nitrate  is  converted 
by  alcohol  into  /S-trinitronaphthalene.^ 

2'etranitro-^-nci2:)lit]iylamine,  CjqH3(N02)4NH2,  is  prepared  by 
the  action  of  ammonia  on  yS-bromotetranitronaphthalene  sus- 
pended in  benzene,  and  crystallizes  from  alcohol  in  yellow 
needles,  melting  at  202°.^ 

Dinitro-jS-dinaphthylcimme,,  C9qH44(N02)4N,  is  formed  by  the 
action  of  ordinary  nitric  acid  on  a cooled  solution  of  /3-dinaph- 
thylamine  in  acetic  acid.  It  is  slightly  soluble  in  alcohol,  rather 
more  freely  in  benzene,  and  readily  in  coal-tar  cumene,  from 
which  it  crystallizes  in  yellowish-red  needles  or  slender  jorisms, 
which  melt  at  224 — 225°. 

Tetranitro-jS-diiiaplitliylamine,  C2oH44(N02)4N,  is  the  product 
when  concentrated  nitric'acid  is  employed,  and  separates  from 
boiling  nitrobenzene  in  brownish-red  crystalline  granules,  which 
melt  at  285 — 286°,  and  detonate  when  more  strongly  heated. 

Hexnitro-^-dinaplithylamine,  C2oHg(N02)6N,  is  obtained  when 
a large  excess  of  fuming  nitric  acid  is  employed,  and  is  pre- 
cipitated in  lemon-yellow  flakes  by  water.^ 

Amidochlorotrinitronap>Mhalcne,  CioH3(NH2)Cl(N02)3,  is  ob- 
tained by  the  action  of  alcoholic  ammonia  on  dichlorotrinitro- 
naphthalene  (Cl : Cl : I : 3),  and  forms  citron-yellow,  pliant 
needles,  containing  a molecule  of  alcohol ; it  melts  at  252°.  The 
corresponding  phenyl-substituted  derivative  is  obtained  by  the 
action  of  aniline  on  the  dichloro-compound.  It  forms  red 
scales,  and  melts  at  230°.® 


’ Onufro-\vicz,  Bcr.  23,  3362. 
]\Ierz  and  Weith,  Bcr.  15,  2720. 
Cleve,  Bcr.  23,  957. 


^ Staedel,  Annalen,  217,  173. 
Ris,  Bcr.  20,  2618. 
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THE  MONOSULPHONIC  ACIDS  OF 
a-NAPHTHYLAMINE 

a-NAPHTHYLAMINE-a-SULPHONIC  AciDS,  CioHg(NH2)S03H. 

2646  1 : 4>-Naphthylaminesul2jlionic  acid.  Piria  obtained  the 
ammonium  salt  of  thionaphthamic  acid,  C^gllgNSOg,  by  boiling 
nitronaplithalene  for  a considerable  time  with  a solution  of 
ammonium  sulphite  and  alcohol,  and  keeping  the  liquid  neutral 
by  the  addition  of  ammonium  carbonate.  From  this  he  pre- 
pared other  salts,  all  of  which  crystallize  in  pearly  plates,  and 
have  a reddish  or  amethystine  tinge,  resembling  that  of  the 
internal  coating  of  many  shells.  When  it  is  decomposed  by  an 
acid,  the  free  thionaphthamic  acid  immediately  takes  up  the 
elements  of  water  and  decomposes  into  naphthylamine  and 
sulphuric  acid. 

In  addition  to  this  substance  he  obtained  an  isomeric  stable 
substance,  naphthionic  acid,'^  which  he  considered  to  stand  in  the 
same  relation  to  thionaphthamic  acid  as  isethionic  acid  to 
sulphovinic  acid.^  Kolbe  distinguished  naphth ionic  acid  as 
amidonaphthylsulphuric  acid  and  thionaphthamic  acid  as 
naphthylamidosulpJmric  acid?  Employing  the  modern  symbols 
his  formulae  become  : 

Naphthionic  Acid.  Thionaplitharnic  Acid. 

C,oHg(NH2)S03H  C10H-.NH.SO3H. 

The  latter  formula  explains  in  a simj)le  manner  the  ready 
decomposition  of  thionaphthamic  acid  ; whilst,  according  to  the 
former,  naphthionic”acid  would  be  a sulphonic  acid  of  naphthyl- 
amine,  and  this  constitution  was  also  considered  probable  by 
Butlerow,'*  and  was  proved  by  Schmidt  and  Schaal,  who  obtained 
the  acid  by  the  action  of  sulphuric  acid  on  naphthylamine.® 

Cleve  then  showed  that  it  is  converted  by  the  diazo-reaction  into 
1 ; 4-dichloronaphthalene.®  Witt  afterwards  carefully  compared 
naphthionic  acid  prepared  by  Piria’s  method  with  the  acid  ob- 
tained by  the  action  of  an  excess  of  sulphuric  acid  on  a-naph- 

^ It  is  first  called  naphthionic  acid  in  Gmelin's  Jlandbicch,  and  this  name  has 
hitherto  been  universally  employed.  ^ Annalen,  78,  31. 

3 Lehrhuch  Organ.  Chcm.  2,  806.  ■*  Lehrhueh  Organ.  Chcvi.  p.  693. 

5 Ber.  7,  1367.  “ 10,  1722. 
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thylamme,  and  with  that  prepared  by  Nevile  and  Winther  by 
heating  equal  molecules  of  sulphuric  acid  and  a-naphthylamine 
to  ISO — 200°d  and  found  that  all  three  were  identical.^  He 
proposed  that  the  name  naphthionic  acid  should  be  retained 
for  these  acids,  and  adduced  further  proofs  of  their  constitution.^ 
It  is  manufactured  either  by  heating  a-naphthylamine  with 
3-5  parts  of  sulphuric  acid  until  the  mass  is  completely  soluble 
in  alkalis,  or  by  employing  the  method  of  Nevile  and 
Winther. 

Naphthionic  acid  crystallizes  in  small  silky  needles  con- 
taining half'  a molecule  of  water,  which  is  lost  at  100°.  It  is 
scarcely  soluble  in  alcohol  and  dissolves  in  almost  4,000  parts  of 
cold  water.  Its  solutions  and  those  of  its  salts  show  a deep 
reddish-blue  fluorescence,  and  several  of  its  isomerides  are  em- 
ployed for  the  manufacture  of  colouring  matters.  As  already 
mentioned,  Erdmann  has  determined  the  constitution  of  many 
of  the  disubstitution  products  of  naphthalene,  taking  the  naph- 
thylamine-sulphonic  acids  as  his  starting-point,  and  converting 
them  into  other  derivatives.  The  methods  employed  for  this 
purpose  may  be  here  shortly  described. 

In  order  to  convert  naphthionic  acid  into  a-naphthylamine, 
180  grms.  of  distilled  sulphuric  acid  are  mixed  with  50  grms. 
of  water,  and  20  grms.  of  sodium  naphthionate  added  to  the 
hot  mixture ; strongly  superheated  steam  is  then  passed  in  and 
the  temperature  gi’adually  raised  to  180 — 185°,  at  which  point 
the  amido-acid  suddenly  dissolves.  The  liquid  is  maintained  at 
this  temperature  for  a quarter  of  an  hour,  and  is  then  diluted 
with  water  and  the  naphthylamine  2^recipitated  by  a slight 
excess  of  ammonia.  If  it  be  desired  to  convert  it  into  a-naph- 
thalenesulphonic  acid,  naphthylhydrazinesulphonic  acid  is  first 
prepared  and  is  then  suspended  in  water,  hydrochloric  acid 
added,  and  an  acid  solution  of  cupric  chloride  allowed  to  drop 
slowly  into  the  mixture  : 


^io^c\  + 2CuCI, 

"SOgH 


CjoH^SOgH  q-  CugCb  + 2HC1  -p  Ng. 


The  conversion  of  naphtliionic  acid  into  1 : 4-naphtholsnlphonic 
acid  can  be  readily  effected  by  preparing  diazonaphthalenesul- 
phonic  acid  from  it  and  bringing  this  in  the  moist  state  into  a 

^ Ber.  13,  1948.  2 19,  55. 


® Ber.  19,  1719. 
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boiling  mixture  of  100  parts  of  sulphuric  acid  and  400  parts  of 


water.  Naplithionic  acid  can  also  be  readily  converted  into 
1 : 4-dichloronaphtlialene.  In  order  to  do  this  308  grms.  ofjDhos- 
phorus  pentachloride  are  covered  with  about  an  equal  weight  of 
phosphorus  oxychloride,  and  the  mixture  heated  until  the 
greater  part  of  the  former  has  dissolved ; 114  grms.  of  dry 
diazonaphthalenesulphonic  acid  are  then  gradually  added,  the 
operation  being  occasionally  interrupted  and  the  liquid  vigor- 
ously boiled  for  a short  time  to  prevent  the  accumulation  of  tlie 
diazo-compound.  As  soon  as  all  has  been  added,  the  liquid  is 
heated  to  boiling  for  six  hours  in  a flask  jDrovided  with  an  in- 
verted condenser.  Chloronaphthalenesuljohonic  chloride  is  the 
first  product  of  this  reaction  : 


This  is  then  converted  into  dichloronajDhthalene  according  to 
one  of  the  following  equations  : 


The  phosphorus  and  sulphur  compounds  are  distilled  off,  and 
the  temperature  is  then  raised  until  the  dichloronaphtlialene 
has  come  over.  The  latter  is  purified  by  washing  with  water, 
caustic  soda  solution,  and  acidified  water,  and  is  finally  recrystal- 
lized from  alcohol.^  The  salts  of  naiDhthionic  acid  have  been 
examined  by  Piria  and  by  Witt. 

Sodium  naphthionate,  CioHgNS03Na-t-4H20,  crystallizes  in 
large  transparent  monosymmetric  tablets,  or  when  its  saturated 
solution  is  rapidly  cooled,  in  plates  which  after  a few  moments 
change  into  tablets.  It  is  readily  soluble  in  water  but  only 
sparingly  in  caustic  soda  or  caustic  potash  solution,  the  solu- 
bility decreasing  as  the  concentration  of  the  caustic  solution 
increases ; it  is  therefore  precipitated  from  solution  in  water  by 
alkalis.  Its  taste  is  at  first  scarcely  perceptible,  but  then 
becomes  persistently  sweet.  The  concentrated  solution  shows 
no  fluorescence,  but  dilute  solutions  fluoresce  with  a violet-blue 
colour. 


Cl 

+ POOL  + N„ 

^SO.Cl 


^ Annalcn,  247,  350  ; Ber.  20,  3185. 


1 : 4'-NAPHTIlYLAMINESULPII0NIC  ACID 


191 


Calcium  na^Mhionatc,  (CioHgISIS03).^Ca  + 8H20,  crystallizes 
from  hot  water  in  white,  moiiosymmetric  tablets,  with  a fatty 
lustre,  which  are  readily  soluble  in  water,  but  scarcely  soluble  in 
alcoliol. 

Barium  naphthionate,  (CjoHgNS03)2Ba,  crystallizes  from  a 
hot  concentrated  solution  in  micaceous  plates,  and  from  a dilute 
solution  in  large  transparent  j^lates,  which  are  jDi’obably  iso- 
morphous  with  those  of  the  calcium  salt,  and  effloresce  so 
rapidly  that  Piria  was  unable  to  determine  the  amount  of  water 
of  crystallization  present. 

1 : ^ -Naphtliylcimimsulplionic  acid.  Laurent  by  the  reduction 
of  nitronaphthalenesulphonic  acid  with  ammonium  sulj^hide, 
obtained  sulphonaphtlialidamic  acid  {acicle  sulplionapldalida- 
mique)}  It  remained  uncertain  whetlier  this  substance  was 
identical  or  isomeric  with  naphthionic  acid  - until  Cleve,  who 
prepared  it  by  the  reduction  of  pure  a-nitronaphthalenesuljDhonic 
acid,  examined  it  more  carefully  and  found  it  to  be  different 
from  naphthionic  acid,  giving  it  the  name  of  a-amidonaplithyl- 
sulplionic  acid?  Witt  then  obtained  by  the  action  of  cold 
fuming  sulphuric  acid  on  a-naphthylamine  hydrochloride,  napli- 
thodidinesulplionic  add,  and  although  very  similar  to  Cleve’s 
acid,  it  was  considered  to  be  different,'^  until  Erdmann  ^ and  Mau- 
zelius  ® showed  that  they  are  identical.  The  same  acid  is  also 
formed  when  a-acetonaphthalide  is  treated  with  fuming  suljffluric 
acid,^  and,  together  with  much  naphthionic  acid,  by  heating 
a-naphthylamine  with  the  fuming  acid.<  It  can  be  separated 
from  naphthionic  acid  by  the  solubility  of  its  sodium  salt  in 
alcohol  (Erdmann). 

I : 4'-Naphthylaminesulphonic  acid  crystallizes  in  very  slender 
needles  and  requires  four  times  as  much  cold  water  to  dissolve 
it  as  naphthionic  acid.  Erdmann  has  converted  it  by  the  above- 
mentioned  reactions  into  a-naphthylamine  and  a-naphthalene- 
sulphonic  acid  ; in  the  formation  of  the  latter,  however,  a con- 
siderable proportion  of  1 : d'-naphtholsuljDhonic  acid  is  also 
obtained,  which  can  readily  be  prepared  pure  from  the  diazo- 
compound, and  is  converted  by  phosphorus  pentachloride  into 
I : 4'-dichloronaphthalene.  The  salts  of  I : 4'-naphthylamine- 
’ Compt.  Rend.  31,  537. 

- Cariiis,  GmeUn's  Handh.  Organ.  Chem.  4 10.5. 

® Bull.  Soc.  Chivi.  24,  506.  Bcr.  19, *578. 

” Ber.  20.  3185  ; Annalen,  247,  315. 

® Ber.  20,  3401.  * 

^ Lange,  Ber.  20,  2940  ; Schultz,  Ber.  20,  3158. 
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sulplionic  acid  are  more  readily  soluble  than  the  iiaphthionates, 
and  their  solutions  have  a greenish  fluorescence. 

Sodium  1 : -na^hthylaminesidplionate,  CioHgNSOgNa  + H2O, 

crystallizes  in  flat  needles  or  pearly  scales,  which  lose  their  water 
of  crystallization  at  140°. 

Calcium  1 : -nayhthylamincsulphonate,  (CioH8^^^3)2^^  + 

9H.,0,  forms  large  pearly  tablets,  which  are  readily  soluble 
in  hot  water. 

Barium  1 -A'  - naphtliylamincsulphonatc,  (CioHgNS03)2Ba  + 
6H.,0,  crystallizes  readily  in  soluble  plates  or  small  prisms. 

1 : 4>'-Amidonaplithalenesulpha7nide,  C;^oH(j(NH2)S02.NH2,  is 
formed  by  the  action  of  hydriodic  acid  on  the  corresponding 
nitro-derivative.  It  is  almost  insoluble  in  cold,  more  readily 
in  hot  alcohol,  and  crystallizes  in  lustrous,  colourless  tablets, 
melting  at  259 — 260°.  It  forms  a crystalline  hydrochloride  and 
sulphate,  and  on  treatment  with  acetic  anhydride  yields  the 
mono-  and  di-acctyl  derivatives,  which  melt  at  231-232°  and  200 
respectively.^ 

I ; \' -Naphthylamincsulphonic  acid.  According  to  Schoell- 
kopfs  patent,  two  nitronaphthalenesulphonic  acids  are  formed 
when  a-naphthalenesulphonic  acid  is  first  treated  with  concen- 
trated sulphuric  acid  and  then  with  nitric  acid.  These  are 
converted  by  reduction  into  the  amido-acids,  one  of  which  forms 
a readily  soluble  sodium  salt  and  was  shown  by  Erdmann  to  be 
the  I : 4'-  acid,  whilst  the  other,  the  sodium  salt  of  which  is 
sparingly  soluble,  is  the  1:1'-  acid.^  The  latter  crystallizes  in 
white  needles,  which  dissolve  at  21°  in  4,800  parts  of  water. 
When  a few  cc.  of  this  solution  are  treated  with  a drop  of  ferric 
chloride,  a fine  violet  colouration  is  gradually  produced ; if 
more  of  the  reagent  be  added,  turbidity  is  produced,  accom- 
panied by  an  inky  colouration,  which  disappears  when  the 
solution  is  boiled,  a grey  or  yellowish-brown  precipitate  being 
formed.  The  constitution  of  the  acid  has  been  determined  by 
Erdmann  by  converting  it  into  a-naphthylamine  and  a-naphtha- 
lenesulphonic acid  ; only  three  a-a-naphthylaminesulphonic  acids 
can  exist,  two  of  which  have  already  been  described,  and 
therefore  this  compound  must  be  the  third  possible  isomeride. 
When  the  I-I'-diazonaphthalene  acid  is  decomposed  by  water,  the 
corresponding  naphtholsulphonic  acid  is  not  obtained,  but  naph- 
thosultone  is  formed  (p.  103),  and  similarly  chloronaphthosul- 
tone  is  obtained  by  the  action  of  phosphorus  pentachloride. 

’ Ekboin,  Ber.  23,  H19.  ^ Annalcn,  247,  318. 
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Sodium  1 : V -naphthylaminesulphonate,  CjoIIgNSOgNa,  crys- 
tallizes from  liot  water  in  somewhat  coarse  tablets  or  elegant 
plates,  which  dissolve  at  24°  in  887  and  at  100°  in  374  parts  of 
water. 


a-NAPHTHYLAMINE-/9-SULPHONIC  AciDS. 

2647  1 : o-Naphthylamincsulpho7iic  acid,  termed  by  Cleve 
/S-amidonaphthalenesiilphonic  acid,  is  formed  by  the  reduction  of 
the  corresponding  nitrosulphonic  acid,  and  crystallizes  in  anhy- 
drous rhombic  tablets  or  slender  pliant  needles,  which  contain 
two  molecules  of  water  and  are  very  slightly  soluble  in  hot,  more 
readily  in  boiling  water.  On  heating  with  phosphorus  chloride 
it  is  converted  into  1 : 3'-dichloronaphthalene.  Its  salts  have 
a yellow  colour. 

Sodium  1 :^'-naphthylaminesulphonate,G-^^^S>0^^di,i^  readily 
soluble  in  water,  and  crystallizes  in  thin  rhombic  tablets. 

Calcium  1 : ^'-naphthylaminesulphonate,{C^^^'^O.^c,Q2i  -t-  7H,0, 
forms  lustrous  rhombohedra. 

Barium  1 : -naphthylaminesulphonate,  (CioHgNS03)2Ba-fH20, 
crystallizes  in  flat  needles  and  is  readily  soluble  in  water.^ 

1 : '^'-Amidonaplithalenesulphamide,  CioHg(NH2)S02NH2,  is 
formed  by  the  action  of  hydriodic  acid  on  the  corresponding 
nitro-compound.  It  is  readily  soluble  in  hot  alcohol,  from  which 
it  crystallizes  in  slender  silky  needles  melting  with  decom- 
position at  218 — 219°.  The  monacetyl  derivative  forms  light 

red  needles,  melting  at  238—239°.^ 

1 : "1' -Naphthylamincsulplionic  acid,  which  was  termed  7-amido- 
naphthalenesulphonic  acid  by  Cleve,  was  also  prepared  from  the 
con-esponding  nitrosulphonic  acid,  and  forms  small  yellow, 
sparingly  soluble  needles.^ 

Sodium  1 : ^ -napMliylamincsulphonatc,  Cj^IIgNSOgNa,  forms 
readily  soluble,  anhydrous  scales. 

Barium  1 : 2'-naplitTiylamincsulplionate,  (CioHgNS03).,Ba+H20, 
is  also  readily  soluble  and  crystallizes  in  thin  plates.  The 
calcium  salt  is  very  soluble  and  separates  from  a syrupy  solution 
in  needles.^ 

1 : ^-Naplithylamincsulphonic  acid,  which  Cleve  named  di- 
amidonaphthylaminesulphonic  acid,  forms  crystals,  which  contain 
a molecule  of  water.  The  solutions  of  its  salts  assume  a violet 
colour  in  the  air. 

BxM.  Soc.  Chirn.  26,  444.  - Ekbom,  Ber.  24  329 

^ A.r.  19,  2179.  4 21,  3271  ‘ 

VOL.  III. — PART  VI. 
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Sodium  1 : '‘^-naphthylamincsuliolionate,  2CjoHgNS03Na  + H20 
crystallizes  in  thin,  very  soluble  needles. 

Barium  1 : Z-naphthylaminesulphonate,  (CioHgNS03)2Ba,  is 
sparingly  soluble  and  crystallizes  in  flat  tablets.^ 

1 : 2-Naphthylaminesuljphonic  acid  is  formed  when  a-naphthyl- 
amine  is  heated  with  five  parts  of  concentrated  sulphuric  acid 
to  125 — 130°  for  eight  to  nine  hours,  the  first  formed  1 : 4-  and 
1 : 4'-  acids  being  converted  into  this  compound,  which  is  termed 
a-naphthylamine-3-sulphonic  acid  by  Hirsch.  Its  constitution 
follows  from  the  fact  that  only  seven  a-monosulphonic  acids  of 
naphthalene  can  exist,  and  the  constitution  of  the  other  six  is 
known. 

It  crystallizes  in  rhombic  tablets,  which  dissolve  in  150  parts 
of  boiling  water  and  480  parts  of  cold  water.  Its  sodium  salt  is 
very  readily  soluble  but  is  precipitated  by  common  salt. 

Barium  1 : 2-nap}itliylamincsul]ohonatc,{0^^^'^O^^Vi,ci:ysi2l- 
lizes  in  three-sided  serrate  tablets,  which  are  sparingly  soluble 
in  water.^ 


a-NAPHTHYLAMINEDISULPHONIC  ACIDS. 

2648  Two  compounds  of  this  composition  are  manufactured 
and  employed  for  the  preparation  of  azo-colouring  matters. 

a- Naphthylaminc-^-'^' -disul]jlLonic  acid,  C;^oH5(NIl2) (80311)2 
is  formed  by  the  action  of  fuming  sulphuric  acid  on  naphthionic 
acid  at  a low  temperature,  and  can  be  separated  from  the  iso- 
meric acids  which  are  formed  at  tlie  same  time  by  means  of  its 
calcium  salt,  which  is  insoluble  in  alcohol.  This  is  then  con- 
verted into  the  sodium  salt  and  hydrochloric  acid  added,  which 
precipitates  the  disulphonic  acid  in  the  form  of  a white  powder.^ 
It  is  converted  by  the  diazo-reaction  into  1 : 2 -naphthalenedi- 

sulphonic  acid.^ 

a-Naphtliylaminc-?> : V -disul'phonic  acid  is  formed  when  naph- 
thalene is  heated  to  90 — 110°  with  five  parts  of  ordinary 
sulphuric  acid,  the  product  nitrated,  and  the  nitro-acid  precipi- 
tated from  the  solution  by  common  salt  and  reduced.  The  pure 
acid  is  obtained  from  the  product  by  converting  it  into  the 

^ Ber.  21,  3264.  “ Ber.  21,  2370. 

Dahl  and  Co.,  Ber.  21,  119  c, 

■*  Armstrong  and  Wynne,  Froc.  Chcm.  Soc.  1890,  10. 
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normal  sodium  salt  and  adding  liydrocldoric  acid,  which  pre- 
cipitates the  acid  sodium  salt.  The  free  acid  crystallizes  with 
three  molecules  of  water  in  scales  which  have  a fatty  lustre  and 
are  very  freely  soluble  in  hot  water.  The  normal  sodium  salt 
Gj^oH5(NH2)(S03Na)2-p6H20,  forms  very  readily  soluble  needles, 
or  thin  prisms;  the  acid  salt  CjoHg(NH2)(S03Na)(S03H) -{-2H20 
crystallizes  in  similar  forms,  but  is  only  very  sparingly  soluble 
in  cold  water,  Bernthsen  has  converted  this  acid  into  the 
corresponding  naphtholdisulphonic  acid  (p.  107)  by  means  of 
the  diazo-reaction.^ 

a-Naphthylamine-4> : V -disul^honic  acid,  (S)  is  formed  by  the 
sulphonation  of  a-naphthylamine-o.-sulphonic  acid,^  and  also  by 
the  reduction  of  the  product  of  the  direct  nitration  of  1 : 4'- 
naphthalenedisulj)honic  acid.^ 

The  acid  sodium  salt,  CioH5(NH2)(S03Na)(S03H) H2O, 
crystallizes  in  long  prismatic  needles. 

a-Naplithylaminc-4< : -disulphonic  acid  is  formed,  together 

with  the  1:4:  2'-acid  and  a-naphiliylaminctrisulphonic  acid 
by  the  sulphonation  of  naphthionic  acid.  It  is  converted 
into  1:4:  3'-trichloronaphthalene  by  the  diazo-reaction,  followed 
by  distillation  with  phosphorus  pentachloride.^ 


THE  SULPHONIC  ACIDS  OF /S-NAPHTHYLAMINE. 

2649  ^-Naphthylaminc-a-sulplionic  acid  (2 : 1')  is  obtained, 
together  with  its  isomerides,  when  y5-naphthylamine  is  heated 
to  140°  with  three  to  four  parts  of  sulphuric  acid,®  and  when 
a salt  of  ;S-naphthol-a-sulphonic  acid  is  heated  with  ammonia 
under  pressure.®  Hydrochloric  acid  precipitates  it  from  solutions 
of  its  salts  in  matted  needles,  which  dissolve  in  about  1,700  parts 
of  cold  water.  This  solution  and  those  of  its  salts  show  a blue 
fluorescence.  It  is  converted  by  phosphorus  pentachloride  into 
1 : 2'-dicldoronaphthalene. 

’ Ber.  22,  3327. 

^ Schollkopf  Co.,  German  Patent  40571,  Ber.  20,  667  R. 

3 Bernthsen,  Ber.  22,  3328.  Armstrong  and  Wynne,  Proc.  Chcm.  Soc. 

1890, 126. 

Dahl  and  Co.,  German  Patent  41957,  1886  Armstrong  and  AVynne,  Proc. 
Chein.  Soc.  1890,  125. 

® Forsling,  Ber.  20,  2099  ; 22,  619. 

*'  Bayer  and  Duisberg,  Ber.  20,  1426. 
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Sodium  (3-naphtliyIamine-a-sulphonatc,  C^oHj^NSOgNa,  crystal- 
lizes in  thin,  four-sided  plates,  which  are  insoluble  in  alcohol. 

The  ammonmm  salt  forms  large,  very  soluble  prisms  (Green), 

Calcium  ^-na^litliylaminc-a-sul'pJionatc,  (CioHs^^^3)2^^  + 
GH.,0,  forms  large  thick  tablets,  soluble  in  eleven  parts  of  cold 
water. 

Barium  ^-naflitliylamine-a-sulpliona.te,{C-^^^  SOg)2Ba+ 4H2O, 
is  very  freely  soluble  in  hot  water  and  crystallizes  in  aggregates 
of  splendid  prisms. 

^-Naj)litli.ylciradnc-S-sid'plionic  acid  (2  : 3'),  always  accompanies 
its  isomerides  in  larger  or  smaller  quantity  according  to  the 
temperature  at  which  the  sulphonation  is  carried  out.  It  is 
manufactured  by  heating  ammonium  /8-naphthol-yS-sulphonate 
with  lime  or  caustic  soda  and  water  to  1 80°  in  autoclaves,^  It 
crystallizes  with  one  molecule  of  water  in  silky  scales,  plates,  or 
flat  needles,  wliilst  according  to  Green,  when  perfectly  pure  it 
forms  coarse,  prismatic  needles,  which  are  sparingly  soluble  in 
water,  the  solution  showing  a blue  fluorescence.  It  may 
be  converted  by  the  diazo-reaction  into  2 : S'-dichloronajDli- 
thalene, 

Sodmm  (S-nctphtJiylctminc-^-sitl^dionatc,  C^(jHgNS0gNa-(-2H20, 
forms  silky  needles,  which  are  freely  soluble  in  alcohol,  but  only 
sparingly  in  water. 

Tlie  ammonmm  scdt  crystallizes  in  large,  thin  tablets,  whicli 
have  a blue  fluorescence,  and  is  less  readily  soluble  than  the 
ammonium  salts  of  the  isomeric  acids. 

Calcium  (Brncq^itJiylccminc-^-sid^dionatc,  (CiQHgNS03)2Ca  -f- 
6H2O,  is  only  very  slightly  soluble  in  cold  water  and  crystallizes 
in  splendid  silky  plates. 

Barium  ^-naphthylaminc-^-sulphonatc,  (CiQHgNSOg)2Ba  -f 
GHgO,  forms  long  silky  needles,  sparingly  soluble  in  cold  water.^ 

The  copper  salt  is  very  characteristic,  forming  lustrous  crystals 
resembling  those  of  mosaic  gold,  which  are  scarcely  soluble  in 
cold  and  only  sparingly  in  hot  water.  The  lead  salt  is  im- 
mediately precipitated  when  lead  acetate  is  added  to  a solution 
of  the  sodium  salt.-^ 

On  sulphonation  the  2 : 3'-  acid  is  converted  into  the  2:1  : 3'- 
disulplionic  acid,  accompanied  by  a smaller  quantity  of  2 : 1' : 3'- 
acid.'^ 

’ Farbfiiifahrik,  vormals  Bronner,  Ber.  16,  1517. 

- Forsling,  Ber.  20,  76. 

® Actiengesellsch.  Anilinfal)!’.,  Ber.  21,  816  R. 

* Armstrong  and  Wynne,  Broe.  Chem.  Soc.  1890,  130. 


/3-NAPHTHYLAMINE-S-SULPIIONIC  ACID 


197 


^-NapMhylainiiu-'^-sid2Jhonic  acid  (2  : 4')  is  obtained,  accom- 
panied by  the  a-acid,  when  /S-naphthylamine  is  mixed  with 
fuming  sulphuric  acid,  containing  20  per  cent,  of  trioxide,  and  al- 
lowed to  stand  for  two  or  three  days,  the  mixture  being  occasionally 
stirred,^  or  when  such  a mixture  is  heated  for  a short  time  to 
70 — 80°.“  It  crystallizes  in  small  tablets,  and  may  be  sejDarated 
from  the  a-acid  by  the  insolubility  of  its  sodiurii  scdt  in  alcoliol, 
and  from  the  other  isomerides  by  means  of  its  larium  salt, 
which  is  readily  soluble  in  cold  water,  and  crystallizes  with  some 
difficulty  in  nodular  aggregates  ; the  ammonium  scdt,  which  is  also 
readily  soluble,  forms  tablets.  When  the  amido-group  is  re- 
placed by  bromine,  2 : 4'-bromonaphthalenesulphonic  acid  is 
formed,  and  this  on  heating  with  phosphorus  chloride  is  con- 
verted into  1 : 3-dichloronaphthalene.^  This  acid  is  converted 
by  sulphonation  into  a mixture  of  the  2 : 4'  : 2'  and  2:1:  4'-di- 
sulphonic  acids.^ 

^-Naplithylaminc-h-sididionic  acid  (2  : 2')  is  formed,  together  with 
the  /3-acid,  when  one  part  of  /3-naphthylamine  sulphate  is  brought 
into  three  parts  of  sulphuric  acid  heated  to  150°,  and  the 
mixture  kept  at  this  temperature  for  one  or  two  hours.^  These 
two  acids  can  be  obtained  in  the  same  way  from  the  a-  and  7- 
acids.®  In  order  to  separate  them,  the  mixture  is  repeatedly 
crystallized  from  luke-warm  water,  in  which  the  S-acid  is  much 
more  soluble  than  the  Bronner  acid,  as  the  ^5-compound  is 
usually  called.  The  same  end  may  be  much  more  raj3idly 
attained  by  preparing  a solution  of  the  mixed  sodium  salts,  and 
adding  copper  sulphate  solution  as  long  as  a precij)itate  is 
formed ; the  latter  consists  of  the  insoluble  copper  salt  of  the 
/3-acid,  whilst  the  sodium  salt  of  the  3-acid,  which  is  not 
precipitated  by  copper  sulphate  remains  in  solution.  The  7- 
acid  prepared  from  this  may  be  easily  purified  by  conversion 
into  the  calcium  or  barium  salt,  which  is  repeatedly  re-crystal- 
lized and  then  decomposed  by  acid.  The  3-acid  is  also  formed 
when  a salt  of  /3-naphthol-3-sulphonic  acid  is  heated  under 
pressure  with  ammonia.  It  crystallizes  in  long,  silky  needles, 
containing  one  molecule  of  water,  Avhich  is  lost  on  boiling  with 
water,  tlie  crystals  falling  to  a sandy  powder,  which  under 

Dahl  and  Co.,  German  Patents  29084,  32271,  32276. 

- Green,  Journ.  Chcm.  Soc.  1889,  1,  33  ; Ber.  22  721. 

Sindall,  Froc.  Ghcni.  Soc.  1889,  118. 

■*  Armstrong  and  Wynne,  Proc.  Chcm.  Soc.  1890,  129. 

® Bayer  and  Duisberg,  Bcr.  20,  1426;  AVeinberg,  Ber.  20,  2906;  Schultz, 
20,  3158.  6 AVeinberg,  Ber.  20,  3353. 
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the  microscope  presents  the  aj^pearance  of  fragments  of  prisms, 
and  is  scarcely  soluble  in  cold,  very  sparingly  in  hot  water. 
It  may  be  converted  into  2 : 2'-dichloronaphthalene  by  the  diazo- 
reaction.^ 

Sodmm  ^-naplitliylamme-h-siilphoiiatc,  CioHgNSOgNa-h  IHgO, 
is  sparingly  soluble  in  cold,  readily  in  hot  water,  and  crystallizes 
in  lustrous  plates  which  have  a reddish-blue  fluorescence. 

The  ammonium  salt  is  moderately  soluble  in  water,  and  crys- 
tallizes in  small  tablets. 

Calcmm  jB-naphthylamine-h-sulphonate,  (CioHgNS03)2Ca  -|- 
bH.^O,  forms  blue  fluorescent  plates,  which  dissolve  in  260 — 270 
parts  of  cold  water. 

Barium  ^-naphihylamino-h-sulplionate,  2(C;^QHgNS03)2Ba  -f 
OHgO,  is  readily  soluble  in  hot  water,  and  dissolves  in  400  parts 
of  cold  water  ; it  crystallizes  in  fascicular  groups  of  small  plates. 
When  lead  acetate  is  added  to  the  solution  of  the  sodium  salt,  a 
precipitate  is  formed  after  some  time,  and  this  property  may  be 
made  use  of  in  separating  the  8-acid  from  the  /3-acid. 

^-Naphthylaminedisulphonic  acid  {G),  (2:1':  3'),  is  obtained 
from  the  corresponding  naphthol  derivative,  and  is  also  formed 
when  2 : l'-naphthylaminesulj)honic  acid  is  suljDhonated.  It  can 
be  converted  into  1:3:  2'-trichloronaphthalene.^ 

jS-Naiihthylaminedisidphonic  acid,  (8)  (2  : 3 : 2'),  is  obtained  by 
the  action  of  ammonia  on  the  corresponding  ^-naj^hthol 
derivative.^ 

13-Naplithylctminedisulphonic  acid  (2:4:2'),  is  obtained  by 
the  reduction  of  the  corresponding  nitro-coinpound,  which  is 
formed  in  small  quantities  by  the  nitration  of  1 : 3'-naphtha- 
lenedisulphonic  acid.^ 

a-Chloro-^-nap)1ithylamincsuIphonic  acids.  When  a-chloro- 
/3-naphthylamine  is  treated  witli  four  parts  of  sulphuric  acid 
containing  2 per  cent,  of  anhydride,  three  isomeric  mono- 
sulphonic  acids  are  obtained. 

The  1:2: 4;' -acid,  is  almost  exclusively  formed  when  the 
mixture  is  heated  to  70°  for  six  hours.  It  is  only  slightly 
.soluble  in  water,  from  wliich  it  cry.stallizes  in  glistening,  flat 
elongated  prisms,  and  is  best  purified  by  conversion  into  the 
sodium  .salt  and  precipitation  by  acid.  Its  salts  crystallize  well 

^ Bayer  and  Duisberg,  loe.  cit. ; Erdmann,  Bcr.  21,  637. 

2 Ariri.strong  and  Wynne,  Proc.  Chem.  Soc.  1890,  13,  128. 

* Cas.sella  and  Co.,  German  Patent  44079  ; Armstrong  and  Wynne,  Proc.  Chcm. 
Soc.  1890,  127  * Armstrong  and  Wynne,  Proc.  Chcm.  Soc.  1891,  27. 
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but  are  easily  soluble.  After  the  elimination  of  the  aniido- 
group,  it  yields  1 : 4'-dichloronaplitlialene  on  treatment  with 
phosphorus  pentachloride.^ 

The  1:2:  'i'-acid  is  the  chief  product  when  the  mass  is 
heated  for  twelve  hours  to  100°.  It  is  somewhat  more  soluble 
than  the  preceding’  acid,  and  forms  a characteristic  sodium  salt, 
which  crystallizes  with  four  and  a half  molecules  of  water  in 
lustrous  plates.  It  can  be  converted  after  elimination  of  the 
amido-group  into  1 : 3'-dichloronaphthalene. 

The  1:2;  ^'-acid  is  chiefly  jDroduced  if  the  sulphonation  be 
effected  at  160°.  It  is  more  readily  soluble  than  either  of  the 
others,  crystallizes  in  tufts  of  needles,  and  yields  very  soluble 
salts  which  do  not  crystallize  well.  On  eliminating  the  amido- 
gToup  and  treating  with  phosj^horus  pentachloride,  1 : 2'-dichloro- 
naphthalene  is  obtained.^ 


SULPHIMIDONAPHTHALENES, 


NH 

SO- 


0. 


2650  These  compounds,  which  were  discovered  by  Cleve,  are 
formed  by  the  action  of  hydriodic  acid  on  the  chlorides  of  the 
nitro-sulphonic  acids,  whatever  be  the  relative  positions  of  the 
two  side-chains.  They  cannot  be  volatilized  without  decom- 
position, do  not  combine  with  either  acids  or  bases,  and  are  very 
stable  substances.^ 

1 : -Sul])}iimidona])MlialcnG  is  sparingly  soluble  in  acetic 

acid,  from  which  it  separates  in  crystalline  plates  melting  at 
167°.  These  can  be  boiled  for  hours  with  caustic  soda  solution 
without  undergoing  any  considerable  change,  a small  quantity 
being  dissolved  and  colouring  the  liquid  brown. 

1 ; 2'-Sulphimido7iaphthalcne  crystallizes  in  slender  yellow 
needles,  melting  at  180°. 

1 : 2' -Sulphimidonap>lithalene  forms  slender,  lustrous,  lemon- 
yellow  needles,  and  melts  at  124°. 

1 : ‘^-SulpliimidonapMhalene  also  crystallizes  in  yellow  needles, 
melting  at  178°. 

^ Armstrong  and  Wynne,  Proc.  Ohavi.  Soc.  1889,  34,  48  ; Chem.  Neios,  59 
140,  188. 

^ Armstrong  and  Wynne,  loc.  cit. 


* Bcr.  20,  1534. 


200 


NAPHTHALENE  DERIVATIVES 


DIAMIDONAPHTHALENES,  OR  NAPHTHYLENE. 

DIAMINES,  CioH,(NH2)o. 

a-a-DlAMIDONAPHTHALENES. 

2651  \ :4i-Diamidona]jhthalenc  was  first  prepared  by  Perkin 
by  the  reduction  of  azo-a-naplitliylamined  It  is  also  formed  by  * 
the  action  of  tin  and  hydrocldoric  acid  on  4-nitro-a-naplithyl- 
amine  or  azo-a-naphthylamine  sulphanilic  acid,^  HSOg.CgH^.N^. 

and  is  best  prepared  by  making  up  a solution  of 
diazobenzene  chloride  from  93  grins,  of  aniline,  245  grins,  of 
hydrochloric  acid  of  40  per  cent.,  245  grins,  of  water,  and 
71  grms.  of  sodium  nitrite  dissolved  in  a small  quantity  of  water, 
and  adding  this  gradually  to  a well-stirred  luke-warm  solution 
of  143  grms.  of  a-naphthylamine  in  a litre  of  alcohol  of  90 
per  cent.  Phenylazo-a-naphthylamine,  Cj-H-.No.CiQHg.NH,,  sepa- 
rates out  as  a thick  mass  of  green  needles,  with  a metallic 
lustre ; this  is  brought  in  quantities  of  6 grms.  into  contact  with 
zino  dust  and  boiling  water,  and  the  decolourized  boiling- 
solution  filtered  into  sulphuric  acid.  Tlie  sulphate  separates  out 
in  lustrous  white  needles,  and  is  then  decomposed  with  sodium 
carbonate  solution,  and  the  base,  which  is  deposited  on  cooling, 
is  finally  filtered  off,  washed  with  a little  water,  and  rapidly 
dried  on  a porous  plate.^ 

1 ; 4-Diamidonaphthalene  is  readily  soluble  in  alcohol  and 
ether,  somewhat  sparingly  in  hot  water,  from  which  it  crys- 
tallizes in  white  needles  or  small  prisms,  which  readily  take  a 
greenish  tint,  have  a repulsive,  sharp  burning  taste,  and  when 
brought  on  the  tongue  in  somewhat  larger  quantity  produce 
very  violent  pain,  which  lasts  for  some  days.  It  melts  at  120° 
to  a brown  oil,  which  smells  strongly  of  quinone  on  evaporation, 
and  can  be  distilled  jdmost  without  decomposition  in  a current 
of  hydrogen.  Its  aqueous  solution  soon  decomposes,  a violet 
docculent  precipitate  being  deposited. 

1 ; ^-Biamidonaiihthalmc,  hydrochloride , CjqH(.(NH3C1)2,  crys- 
tallizes from  hot  water  in  lustrous,  four-sided  plates,  which  are 
scarcely  soluble  in  hydrochloric  acid.  When  ferric  chloride  is 
added  to  its  dilute  solution,  the  latter  becomes  green  and 

^ yhinalen,  137,  3.^9.  ^ Griess,  Ber.  15,  2912. 

Bamberger  and  SchiefFelin,  Bcr.  22,  1381. 
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then  yellow,  a brown  precipitate  containing  a-naphthoquinone 
being  formed,  whilst  in  an  acid  solution  the  latter  comjDOLind 
alone  is  produced. 

Fhenyl-1  : ^-diamidoncifldhcdcne,  CjQHg(NH2)NH.CgH5,  is 
formed  when  a-phenylamido-a-nitrosonaphthalene,  CjoHg(NO), 
NHCgHj,  is  reduced  with  stannous  chloride ; it  crystallizes 
from  benzene  in  lustrous  plates  and  from  alcohol  in  well-formed 
lustrous  needles,  melting  at  148°. 

Diplienyl-l  : 4!-diamidonwpM]icdene,  CjgHg(NHCgH5)2,  is  ob- 
tained by  the  action  of  zinc  and  glacial  acetic  acid  on  an 
alcoholic  solution  of  a-naphthoquinonedianil  (p.  224).  It  crys- 
tallizes from  alcohol  in  colourless  prisms,  and  melts  at  144°.^ 
a-Naphtliyl-1  : 4i-diamidona]3htlicdene , CjgHg(NH2)NHCjgH7,  is 
obtained  in  a similar  manner  to  the  phenyl  derivative  from 
a-naphthylamido-a-nitrosonaphthalene,  and  forms  wax-yellow 
microscopic  crystals.'^ 

Acetyl-1  l*-diamido7UipMhalene  C^oHg(NH2)(NH.CO.CH3)  is 
prepared  by  the  reduction  of  4-nitro-a-acetonaphthalide  with 
tin  and  hydrochloric  acid  ; its  hydrochloride  crystallizes  in  long 
needles,^  and  is  converted  into  diacctyldiamidonaphthalenc , 
^ioH6(^H-CO. 0113)2,  by  heating  with  sodium  acetate  and  acetic 
anhydride.'^  This  substance  may  also  be  obtained  by  the  action 
of  the  anhydride  on  the  base  (Bamberger  and  Schieffelin),  and 
crystallizes  in  lustrous  white  needles,  melting  at  305°. 

ar-Teto-ahydro-l  : Miamiidonapldliakric,  CjgHjg(NH9)2,  is  ob- 
tained in  a similar  manner  to  the  hydronaphthylamines ; its 
hydrochloride  forms  a glittering  crystalline  powder.  Alkalis 
set  free  the  base  as  . an  oil,  which  can  be  distilled  under 
diminished  pressure  without  decomposition,  and  solidifies  on 
cooling  to  an  acicular  crystalline  mass,  which  rapidly  becomes 
coloured  reddish-brown,  green,  and  violet  in  the  air,  and  com- 
pletely decomposes  in  a short  time.  It  rapidly  reduces  the 
salts  of  silver  and  |)latinum  with  formation  of  <z-naphthoquinone, 
and  IS  oxidized  by  potassium  permanganate  to  adipic  acid,  its 
constitution  being  thus  shown  (p.  169). 

Diacctyltctomliydro-1  : ^-diamidonapldlialenc,  C^gHig(NH.CO. 
0113)2,  IS  formed  when  the  hydrochloride  is  heated  with  sodium 
acetate  and  acetic  anhydride,  and  crystallizes  from  hot  water 

^ Fisclier  and  Hepp,  Annalen,  256,  255. 

- Wacker,  Annalen,  243,  300. 

^ Liebermann  and  Dittler,  Annalen,  183,  229. 

^ Kleemann,  Ber.  19,  334.  ’ 
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in  long,  white,  silky  needles,  which  melt  at  285°  (Bamberger 
and  Schietfelin). 

1 : ^ -Biamidonaflitlmlmu  was  obtained  by  Zinin  by  reducing 
impure  a-dinitronaidithalene  with  ammonium  sulphide,  and  was 
termed  by  him  semina]jhthalicline}  De  Aguiar  then  prepared 
it  by  the  action  of  phosphorus  iodide  and  a little  water  on 
the  pure  nitro-compound.^  It  is  also  readily  formed  when 
a-dinitronaphthalene  is  heated  with  tin,  hydrochloric  acid  and 
alcohol,^  as  well  as  when  1 part  of  1 : 4'-dihydrox3rna23hthalene 
is  heated  with  10  parts  of  commercial  solution  of  ammonia  or 
5 parts  of  ammonia  solution  saturated  at  — 10°,  the  temperature 
being  first  kept  at  150 — 180°  and  then  raised  to  250 — 300°d 

It  crystallizes  from  hot  water  or  alcohol  in  needles,  and  from 
ether  in  well-developed  prisms,  which  melt  at  189‘5°  and  sub- 
lime in  feather-like  aggregates  of  fine  needles.  Its  dilute 
alcoholic  solution  is  coloured  a fine  but  fugitive  blue  or  violet- 
blue  by  a drojD  of  amyl  nitrite  accompanied  by  one  or  two  drops 
of  hydrochloric  acid.  When  ferric  chloride  is  added  to  the  base 
suspended  in  water  a bluish-violet  colouration,  followed  by  a 
precipitate  of  the  same  colour,  is  produced.  Potassium  hypo- 
chlorite added  to  the  alcoholic  solution  gives  a red  colouration, 
followed  by  a precipitate ; if  a droj3  of  hydrochloric  acid  be 
added  to  the  solution,  the  colour  is  changed  to  violet  and  a 
blue  precipitate,  which  soon  decomposes,  is  formed.  The  base  may 
be  converted  into  1 : 4'-dichloronaphthalene  by  the  diazo-reaction 
(Erdmann). 

1 : -Diamidonaplithcdenc,  hyd^rochloride,  CjQHg(NH3Cl)2,  forms 

small  white  prisms,  which  are  readily  soluble  in  water.  It  does 
not  separate  out  when  its  hot  saturated  solution  is  allowed  to 
cool,  but  is  completely  precijDitated  by  hydrochloric  acid. 

1 : -Diamidonaphtlialcne  sulphaU,  CioH6(NH3)2S04,  is 

cipitated  by  sulphuric  acid  from  a solution  of  the  hydrochloride 
in  lustrous  needles.  When  sodium  nitrite  is  added  to  its 
solution,  a violet  preci2ntate  of  the  composition,  C20HJ5N3O3, 
is  formed. 

TetraJiyd,ro-l  : -ddamidonaphthalenc,  CioHjq(N 112)2,  was  2^re- 

pared  by  Bamberger  and  Abrahall  by  dissolving  14  gi'ms. 
of  1 : 4'-diamidonaphthalene  in  200  grins,  of  boiling  amyl 
alcohol  and  adding  18 — 20  gTins.  of  sodium  cut  up  into  small 

1 Annalcn,  52,  362  ; 85,  329.  ^ 3^  27  ; 7,  306. 

^ Hollemann,  Zeilach.  Chem.  1865,  556  ; Erdmann,  Annalen,  247,  360. 

Ewer  and  Pick,  Annalen,  247,  361. 
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pieces  in  portions  of  4 — 5 grms.  The  base  was  then  extracted 
from  the  amyl  alcohol  solution  by  agitation  with  dilute  hydro- 
chloric acid,  the  solution  concentrated  by  evaporation,  the 
hydrochloride  decomposed,  and  the  base  finally  taken  up  with 
ether.  It  was  then  converted  into  the  pure  carbonate  by  a 
current  of  carbon  dioxide,  again  liberated  by  caustic  soda  and 
distilled  in  'vacuo. 

It  crystallizes  from  ether  in  colourless  transparent  prisms, 
with  a vitreous  lustre,  which  become  coloured  yellow  and 
finally  brown  in  the  air,  melts  at  77°,  and  boils  at  264°  under 
a pressure  of  60  mm.,  whereas  at  a temperature  above  360° 
under  the  atmospheric  pressure  it  boils  and  gives  off  ammonia 
very  vigorously.  It  has  a sharp  smell,  like  that  of  piperidine, 
irritates  the  throat,  is  alkaline  to  litmus,  decomposes  ammonium 
salts,  combines  energetically  with  carbon  dioxide  and  carbon 
disulphide,  and  gives  no  colouration  with  ferric  chloride  in  the 
cold  but  becomes  reddish-brown  on  heating.  It  corresponds 
therefore  with  the  alicyclic  hydrobases  in  all  these  reactions. 

On  the  other  hand,  however,  it  behaves  in  many  respects  as 
an  aromatic  amido-compound,  inasmuch  as  it  forms  diazo- 
compounds, combines  with  diazo-derivatives  to  form  azo- 
colouring matters,  and  gives  a deep  port-wine  red  colouration 
when  it  is  boiled  with  dilute  sulphuric  acid  and  potassium 
dichromate.  Its  double  character  is  also  shown  by  the  fact  that 
when  it  is  dissolved  in  fuming  hydrochloric  acid  and  titrated 
with  a concentrated  solution  of  sodium  nitrite  in  the  presence 
of  starch  paste  and  potassium  iodide,  the  blue  colouration  is 
produced  as  soon  as  exactly  one  molecule  of  nitrous  acid  has 
been  added. 

As  already  mentioned  (p.  169)  tetrahydro-I  : 4'-diamido- 
naphthalene  is  converted  into  ac-tetrahydro-a-naphthylamine 
when  one  of  its  amido-groups  is  replaced  by  hydrogen,  and  it 
has  therefore  the  following  constitution  : 

HC  CH.NHg 

NH2.C.  CH2 

Tetrahydro-1  : ^ -diamidono.'plitlialmc,  hydrochloride, 
(NH3C1)2,  forms  splendid  rhombic  crystals,  and  is  readily  soluble 
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in  water.  Concentrated  liydrochloric  acid  precipitates  it  from 
solution  in  colourless,  strongly  refractive  prisms,  which  have  a 
vitreous  lustre. 

This  salt,  like  the  free  base,  is  ojDtically  inactive,  but  when 
the  latter  is  converted  into  the  acid  tartrate,  this  can  be 
divided  into  two  portions,  one  of  which  is  more  readily  soluble 
than  the  other.  If  the  hydrochloride  be  again  prepared  from 
these  portions,  that  from  the  less  soluble  rotates  the  plane  of 
polarization  to  the  left  and  the  other  to  the  right.^ 

The  platinochloride,  CjQHjo(NH3)2PtCl(j,  separates  out  in 
thick  orange-yellow  prisms,  which  contain  water  and  have  a 
vitreous  lustre,  when  a strongly  acid  solution  of  the  hydro- 
chloride is  treated  with  platinum  chloride  and  evaporated. 
The  compound,  [CjQHjQ(NH2)NH3].2PtCl(5,  is,  however,  formed 
as  an  ochre-yellow,  crystalline  precif)itate,  when  platinum 
chloride  is  added  to  an  aqueous  solution  of  the  base. 

Tetrahydro-1 : -diamidonaphthahne  sulphate,  CjQH^gN2SO^-l- 
^HgO,  crystallizes  in  well  developed  colourless  asymmetric 
prisms  when  alcohol  is  added  to  its  hot  aqueous  solution  and 
the  liquid  allowed  to  cool. 

The  carbonate  is  a white  lustrous  powder,  possessing  the  odour 
of  the  free  base,  and  is  a mixture  of  the  normal  with  the 
acid  salt. 

Diacetyltctrahydro-1 : -diamidonaphthalene,  CiqHjq(NH.CO. 

0113)2,  crystallizes  from  alcohol  in  slender,  silky  prisms,  which 
melt  at  262°. 

Dianiidotetrahydronaphthyl  tliiocarhamide,  C S ( N H.C^qHjqN  H2)  2. 
When  an  ethereal  solution  of  the  base  is  added  drop  by  drop  to 
a well-cooled  mixture  of  carbon  disulj)hide  and  ether,  the 
alicyclic  amido-group  alone  is  attacked,  and  the  thiocarhamate, 
NH2.0ioHjq.NH.CS.SH3N.C^oHjq.NH2,  is  formed  as  a lustrous 
crystalline  powder.  It  is  a weak  base,  can  be  diazotised,  and 
combines  with  diazo-compounds  to  form  azo-colouring  matters. 
By  boiling  with  alcohol  it  is  converted  into  the  crystalline  thio- 
carbarnide,  which  becomes  resinous  on  recrystallization  and  is 
also  an  aromatic  diamido-compound.  When,  however,  the  thio- 
carbamate  is  decomposed  in  presence  of  litharge,  the  urea 
CO(NH.C\oHjq.NH2),  is  formed,  which  is  also  a crystalline 
powder,  readily  decomposes  and  resembles  the  comjDounds  just 
described. 

JJitetrahydronaphthyl  ddthiocarbamide,  CS(NH.CjqHjo.NH)2( JS, 

^ Bamberger,  IJer.  23,  291. 
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is  formed  when  the  base  is  heated  with  alcohol  and  an  excess  of 
carbon  disulphide,  and  is  a white  crystalline  powder  which  is 
insoluble  in  acids,  forms  no  azo-colours,  and  cannot  be 
diazotisedd 

1 : V -Diamidonaphthalenc  was  obtained  by  de  Aguiar  and  by 
Erdmann  from  1 : 1'-dinitronaphthalene,  and  was  also  prepared 
by  the  latter  by  heating  1 : 1'-dihydroxynaphthalene  with 
ammonia  in  the  manner  already  described.  It  crystallizes  from 
dilute  alcohol  in  brittle,  white  needles  melting  at  67°,  which  are 
more  readily  soluble  in  water  and  less  readily  in  chloroform  than 
the  1 : 4'-compound,  When  more  strongly  heated  it  volatilizes, 
forming  a vapour  which  smells  like  a-naphthylamine.  Its 
solutions  give  a chestnut-brown  precipitate  with  ferric  chloride, 
and  a blue  precij^itate,  which  becomes  red  in  the  air,  with  pot- 
assium hypochlorite.  It  may  be  converted  into  1 : 1'-dichloro- 
naphthalene  by  the  diazo-reaction, 

I : V -Diamidonci'phtlialenc  hydrochloride,  CioHg(NH3Cl)2,  is 
readily  soluble  in  water,  and  is  precipitated  by  hydrochloric  acid 
in  crystals, 

I ; V -Diamidonaphthcdcnc  sulphate,  CjgHg(NH3)2S04,  forms 
small  crystals,  which  are  readily  soluble  in  water.  Sodium 
nitrite  added  to  its  solution  produces  a vermilion-coloured  pre- 
cipitate of  C^gHyN^,  which  crystallizes  from  benzene  in  needles 
and  forms  salts  both  with  acids  and  bases ; this  substance  is 
probably  naphthalcnediazimidc  of  the  following  constitution  : 


NH 


N 


When  the  hydrochloride  of  I : I'-diamidonaphthalene  is 
heated  to  100°  with  benzaldehyde,  hydrochloric  acid  is  evolved  ; ^ 
this  base  therefore  behaves  as  an  ortho-compound  (Pt.  III. 
p.  6 2) ,3  the  amido-groups  being  in  the  peri-position  (p.  28). 

^ Bamberger  and  Abrahall,  Ber.  22,  943  ; Bamberger  and  Bammann,  Ber.  22 
951.  ’ 

- Ladenburg,  Ber.  H,  1650.  3 Ekstrand,  Ber.  18,  2883. 
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a-yQ-DlAMIDONAPHTHALENES. 

2652  1 ; ^-Biamiclonaphthalene  was  prepared  by  Griess  by  re- 
ducing azo-;S-naphthylaminesulplianilic  acid,  CQH^(S03)N2.CiQHy 
NH.„  with  tin  and  hydrochloric  acidd  It  may  also  be  obtained 
in  a similar  manner  from  other  azo-/S-naphthylamine  comjDOimds,^ 
and  is  formed  when  2-nitro-a-  and  l-nitro-/S-naphthylamine,^  or 
;S-naphthoquinonedioxime  ^ are  boiled  with  stannous  chloride 
and  hydrochloric  acid.  It  is,  however,  best  j)repared  by  making  up 
a solution  of  diazobenzene  chloride  (p.  200),  and  adding  an 
alcoholic  solution  of  143  grins,  of  /3-naphthylamine,  and  then 
43  grins,  of  crystallized  sodium  acetate.  Benzene-azo-/3-naph- 
thylamine,  C^Hg.N^.CioHg.NHg,  separates  out  in  red  needles,  with 
a green  lustre,  which  are  filtered  off;  10  grms.  of  these  crystals 
are  dissolved  in  300  grms.  of  acetic  acid  of  16  per  cent.,  and 
zinc  dust  added  to  the  solution  until  the  colour  changes  from 
red  to  light-yellow.  The  boiling  solution  is  then  filtered  and 
allowed  to  run  into  dilute  sulphuric  acid,  the  precipitated 
mass  of  sulphate  washed  with  acidulated  water  and  brought 
into  a hot  solution  of  sodium  carbonate,  the  temperature  being 
raised  to  the  boiling-point  and  water  added  if  necessary  until  it 
has  all  dissolved.  The  base  separates  out,  when  the  filtered 
liquid  is  allowed  to  cool,  in  small  silver-white  plates  with  a 
satin  lustre,  which  become  coloured  pink  and  then  brown  when 
exposed  to  the  air  in  the  moist  state.^  It  readily  dissolves  in 
alcohol  and  ether,  from  which  it  crystallizes  in  large  23risms 
resembling  those  of  apophyllite,  melts  at  08-5°,  and  has  a biting 
bitter  taste. 

1 : 2-Diamidonaplitlialene  hydrocliloQ^ide,  C^qH^.(NH3C1)2,  is 
readily  soluble  in  water,  from  which  it  is  jirecipitated  by  hydro- 
chloric acid  in  white  plates,  which  readily  lose  some  of  their 
hydrochloric  acid.  Ferric  chloride  added  to  its  solution  pro- 
duces a green  colouration  which  passes  into  yellow,  an 
amorphous  brown  precipitate  being  finally  formed. 

1 : %Bmmidonaj)}itlmlcnc,  su^duite,  CioH6(^^3)2^^4’  sepa- 
rates in  silvery  plates  when  sulidiuric  acid  is  added  to  an 
alcoholic  solution  of  the  hydrochloride. 

’ Lawson,  Bcr.  15,  2193.  ^ 18,  800  and  2422  ; Sachs,  Ber.  18,  3125. 

3 Lawson,  Lcllinann  and  Reniy,  Ber.  19,  796. 

Korefr,  Ber.  19,  179.  ® Rainherger  and  Schieffelin,  Ber.  22,  1374. 
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1:2:8:  V-Biamidonaphthalenedisiil'j)lioniG  acid  is  obtained  in  the 
form  of  its  acid  sodium  salt,  C;^QH^(NH2)2(S03H)(S03Na)  + 3H20 
which  crystallizes  in  small  needles,  by  the  reduction  of  the  azo- 
colonr  prepared  from  aniline  and  1:3: 1'-naphthylaniinedi- 
sidphonic  acid  (e)d 

An  anhydride  of  this  acid  having  the  formula 


SO,— NH 


+ 2H2O. 


has  also  been  prepared  by  Bernthsen.  When  the  colouring 
matter  obtained  from  najDhtholsulphamidosulphonic  acid  (p.  107), 
and  m-xylidine  is  acted  on  by  caustic  potash,  the  colour  of  the 
solution  changes  to  a light  reddish-yellow,  and  a new  azo-colour 
is  found  to  be  in  solution,  which  on  reduction  yields  the 
anhydride  of  the  above  formula.  This  remarkable  reaction 
proceeds  according  to  the  following  equation  : 


(SO2.NH2)  OH 

N.R 


SO2— NH 


Nz=N.R 


S03Na 


+ H2O. 


The  acid  is  only  slightly  soluble  in  water,  crystallizes  in  long- 
flat  needles,  and  forms  yellow  solutions  in  the  alkalis. 

Ethenyl-1  : ^-diamidonaplithalene,  CjQHgN2(C.,H3)H,  was  first 
obtained  by  the  reduction  of  l-nitro-/g-acetonaphthalide  (p.  186), 
and  is  also  formed  when  ^-naphthylethylnitrosamine,  C^oHyN 
(^•2^5) NO,  is  allowed  to  stand  for  some  time  with  alcoholic 
hydrochloric  acid  ; the  isomeric  yS-ethylamido-a-nitrosonaphtha- 
lene  is  first  formed  in  this  reaction,  and  then,  as  an  ortho - 
compound,  loses  water  and  passes  into  the  anhydro-base  : 


P TT  ^ 


,NO 

-NH.CH2.CH3 


N 


— TT  ^ 


\ 


-NH' 


C.CH3  + H,0. 


The  latter  is  sparingly  soluble  in  hot  water,  from  which  it 
separates  in  nodular  crystals,  whilst  it  crystallizes  from  wood-spirit 

’ Bernthsen,.  5cr.  23,  3094. 
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ill  short,  thick  jDrisms,  with  a diamond  lustre,  which  contain  a 
molecule  of  methyl  alcohol,  melt  at  75°,  and  readily  decom- 
pose with  formation  of  a crystalline  powder,  melting  at  168°. 
The  hydrochloride,  2(Ci.2H^oN2)HCl-f3H.,0,  crystallizes  in  long- 
needles,  and  the  •platinochloridc,  forms 

slender,  yellow  needles,  which  are  sparingly  soluble  in  water, 
more  freely  in  alcohol.’^ 

a-Phenyl-\  : ‘^-diamidonaphtlmlcnc,  C2oHg(NH2)NHC6H5,  is 
formed  when  phenylhydrazine  hydrochloride  is  added  to  a 
boiling  solution  of  /3-amido-a-nitrosonaphthalene  : 

/NO  /NHC.H^ 

+ H,N,.CeH,  = C„H  / + H,0  + N,. 

\nh,  \nh3 

It  crystallizes  from  benzene  in  small  needles,  which  melt  at 
161°,  and  are  moderately  soluble  in  water.^ 

^-Phcnyl-l  : '^-diamidonaiihthalene  is  prepared  by  the  re- 
duction of  /3-phenylnaphthylamine-azobenzenesulphonic  acid, 
C6Hj(S03H)N=z:N.CioHe.NH(C6H5),  with  stannous  chloride, 
sulphanilic  acid  being  also  formed.  It  crystallizes  from  alcohol 
or  benzene  in  clear,  flat  prisms,  which  melt  at  136 — 137°,  and 
become  red  on  exposure  to  air,  especially  when  moist.^ 

Its  hydrochloride  crystallizes  from  acetic  acid  containing 
liydrochioric  acid,  in  long,  lustrous  needles,  which  are  sparingly 
soluble  in  water  and  are  partially  decomposed  by  it."^  The 
isomerism  of  the  two  phenyldiamidonaphthalenes  is  explained 
by  their  methods  of  formation  : 


Diacctyl-1  : ^-ddariidonafhtkalcne,  CioHg(NH.CO.CH3)2,  is 
formed  when  a solution  of  1 : 2-diamidonaphthalene  hydro- 

^ Fischer  and  llepp,  Ber.  20,  1247  and  2471. 

2 Harden,  Aiinalcn,  255,  161. 

3 Witt,  Ber.  20,  H84. 

Lawson  and  Zincke,  Ber.  20,  1167. 
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chloride  in  glacial  acetic  acid  is  boiled  with  sodium  acetate 
and  acetic  anhydride ; it  crystallizes  from  alcohol  in  white 
needles,  melting  at  234°d 

Dihenzoyl-1  : %clia'inidona2j]ithalenc,  CioHg(NH. CO. 0^115)2,  is 
obtained  by  agitating  the  base  with  benzoyl  chloride  and 
caustic  soda  solution.  It  crystallizes  in  faintly-red  plates, 

melts  at  291°,  and  is  sparingly  soluble  in  alcohol  and  glacial 
acetic  acid  and  almost  insoluble  in  water.^ 

riienylamidonaphtliyl  carhamide,  CgHj.NH.CO.NH.CjQHg.NHg, 
is  formed  when  a solution  of  1 ; 2-diamidonaphthalene  in  ben- 
zene is  treated  with  phenyl  carbimide ; it  is  a crystalline  powder 
which  remains  solid  even  at  335°. 

N^aphthylenediphenyl  carhamide,  CjgHg(NH.CO.NH.CgH5)2,  ac- 
companies the  compound  just  described,  and  resembles  it  in 
its  properties,  but  is  almost  completely  insoluble  in  alcohol. 

Naphthyleiiediphenyl  thiocarhamide,  C^gHg(NH.CS.NH.CgH5), 
is  prepared  in  a similar  manner  from  phenyl  thiocarbimide,  and 
forms  yellowish  needles,  which  melt  with  decomj^osition  at 
about  360°.^ 

Naphthylenediallyl  thiocarhamide,  CigHg(NH.CS.NH.C3Hg)2, 
was  obtained  by  Lellmann  from  the  base  and  allyl  mustard  oil ; 
it  crystallizes  in  slender,  silky  needles,  and  decomposes  at  200° 
into  diallyl  thiocarhamide  and  na2ohthylcne  thiocarhamide : 

/NH.CS.NH.C^Hg  /NH.C3H, 

C,oHe/  = CS/ 

\NH.CS.NH.C3Hg  \NH.C3H5 

/NH, 

+ ^CS. 

The  latter  remains  as  a powder,  which  only  melts  at  a very  liio-h 
temperature.^ 

ar-Tetrahydro-\  : %diamidoncip)hthcdene,  CjgHjg(NH2)2,  ciys- 
tallizes  from  hot  water  in  flat  needles  with  a satin  lustre,  melts 
at  84°,  and  boils  under  a pressure  of  81  mm.  at  220°.  It  has 
strong  reducing  properties,  and  is  coloured  a splendid  carmine- 
red  in  hydrochloric  acid  solution  by  ferric  chloride.  Potassium 
permanganate  oxidizes  it  to  adipic  and  oxalic  acids. 

^ Lawson,  Ber.  18,  801. 

2 Hinsberg  and  Udranszky,  Annalen,  254  252. 

3 Schieffelin,  Bcr.  22,  1377.  Ber.  19,  808. 
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The  hydrochloride,  C^oHio(NH3Cl)2,  crystallizes  from  hot 
water  in  lustrous  tablets,  wliilst  the  sparingly  soluble  nitrate, 
CioHjo(^H.5N03)2,  forms  silver-white  plates,  with  a satin 
lustre. 

The  diacetyl-compound , CioH]^o(NH.CO.CH3)2,  crystallizes  in 
matted  silky  needles,  and  melts  at  245°. 

ac-Tetrahydro-1  : 2-diamidona2ohthalene  is  only  produced  in 
very  small  cpiantity,  and  has  the  characteristic  smell,  &c.,  ol  this 
class  of  compounds.  Its  hydrochloride  crystallizes  in  lustrous 
needles,  and  its  platinoehloride  in  golden-yellow  needles  (Bam- 
berger and  Schieffelin). 

1 : '2>-Diamidona.p)hthalene  is  not  known  in  the  free  state, 
but  its  fnjdroehloride  has  been  jirepared  by  the  reduction  of 
1 : 3-dinitronaphthalene  with  tin  and  hydrochloric  acid.  It  is 
readily  soluble  in  water,  less  easily  in  alcohol,  gives  a yellow 
colouration  with  water  containing  nitrous  acid,  and  reacts  with 
a solution  of  diazosulphanilic  acid  to  form  the  corresponding 
chrysoidine.  These  reactions  show  tliat  the  base  is  a meta- 
derivative. Its  acetyl  compound  crystallizes  from  a mixture  of 
benzene  and  light  petroleum  in  transparent  prisms,  melting 

at  154 — 156°.^ 


^-;8-DiAMI1)ONAPHTIIALENES. 


2 : ^-DicmMoncipddhalene  is  obtained  by  heating  2 : 2'-di- 
hydroxynaphthalene  with  ammonia’^  or  zinc  chloride  ammonia-^ 
to  250° ; it  is  moderately  soluble  in  hot  water,  from  which  it 
crystallizes  in  silver-white  plates  with  a satin  lustre,  which 
become  red  on  exposure  to  the  air,  and  melt  at  1GI°.  It  gives 
no  colouration  with  ferric  chloride ; most  of  the  salts  are  readdy 
soluble  and  the  hydrochloride  is  not  precipitated  from  its 
solution  by  concentrated  hydrochloric  acid. 

2 : -Diphenylamidonaphthalcne,  CioH(.(NHC(.H;^)2,  is  obtanmd 

by  heating  the  corresponding  dihydroxynaphthalene  with  aniline 
and  calcium  chloride  to  280— 290°.4  It  crystallizes  from  benzene 
in  colourless,  lustrous  plates,  melting  at  168  . I he  (haeetyl 
derivative  forms  small  yellowish  crystals,  and  melts  at  19?-5°. 

^:?,'-lJiumid/jnaphthaUne  is  similarly  prepared  by  lieatmg 
•1  • ^'-dihydroxynaphthalene  to  250°  with  ammonia;  it  crystallizes 
in'  ])lates,  melting  at  216—218°,  and  its  solution  is  coloured 


1 Urban,  Ber.  20,  973. 

Uanib(T£(f*r  anfl  iScbii'ffclin,  Bgt.  22,  1384. 


2 Lange,  Chem.  Zeitsch.  12,  856. 
* Plansins,  Ber.  23,  il28. 
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green  by  ferric  chloride.  The  sulphate  is  almost  insoluble  in 
cold  water,  and  the  hydrochloride  is  precipitated  by  concentrated 
hydrochloric  acid  (Lange). 

Diamidonaphthalcne.  An  isomeride,  the  constitution  of  which 
is  not  known,  is  formed  on  the  reduction  of  the  dinitro- 
naphthalene  obtained  from  dinitronaphthylamine.  Its  hydro- 
chloride is  very  readily  soluble  in  water  and  forms  yellow 
needles.^ 


Higher  Amido-Derivatives  of  Naphthalene. 

2653  Biaraido-^-najolithylamine,  CjqH5(NH2)3,  is  formed  by 
the  reduction  of  dinitro-/3-naphthylamine  with  tin  and  hydro- 
chloric acid.  The  free  base  has  not  been  obtained,  but  the 
salts  crystallize  well. 

The  normcd  hydrochloride,  CioH5(NH2)3,8HCl,  crystallizes 
from  water  in  faintly-yellow  needles  and  loses  one  molecule  of 
hydrochloric  acid  over  soda  lime  in  a vacuum. 

The  triacetyl  derivative  crystallizes  in  white  needles,  and 
melts  with  decomposition  at  280° ; the  trihenzoyl  compound  is 
slightly  soluble  in  alcohol  and  water,  crystallizes  in  faintly  yellow 
needles,  and  melts  at  277°.^ 

Trianilidonaphthcdene,  C]oH5(NHCgH5)3,  is  formed  together 
with  the  tetranilido-derivative,  as  a by-product  in  the  pre- 
paration of  rosinduline  by  heating  phenylamido-a-nitrosonaph- 
thalene  with  aniline  and  aniline  hydrochloride.  It  is  much 
more  soluble  in  alcohol  than  the  tetranilido-compound  and 
crystallizes  in  fine  needles,  melting  at  148°.  It  has  faintly  basic 
properties,  and  is  readily  oxidized  to  phenylrosinduline.^ 

2'ri-p-tol/mdonaphthcdcne,  CiqH5(NHC7H^)3,  is  prepared  in  a 
similar  manner  to  the  preceding  compound.  It  crystallizes 
from  alcohol  in  white  needles,  which  melt  at  159 — 160°,  and 
gi’adually  become  red  in  the  air. 

Tetranilidonaphthalcne,  C^QH^(NHCgH5)^,  is  a white  crys- 
talline substance,  which  is  very  sparingly  soluble  in  alcohol,  and 
melts  at  191°.“^ 

^ Loewe,  Bcr.  23,  2546  ^ Loewe,  Ber.  23,  2546. 

^ Fischer  and  Hepp,  Annalen,  256,  251. 

Fischer  and  Hepp,  Bcr.  21,  269  ; Annalen,  256,  250. 
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THE  AMIDONAPHTHOLS 


2654  ^-Amido-a-naphthol,  CiqH(5(NH2)OH,  was  obtained  by 
Dittler  and  Liebermann  by  the  reduction  of  2-nitro-a-naphthol 
with  tin  and  hydrochloric  acid ; ^ it  may  also  be  prepared  in 
this  way  from  a-naphtho-/8-quinonoxinie,  and  forms  a hydro- 
chloride, which  crystallizes  in  broad,  white  plates.  The  solution 
of  this  salt  colours  pinewood  orange,  and  on  oxidation  yields 
dinaphthyl-y3-diquinone,  CgoH.^O^.  When  the  alkaline  solu- 
tion of  the  hydrochloride  is  agitated  in  the  air,  imidoxy- 
naphthalene  (p.  221)  separates  out  as  a violet  film  with  a 

metallic  lustre. 

2-ThiocarlKcmido-a-na2')hthol,  C^^^H^NSO,  is  formed,  togethei 
with  the  compound  next  described,  when  /3-naphthoqumone- 
phenylhydrazone  is  heated  with  carbon  disulphide  to  250  . It 
crystallizes  from  alcohol  in  long  needles,  which  melt  with  decom- 
position at  259 — 260°. 

Carhanilido-a-7iaphthol,  separates  from  chlorofonn 

in  small  needles,  which  melt  at  232  233  , and  are  readily 

soluble  in  alcohol. 

These  compounds  have  the  following  constitution  . 


__^)CNH.C„He 


^-Amido-a-nap>hthol  is  obtained  by  the  reduction  of  4-nitro- 
naphthol  (Liebermann  and  Dittler).  It  is,  however,  best 
prepared  by  boiling,  five  parts  of  a-naphthol  orange,  CioHg(ONa) 
N2.C6H^.S03Na,  with  ten  parts  of  strong  hydrochloric  acid,  and 
twelve  parts  of  stannous  cliloride.^  The  hydiwchloridc^  is  thus 
obtained,  which  is  readily  soluble  in  water,  with  difficulty  111 
hydrochloric  acid,  and  crystallizes  in  white  needles  or  elongated 
plates,  which  rapidly  become  coloured  violet  on  exposure  to  the 
air  in  the  moist  state.  It  likewise  colours  pine  wood  yellow,  and 
on  boiling  with  ferric  chloride  is  quantitatively  converted  into 

1 Annalcn,  183,  24.5.  " Jacobson  and  Sclienke,  22,  3241. 

Jacobsen  and  Liebermann,  A^incUcTiy  Sll, 
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a-naplithoqiiinone.  The  free  base,  separated  from  the  hydro- 
chloride by  alkalis,  rapidly  blackens  iii  the  air. 

4*' -Amido-a-naphthol  is  formed  when  three  parts  of  sodium 
1 : 4'-naphthylamiuesulphonate  are  heated  with  three  parts  ot 
caustic  soda,  and  two  parts  of  water  to  240 — 250°  for  eight  to 
ten  hours.  The  hydrochloride  forms  a white  crystalline  mass.^ 

It  differs  from  its  isomerides  in  giving  a blue  colouring 
matter  with  diazonaphthalenesulphonic  acid. 

2A-Dicimiclo-a-ncqMol,  CioH5(NH2)20H,  is  not  known  in 
the  free  state  ; when  dinitro-a-naphthol  is  treated  with  tin  and 
hydrochloric  acid,  the  compound  C^oHgO(NH3Cl)2-'-SnCl2+2H20, 
is  obtained,  crystallizing  in  lustrous,  monosymmetric  prisms.^  If 
this  be  decomposed  by  sulphuretted  hydrogen,  the  solution 
evaporated  in  a vacuum,  and  hydrochloric  acid  added  to  the 
residue,  the  hydrochloride  of  diamidonaphthol  separates  out  in 
microscopic  plates,  which  are  moderately  stable  when  dry,^  but 
rapidly  decompose  when  moist,  the  so-called  di-imidonaphthol 
(p.  222)  being  formed. 

Diacctamido-a-naphthyl  «cc;^«.^c,C.lqH5(NH.C0.CH3)20.C0.CH3, 
was  obtained  by  Meerson  by  the  action  of  acetic  anhydride  and 
sodium  acetate  on  the  hydrochloride.  It  crystallizes  from  acetic 
acid  in  microscopic  needles,  which  melt  at  280°  with  decom- 
position. Ferric  chloride  oxidizes  it  to  acetamido-;5-naphtho- 
quinone  (p.  220). 

Triamidff-a-ncq'ihthol,  CioH4(NH2)30H,  has  been  prepared  by 
the  reduction  of  trinitro-a-naphthol  with  tin  and  hydrochloric 
acid;  the  compound,  CjoH50(NH3Cl)3  + SnCl2  + HgO,  is  thus 
obtained  in  nodular  aggregates  of  prisms.  The  free  base  is  not 
known,  and  its  salts  rapidly  oxidize  in  the  air  to  the  so-called 
amidodi-imidonaphthol.'^ 

ac-Tctrahydro-\  -A' -amidonaphth.ol,  C^^qHjq(NH2)OH,  is  formed 
when  one  molecule  of  «c-tetrahydro-I  : 4'-diamidonaphthalene  is 
suspended  in  fuming  hydrochloric  acid  and  a concentrated 
solution  of  one  molecule  of  sodium  nitrite  added  drop  by  drop, 
an  equal  volume  of  water  being  then  added  and  the  mixture 
heated.  As  soon  as  the  evolution  of  nitrogen  has  ceased,  the 
solution  is  filtered,  and  the  hydrochloride,  which  crystallizes  out 

^ Actiengesellschaft  fiir  Anilinfabr. , German  Patent  49448, 1889,  Bcr.  23,  41  c. 

Griess  and  Martins,  Annalen,  134,  377  ; Grabe  and  Ludwig,  Annalen,  154, 
307. 

* Meerson,  Ber.  21,  1195. 

* Ekstrand,  Bei'.  164  ; Diehl  and  !Merz,  Brr.  1661. 
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on  cooling,  decomposed  with  caustic  soda  solution,  ihe  amido- 
naphtliol  thus  obtained  is  an  oily  liquid,  which  possesses  the 
sharp  smell  and  other  characteristic  jjroperties  of  the  alicyclic 
hydrobases,  and  is  therefore  insoluble  in  alkalis,  in  spite  of  the 
fact  that  it  is  a phenol,  although  sodium  acts  ujion  it  in  ethereal 
solution  with  evolution  of  hydrogen,  and  it  yields  azo-colouis  with 
diazo-compounds  and  a diacetyl  compound  with  acetic  anhydride. 

Its  hydrochloride,  CioHio(NH3Cl)OH,  crystallizes  from  water  in 
long,  vitreous  needles,  and  from  hydrochloric  acid  in  silver-white, 
pearly  plates. 

Dicicetyltetra}iydro-amido7iaphthol,  CioHio(O.CO.CH3)NH.CO 
OH3,  crystallizes  from  dilute  acetic  acid  in  long,  elegant  needles 
resembling  wavellite,  and  melts  at  151 — 151'5°.^ 

\-Amido- (3-nap] ithol,  CioHg(NH2)OH,  is  formed  by  the  action 
of  ammonium  sulphide  on  /S-naphthoquinone-a-oxime,^  as  well 
as  by  the  reduction  of  nitro-/S-naphthol  with  tin  and  hydrochloric 
acid.^  It  is,  however,  best  prepared  by  heating  benzene-azo-/3- 
naphthol,  CgHg.Ng.C^^oHg.OH,  or  the  sodium  salt  of  its  suljDhonic 
acid,  which  occurs  in  commerce  as  /3-naphthol  orange,  with 
hydrochloric  acid  and  stannous  chloride,^  or  reducing  it  in 
alkaline  solution  with  sulphuretted  hydrogen  (Groves). 

It  is  sparingly  soluble  in  boiling  water,  and  by  no  means 
freely  in  ether,  showing  a splendid  blue  fluorescence,  and 
crystallizes  from  the  latter  in  lustrous  plates,  which  rapidly 
become  coloured  dark  when  moist.  Its  ammoniacal  solution 
becomes  dark -brown  when  it  is  shaken  up  with  air,  and  it  is 
oxidized  to  /S-napthoquinone  by  chromic  acid. 

Its  hydi^ochloridc  crystallizes  in  slender  needles,  which  are 
sparingly  soluble  in  water. 

Amido  - (3  - naphtholdAsulplionic  acid,  is  obtained  as  the  acid 
sodium  salt  by  the  reduction  of  the  azo-colours  prepared  from 
the  /3-naphtholdisulphonic  acids  E.  and  G.® 

\-Acetamid,o-j3-nap)hthol,  CjoHy(NH.CO.CH3)OH,  is  formed 
by  a remarkable  reaction  when  nitro-/3-naphthyl  acetate  is 
treated  with  glacial  acetic  acid  and  zinc  dust,  the  acetyl  group 
being  displaced.  It  crystallizes  from  dilute  alcohol  in  jdates 
melting  at  225°,  which  decompose  on  further  heating  into 

^ Bamberger  and  Bammani),  Her.  22,  962. 

2 Stenhou.se  and  (troves,  Annalen,  189,  163 ; Groves,  Journ.  Chem.  Soc. 
1884,  1,  291. 

•*  Liebermann  and  .Taeoljsen,  loc.  cit.  Lieberiuann,  Bct,  16,  2858. 

5 Witt,  German  Patent,  49857,  1889,  Her.  23,  128  c. 
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water  and  ethciiylaniido-13-naphthol,  ; the 

\N 


latter  is  an  oily  liquid,  which  has  a characteristic  odour  re- 
sembling that  of  aniseedd 

l-Thiocarbamido-l3-naphthol,  CiiH^NSO,  is  obtained  when 
/?-naphthol  is  heated  to  130—140°  with  carbon  disulphide  and 
alcohol,  and  crystallizes  from  alcohol  in  long  needles,  which  melt 
at  248 — 249°.  On  boiling  with  aniline,  carhanilido-^-naplitlwl 
is  formed  : 


/N. 

C\oHe<  >CSH  4-  NH,.C,H,  = C,oH  ^ >C.NHCeH,. 

-f  H,S. 

This  substance  is  also  formed,  together  with  thiocarbamido-/3- 
naphthol,  when  benzene-azo-/3-naphthol  is  heated  with  carbon 
disulphide  (p,  210).^  It  crystallizes  from  alcohol  in  small 
needles,  melting  at  167 — 168°. 

^2! -Amido-13-naphtliol  is  prepared  on  the  large  scale  by  gradually 
bringing  1 kilo,  of  well-dried  sodium  /3-naphthylamine-3-sulpho- 
nate  into  a mixture  of  2 kilos,  of  caustic  soda  and  2 litres  of  water 
heated  to  260°,  the  temperature  being  gradually  raised  to  800°  in 
the  course  of  two  or  three  hours.  The  melt  is  dissolved  in  7 litres 
of  water,  partially  neutralized  with  hydrochloric  acid,  and  the 
precipitated  impurities  filtered  off.  The  solution  is  then  con- 
centrated and  the  amidonaphthol  precipitated  by  hydrochloric 
acid.  It  crystallizes  from  alcohol  in  concentrically  arranged 
needles,  and  melts  with  decomposition  at  200°.  It  is  employed 
in  the  preparation  of  azo-colouring  matters.^ 

21 -Fhmylamido-^-naplitliol  is  formed  in  the  preparation  of 
2 : 2'-diphenylamidonaphthalene  (p.  210),  and  crystallizes  from  a 
mixture  of  benzene  and  light  petroleum  in  small  needles,  which 
are  readily  soluble  in  alcohol  and  melt  at  168°d 

Diamido-^-naphthol  is  obtained  in  the  form  of  its  hydrochloride 
by  the  reduction  of  dinitronaphthol  with  tin  and  hydrochloric 
acid.  It  crystallizes  in  almost  colourless  needles,  which  are 
fairly  stable  when  dry.*^ 

Triacctyldiamido-l3-naphthol  crystallizes  in  silvery  needles, 
melting  at  203°. 

^ Bottcher,  Ber.  16,  1933. 

^ Ber.  22,  463  c. 

® Loevve,  Ber.  23,  254,3. 


- Jacobsen,  Ber.  21,  414. 
Clausius,  Ber.  23,  529. 
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Tribenzoyldiamido-^-nai)}itliol  melts  at  265°. 

1 : 4<-Diamidodina]phtliyldis%dp}iide,  ('CioHg(NH.2)S)2,  is  formed 
by  the  reduction  of  nitronaphtlialenesulphamide  and  of  dinitro- 
dinaphthyldisulphide.  It  crystallizes  from  alcohol  in  lustrous 
scales,  melting  at  192°.  The  hydrochloride  forms  microscopic, 
colourless  needles,  and  is  decomposed  by  water.^ 

Diacetodiamidodinaphthyldisuliohidc  forms  colourless  scales, 
melting  at  274°  with  carbonization. 

DipropionyldiamidodinaphtliyhlisulphidG  melts  at  242°. 

1 : Z'-Diamidodincqihthyldisulphide,  [C;^QHg(NH9)S]2,  is  formed 
when  nitronaphthalenesulphamide  is  heated  with  hydriodic  acid 
and  amorphous  j^hosphorus.  It  is  readily  soluble  in  alcohol 
from  which  it  crystallizes  in  long  needles,  melting  at  166°. 
The  diacetyl  derivative  crystallizes  in  colourless,  microscopic 
needles  and  melts  at  276°  with  decomposition.^ 


AMIDODIHYDROXYNAPHTHALENES, 

C,oH,(NH2)(OH)2. 

2655  3 -Amido-^-napMhoquinol  is  obtained  by  the  action  of  tin 
and  hydrochloric  acid  ^ or  stannous  chloride  ^ on  nitro-^- 
naphthoquinone.  Tlie  hydrochloride  is  thus  obtained,  and 
crystallizes  in  yellow  tablets,  which  rapidly  become  brown  in  the 
air.  It  can  be  heated  to  140°  with  hydrochloric  acid  without 
undergoing  any  alteration,  reduces  silver  solution  in  the  cold, 
and  gives  a black-blue  precipitate  with  ferric  chloride.  Ammonia 
produces  a yellow  precipitate,  whicli  becomes  superficially  green 
in  the  air  and  gradually  changes  into  a blue  powder. 

^-Amido-^-naphthoquinol  has  been  prepared  by  the  reduction 
of  oximidonaphthol,  CjoH50(NH)OH  ; its  hydrochloride  crystal- 
lizes in  tablets,  which  become  black  when  exposed  to  air  in  a 
moist  state.  When  it  is  heated  to  120°  with  hydrochloric  acid, 
it  is  converted  into  hydroxy-a-naphthoquinone ; oximido- 
naphthol is  deposited  when  ammonia  is  added  to  its  solution.® 

TrmceiylA-cimiclo-^-nciphthoqidnonc,Q>^^J^)ii.CO.CY{^{OGO. 
0113)2,  is  formed  when  oximidonaphthol  or  amido-^-naphtho- 
quinone  is  heated  with  zinc  dust,  acetic  anhydride  and  sodium 

1 Ekbom,  Ber.  23,  H21.  ^ Ekbom,  Ber.  24,  332. 

3 (iroves,  Journ.  Chem.  Soc.  1884,  1,  300.  * Korn,  Ber.  17,  906. 

■'  Dnibe  and  Ludwig,  Anno.lcn,  154,  303  ; Korn,  loc.  cit. 
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acetate.  It  crystallizes  from  acetic  acid  in  lustrous  white  needles 
and  is  converted  by  cold  sulphuric  acid  into  acetamido-/3- 
naphthoquinone.^ 

Diamidona^phtliorcsorcinol,  CjqH^(OH)2(NH2).2j  is  obtained  by 
adding  amidohydroxynaphthoquinonoxime  (j).  237)  to  a cold, 
dilute  acid  solution  of  stannous  chloride.  On  the  addition  oi 
fuming  hydrochloric  acid,  the  hydrochloride  separates  out  in 
long,  lustrous,  snow-white  needles,  which  change  on  standing 
into  heavy,  granular  crystals.  These  oxidize  in  the  air  and 
become  red  ; the  alkaline  solution  absorbs  oxygen  still  more 
rapidly  and  assumes  a deep  carmine-red  colour,  amidohydroxy- 
a-naphthoquinone  being  slowly  deposited  on  the  subsequent 
addition  of  hydrochloric  acid  ; if,  on  the  other  hand,  the  alkaline 
solution  be  boiled,  ammonia  is  evolved  and  the  liquid  becomes 
blue,  a salt  of  the  amidohydroxyquinone  being  formed.  The 
unstable  red  product  is  most  probably  a salt  of  amidohydroxy- 
naphthoquinonimide,  the  formation  of  the  amidohydroxyquinone 
being  represented  by  the  following  equations  : ^ 


NH. 


/C=C.OH 

^6^4\  I + 0 

\c=-c— NH2 


NH 


C— C.OH 


+ H,0 


OH 


C— C.NH, 

!l 

o 


o 


= 


.G— C.OH 


'C— C.NH, 


-h  NH,. 


0 


2 : 2'-Dihydroxy-a-ncvphfhyJctmmc  is  obtained  by  reducing 
1:2: 2'-liydroxynaphthoquinonoxime  (p.  237)  with  stannous 
chloride.  The  hydrochloride  forms  small  greyish,  lustrous  needles 
or  plates,  and  readily  becomes  coloured  blue  in  the  air.^ 

2656  Amidotrihydroxynaphthcdcnc,  CioH4NH2(OH)3.  When 
sodium  nitronaphthalenate,  CjQH^(N02)(0Na)02,  is  brought  into 
ca  strongly  acid  solution  of  stannous  chloride,  and  the  bluish- 

^ Meerson,  Ber.  21,  2516. 

- Kehrmanii  and  Weichardt,  ,/.  Pr.  Cliem.  IT.  40  179. 

^ Olausins,  Bcr.  23,  •’521.  ’ 
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black  mass  of  crystals  which  is  formed  heated  on  the  water-bath 
with  a little  zinc  until  the  solution  is  almost  colourless,  the 
hydrochloride,  C^qH^(OH)3NH3G1,  is  formed,  which  crystallizes  in 
large,  long  monosymnietric  prisms.  On  the  addition  of  sodium 
carbonate  to  the  concentrated  solution  of  this  salt,  the  base 
separates  out  as  a greyish-white  crystalline  mass,  which  after  a 
short  time  oxidizes  and  becomes  blue,  amidohydroxyquinone 
being  formed ; the  latter  separates  out  in  long,  brownish-violet 
needles,  when  the  solution  of  the  hydrochloride  is  allowed  to 
stand  in  the  air. 

Tdracetylcimidotrihydroxyna.plithalcnc,  C^oH^(NH.CO.CH3)(0. 
00.0113)3,  forms  crystals,  melting  at  145°,  which  dissolve  without 
change  in  fuming  nitric  acid  and  are  not  attacked  by  an  acetic 
acid  solution  of  chromium  trioxide  in  the  cold.^ 


AMIDO-DERIVATIVES  OF  a NAPHTHOQUINONE 

2657  Metliylamido-a-napMlwquinonc,  OH3.NH.Oj^oH502,  is  formed 
when  an  alcoholic  solution  of  the  quinone  is  evaporated  with 
methylamine  acetate.  The  concentrated  solution  is  diluted 
with  water,  and  the  precipitate  dissolved  in  alcohol  and  boiled 
with  animal  charcoal;  it  is  thus  obtained  in  red,  lustrous  needles, 
melting  at  232°.^ 

Plimpton  has  also  prepared  tlie  following  compounds,  which 
likewise  crystallize  in  red  needles  : 

Melting-point. 

Dimethylamido-a-naplithoqui'none,  (OH3)2N.Ojoll502  . 118 

Ethylamido-a-naphthoquinone,  O2H5.NH.O10H5O2  • • 140° 

Phcnylamid.o-a-naphtlwquinonc,  or  A nilido-a-naplithoquinonc, 
0,.H-.NH.0,nH,.O„,  is  formed  when  aniline  is  heated  with  an 

O i>  l\)  O L' 

alcoholic  solution  of  the  quinone  (Plimpton)  ; 

0,H,.NH2  -h  2O10H6O2  = O6H5.NH.O10H5O2  + OioH6(OH)2. 

It  is  precipitated  by  the  addition  of  acetic  acid,  and  the  mother 
liquor  deposits  a further  quantity  on  standing  in  the  air  if  an 

excess  of  aniline  is  present,  the  quinol  being  reoxidized  to  the 

» 

quinone. 

’ Kclirinann  and  Weichardt,  Pr.  Chcm.  II.  40,  179. 

- Plimpton,  Journ.  Chcm.  Soc.  1880,  1,  633. 
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Anilido-a-iiaplithoquiiione  is  also  formed  when  an  acetic  acid 
solution  of  aniline  and  hydroxy-a-naplitlioquinone  is  boiled  : ^ 

+ HO.C10H5O2  = + H,0. 

It  crystallizes  from  dilute  alcohol  in  very  lustrous  red  needles, 
which  melt  at  190 — 191°,  and  sublime  with  decomposition.  It 
forms  a splendid  bright-red  solution  in  concentrated  sulphuric 
acid,  and  dissolves  in  caustic  potash  solution  with  a 23urple 
colour.  Tin  and  hydrochloric  acid  or  ammonium  sulphide 
convert  it  into  a colourless,  very  unstable  reduction  product ; 
on  boiling  with  dilute  caustic  soda  solution  or  alcoholic  sulphuric 
acid,  it  decomposes  into  aniline  and  hydroxy-a-naphthoquinone. 

The  following  compounds  have  been  investigated  by  Plimpton 
and  Elsbach  : 

Melting-point. 

Diphenylamido-a-naphthoquinone,  (CgH5).2N.CjoH502, 


dark  violet  needles 164° 

o-Toluido-o.-naphthoquinone,  CyH^.NH.Cj^oHgOg, 

light  red  needles 141° 

^9-Toluido-a-naphthoquinone,  C^H-.NH.C^oHgOg, 

red  needles  202° 


A number  of  substitution-products  of  these  compounds  are 
known,  some  of  which  are  obtained  directly,  and  others  by 
the  action  of  amido-bases  and  their  substitution-products  on 
a-naphthoquinone  or  its  substitution-products.^ 

or  Amidonaphthalenic  acid, 
CjoH^(NH._,)(OH)02,  was  prepared  by  Diehl  and  Merz^bythe 
reduction  of  nitronaphthalenic  acid,  the  first  product  being 
amidotrihydroxynaphthalene,  which  then  rapidly  becomes  oxi- 
dized to  amidohydroxynaphthoquinone.  The  latter  crystallizes 
from  alcohol  in  long,  dark  brownish-red  needles  with  a strong- 
bronze  lustre,  becomes  black  at  about  100°,  and  melts  at  a higher 
temperature,  a small  portion  subliming  in  slender  needles,  with 
a bright  metallic  lustre,  whilst  the  greater  part  becomes 
carbonized.  It  forms  deep-blue  solutions  in  the  alkalis,  and  is 
converted  into  2 : 3-dihydroxynapthoquinone  by  liydrochloric 
acid  at  180°.® 

^ Liebermann  and  Jacobson,  Annalen,  211,  82.  - Bcr.  15  685. 

® Baltzer,  Bar.  14,  1899  ; Plagemann,  Bcr.  15,  484;  Cleve,  Bcr.  21,  891  ; 
Knapp  and  Schultz,  Annalen,  210,  189.  ■»  Bcr.  H 1341. 

Diehl  and  Merz,  Bcr.  H,  1341. 
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Acetamido-a-liydroxynaphtlioqiiinone,0-^^^Jd.J^^.CO.(J¥i^OYi, 
is  formed  when  tetracetylamidotrihydroxynaplithalene  is  treated 
with  cold  concentrated  caustic  potash  solution  ; the  monacetyl 
compound  is  the  first  product,  but  its  colourless  solution  raj)idly 
absorbs  oxygen  and  becomes  coloured  blood-red.  On  the  addition 
of  hydrochloric  acid,  acetamidohydroxynaphthoquinone  is  pre- 
cipitated as  a golden-yellow  crystalline  powder,  which  crystallizes 
from  acetic  acid  in  yellow,  zig-zag  needles,  and  melts  at  219 — 220°. 
It  may  also  be  obtained  by  boiling  amidonaphthalenic  acid  with 
acetic  anhydride.  Its  salts  with  the  alkalis  are  of  a red  colour 
and  are  crystalline  ; when  it  is  boiled  with  caustic  potash  the 
solution  becomes  blue  and  deposits  amidonaiihthalcnate, 

CioH4(NH.^)(OK)02,  on  cooling  in  black-blue  needles,  with  a 
copper  lustre.^ 


AMIDO-DERIVATIVES  OF  /3-NAPHTHO- 
QUINONE 

2658  ‘^-Amido-^-naflitlioqiiinonc,  CjoH5(NH2)02,  is  obtained 
by  heating  its  acetyl  compound  with  concentrated  sulphuric 
acid,  and  crystallizes  from  alcohol  in  brown  lustrous  plates,  which 
are  soluble  in  ether  and  melt  at  200°.  On  heating  with  zinc  dust, 
acetic  anhydride  and  sodium  acetate,  it  is  converted  into  tri- 
acetylamido-/3-naphthoquinol. 

Acetamid.o-^-7iaphtlioq'iiinone,  C^oH502(NH.CO.CH3),  is  lonned 
by  the  action  of  ferric  chloride  on  an  acid  solution  of  diaceto- 
diamido-a-naphthyl  acetate  (p.  213),  or  when  the  acetyl  com- 
pound of  di-imidonaplithol  is  oxidized  witli  fuming  nitric  acid 
(p.  222).  It  crystallizes  from  alcohol  in  lustrous,  golden-yelloAV 
plates,  which  melt  with  decomposition  at  I0(S°.^ 

Anilido-^-naplithoq'iiinone,  C;^qHj.,0(NC(;H5)0H,  is  obtained 
together  with  /3-naphthoquinol  by  heating  /3-na])hthoquinone 
with  an  alcoholic  solution  of  aniline.  It  crystallizes  in  red 
needles  or  plates,  with  a splendid  golden  or  green  lustre,  and 
melts  and  sublimes,  with  partial  decomposition,  above  240°.  It 
is  insoluble  in  water,  sparingly  soluble  in  hot  alcohol,  and  forms 
a brown  solution  in  sulphuric  acid.  Sulphurous  acid  does  not 
reduce  it  even  on  heating.  It  differs  from  the  a-compound  in 

^ Kelirmami  and  Waiohardt,  J.  Ft.  Chem.  II.  40,  D^- 
Maerson,  Fcr.  21,  find  2516. 
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containing  an  atom  of  hydrogen  whidi  can  be  replaced  by  metals 
and  alcohol  radicals,  but  is  converted  into  hydroxy-a.-naphtho- 
quinone  by  boiling  with  hydrochloric  acid  or  alcoholic  sulphuric 
acid,  in  the  same  way  as  anilido-a-naphthoquinone,  and  is  in 
fact  converted  into  the  latter  by  boiling  with  glacial  acetic  acid,^ 
the  change  being  represented  by  the  following  equations  : 

CO— C.OH  /CO— C.OH 

CeH,,(  II  + H,0  = C„H  / II  + 

\C CH  ^CO— CH 

NQH, 

,CO— C.NH.CeHj 

= C„h/  II  + H^O. 

'CO— CH 

The  alkali  salts  are  resinous,  and  readily  soluble  in  water  and 
alcohol,  but  insoluble  in  alkalis ; the  harmm  salt  crystallizes  in 
small  red  needles,  and  the  silver  salt  is  a brown  precipitate. 

The  ethers  of  this  substance  are  best  obtained  by  heating  an 
alcoholic  solution  of  anilido-/S- naphthoquinone  and  sodium  with 
the  alkyl  bromides.^  Zincke  has  prepared  the  following  : 

Melting-point. 

CigHj^NOg-CHg,  yellow  needles 151° 

CjgHjoN 02.C2Hg,  lustrous  red  monosymmetric  prisms  1 04° 

CigHjoN O2.C3H7,  lustrous  red  monosymmetric  prisms  1 04° 

CjgH^gN02.CH(CH3)2,  large  yellowish  red  prisms  . 100° 

Anilidonitro-^-na.'ph  tlioquinonc,  CgH5.NH.Cj^gH4(N02)  O2,  is 
readily  obtained  by  bringing  together  nitro-y-naphthoquinone 
and  aniline;  it  crystallizes  in  dark-violet  needles,  which  melt 
with  decomposition  at  128°. 


IMIDOKETOHYDRONAPHTHALENES 


2659  Imidoketohydronaqihthalcne,  CigHgO(NH).  This  sub- 
stance, which  is  also  known  as  imido-oxynaphthalene,  separates 
out  in  violet  films,  with  a metallic  lustre,  when  an  alkaline 
solution  of  2-amido-a-naphthol  is  agitated  with  air  : 


.C(OH)=C.NH., 


.CO— C=NH 


I -H  0 = C„H I + H,0 


^CH^tt^-CH 


CH-CH 


^ Zincke,  Bcr.  14,  1493  ; Liebcrniann  and  -Tacob.son,  Annalev,  211  95. 
- Bcr.  15,  279.  ’ 
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It  forms  a tine  violet-coloured  solution  in  alcohol,  from  which 
it  separates  on  evaporation  as  a dark-violet  satin-like  powderd 
Amido-imidohetohydronaphthalene,  CioH5(N H g)  0 (NH) . This 
substance,  which  is  usually  termed  di-wiidonciphthol,  is  formed 
by  the  addition  of  ferric  chloride  to  a solution  of  diamido-a- 
naphthol  hydrochloride.  The  liydfochloTida,  Cj^QHgN20,HCl,  is 
thus  obtained,  and  crystallizes  in  dark-red,  monosymmetric 
prisms  or  tablets  with  a metallic  lustre,  whicli  aie  leadily 
soluble  in  water  but  only  sparingly  in  hydrochloric  acid. 
Ammonia  precipitates  the  base  from  solutions  of  this  salt  in 
yelloAv  microscopic  needles,  which  are  scarcely  soluble  in  cold 
water  but  readily  in  alcohol.  Reducing  agents  convert  it  into 
diamidonaphthol,  whilst  hydroxy- a-naphthotpiinone  is  formed 
when  it  is  treated  with  alkalis  or  acids.  On  heating  with 
sodium  acetate  and  acetic  anhydride  the  acetyl  compound, 
C^oH_^(NH.CO.CH2)0(NCO.CH3),  is  formed;  this  substance 
crystallizes  from  alcohol  in  thick,  dark -yellow  pi  isms  and  is 
oxidized  to  acetamido-/3-naphthoquinone  by  fuming  nitric  acid." 

.DiamidoAwiidoketohydronajdith alcnc,  CjqH_j(NH2)20 (NH) , was 
prepared  by  Diehl  and  Merz,  who  termed  it  amidodi-imido- 
naphthol,  by  adding  ferric  chloride  to  a solution  of  triamido- 
naphthol,  the  hydrochloride,  C\oH,N30,H01,  being  formed  ; this 
crystallizes  in  scales  with  a green  metallic  lustre  and  dissolves 
in  water  or  alcohol  with  a dark-red  colour.  The  base  liberated 
from  this  solution  by  ammonia  sejiarates  from  alcohol  in  daik- 
brown  needles,  and  yields  triamidonaphthol  on  reduction.^ 
OximidolcctohyrlronatM^^^^^  or  Oximidonaphthol, 

(NH)OH,  is  formed  when  di-imidona])hthol  is  boiled  with  water  D 


^(jO C.NH, 


.CO C.OH 

1!  + NH,. 


ri  H / il  ' + H2O  = II 

" "\C(NH)-CH  ^C{NH)-CH 


It  is  .slightly  soluble  in  water,  readily  in  alcohol,  but  insoluble 
in  ether,  and  crystallizes  in  yellowish-red  needles,  which  melt 
at  195°.  On  boiling  with  acids  or  alkalis  it  is  conceited  into 
hydroxy-a-naphthoquinone,  whilst  it  is  reduced  by  tin  and 
hydrochloric  acid  to  amido-/3-naphtho(piinol,  which  readily 
changes  into  amido-/3-naphtho(piinone.  The  latter  is  isomeric 


' Liebennami,  Ber.  14,  1310.  , , . , i i ^ 

Martins  ami  (iricss,  AnMJen,  134,  377  ; Oiabc  and  L.ebeniiaim,  Amudm, 

154  312;  Jjiabcrniaiin,  Bcr.  9,  1779;  Zincke,  Jler.  15,  481. 

3 1661.  fJniD' fiml  Liuhvig,  Annalcn,  154,  303. 
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with  oximidonaphthol,  the  constitution  of  which  has  not  yet 
been  determined  with  certaintyd  The  formula  given  above, 
however,  explains  in  a simple  manner  its  conversion  into  the 
isomeric  amidoquinone  : 


CeH. 


0 OH 

OHOH 

0 0 

II  1 

1 1 

II  II 

■C—C 

s, 

0 

II 

0 

/C—C 

II 

c„h/  I 

CeH,(  1 

C— CH 

II 

\C=CH 

\Cz=CH 

II 

NH 

I 

NH., 

1 

NH, 

Chloo^ohyclroxy-a-naphthoqiLinonimidc,  CjqH.02C1(NH),  is  ob- 
tained by  heating  an  acetic  acid  solution  of  cliloro-/3-naphtho- 
quinonoxime  (p.  234)  with  sulphuric  acid  until  a small  portion 
gives  a deep  brownish-red  precipitate  on  dilution  with  water. 
If  the  heating  be  continued,  chlorohydroxy-a-naphthoquinone 
is  obtained.  It  forms  dirty  brownish-red  needles,  is  only  sparingly 
soluble  in  ether  and  light  petroleum,  more  freely  in  benzene, 
and  melts  with  decomposition  at  179 — 180°.^ 

Naphthoquinonedianilide,  or  Anilidonaqjhtlwquinonanil,  CgH.. 
NH.CjgH5(NCgHg)0,  was  first  obtained  by  Fuchs  by  heating 
;5-naphthoquinone-/S-oxime  with  aniline  acetate,  but  was  not 
distinguished  by  him  by  any  special  name.®  Goes  then  pre- 
pared it  by  heating  di-imidonaj^hthol  hydrochloride  with  aniline, 
and  termed  it  ddphcnyldi-imidonaplitJiol,'^  C)igH5(OH)(NCgH5)<,. 

Its  constitution  was  ascertained  by  Zincke,  who  showed  that  it 
is  formed  when  an  alcoholic  solution  of  /3-naphthoquinone  is 
heated  with  an  excess  of  aniline,  and  when  anilido-/3-naphtho- 
quinone,  hydroxynaphthoquinone  ethyl  ether  or  oxyimido- 
naphthol  is  boiled  with  aniline  in  acetic  acid  solution.  It 
is,  however,  best  obtained  from  the  hydrochloride  of  di-imido- 
naphthol  : ^ 


0«H,< 


.CO.C.NH., 
^C— CH 

II 

NH 


+ 2NH2.CgH,  = CgH,< 


-1-  2NH3. 


CO  — C.NH.GgHg 
CH 

II 

N.C.Hj 


^ Meerson,  Ber.  21,  1195  and  2516. 

- Zincke  and  Sclinmnk,  Annalen,  257  144. 
3 Ber.  8,  1022.  •*  Ber.  13  ’ 123. 
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The  two  other  iiaphthoc^uiuonoxiiiies  (pp.  227,  230)  also  yield 
this  substance,  whereas  the  formation  of  isoinerides  would  be 
expectedd  It  is  also  formed  when  benzene-azo-a-naphthol  is 
heated  to  100°  with  aniline  or  aniline  hydrochloride,  and  has 
also  been  obtained  from  benzene-azo-a-naphthylamine,  phenyl- 
amido-a-nitrosonaphthalene,  &cd 

It  crystallizes  from  hot  alcohol  in  long,  deep-red  needles, 
melting  at  187°,  whilst  the  crystals  deposited  from  benzene  are 
short  and  thick,  and  have  a deeper  colour  and  fine  metallic  lustre. 
When  it  is  heated  with  25  parts  of  a mixture  of  equal  volumes 
of  sulphuric  acid  and  water  for  12  hours,  it  is  decomposed 
into  hydroxynaphthoquinone  and  aniline.  Its  alcoholic  solution 
is  decolourized  by  reducing  agents,  but  becomes  re-oxidized  in 
the  air.  Sulphuric  acid  and  zinc  dust  added  to  its  solution  in 
acetic  acid  reduce  it  to  aniline  and  naphthalene.  It  yields 
deep  violet-coloured  solutions  in  acids,  the  corresponding  salt 
being  formed. 

Naplithoquinonedianilide  hydrochloride , C22IIig^2^’^^^’  forms 
coarse,  lustrous,  yellowish-green  crystals,  and  is  decomposed  by 
water. 

Melting-point. 

Bichloranilidonaplithoquinonaiiil,^ 

C(.H4Cl.NH.CioHf;(NCgH4Cl)0,red  matted  needles  217 — 218° 

Bibromanilidonaphthoquinonanil, 

C6H4BrNH.CioH5(NCQH4Br)0,red  matted  needles  235° 

a-Naphthoquinonedianil,  CioHg(NCgH5)2,  is  formed  as  a bye- 
product  in  the  preparation  of  rosinduline  (p.  211)  when  the 
operation  is  carried  out  at  150°.  It  is  slightly  soluble  in  alcohol, 
more  readily  in  hot  benzene,  crystallizes  in  splendid  yellow 
plates  with  a golden  lustre,  and  melts  at  18/  . On  reduction 
it  yields  diphenyl- 1 : 4-diamidonaphthalene.'‘ 

Toluidonaj)htlioquinoncditoluidc,  C7H7NH.CjqH5(NC7H7)2,  is 
formed  by  the  gentle  oxidation  of  tritoluidonaplitlialene ; it 
crystallizes  in  orange-yellow  plates,  and  melts  at  14/  (hischer 
and  Hepp). 

a-Naphthol  Uuc,  Ci8HigN20,  which  is  generally  known  as  indo- 
qihcnol  comes  into  the  market  as  a paste,  and  is  prepared  by  oxi- 
dizing a mixture  of  a-naphthol  and  dimethyl-^?-diamidobenzene 

^ Bromine,  Bcr.  21,  391. 

2 Fischer  and  Hepp,  Ber.  21,  676. 

3 Fisclier  and  Hepp,  Bcr.  21,  681. 

Fisclier  and  Hepp,  Annalen,  256,  254. 
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with  potassium  dicliromate  in  alkaline  solution.  It  is  also 
formed  when  an  alkaline  solution  of  a-naphthol  is  heated  with 
nitrosodimethylaniline.  It  separates  from  alcohol  in  irregular 
crystals,  with  a bronze  lustre,  and  forms  a yellow  solution 
in  hydrochloric  acid,  which  soon  decomposes  with  foimation 
of  dimethyl-2:)-diamidobenzene  and  a-naphthoquinone.^  Its 
constitution  can  therefore  be  represented  by  one  of  the  follow- 
ing formulae,  according  as  the  diketone  or  peroxide  formula  is 
adopted  for  the  quinones  : 


,CO— CH 

II 

CH 


C,H 


4' 


II 

•N 

N(CH3), 


CeH,N(CH3), 

N< 

1 >CxoHe 


Reducing  agents  convert  it  into  leucoindophenol  or  indophenol 
white,  CjgHj^gNgO,  which  is  also  sold  as  a paste,  and  is  obtained 
by  the  action  of  an  acid  solution  of  stannous  chloride  on  the 
blue.  It  is  not  oxidized  by  the  oxygen  of  the  air  in  the 
presence  of  small  quantities  of  acid,  but  undergoes  this  reaction 
in  the  presence  of  alkalis.  Its  solution  in  very  dilute  acetic  acid 
is  employed  in  dyeing,  and  is  taken  up  directly  by  wool  and  silk, 
whilst  cotton  can  only  be  dyed  with  it  after  mordanting  with 
Turkey-red  oil.  To  develop  the  colour,  the  washed  goods  are 
passed  through  a warm,  dilute  solution  of  potassium  dichromate. 
In  printing,  the  blue  is  usually  taken  and  reduced  by  stannous 
acetate  before  application,  the  colour  being  brought  out  by 
exposure  to  the  air  or  in  the  manner  just  described.  It  is  also 
possible  to  print  on  a mixture  of  sodium- <x-naphthate  and 
dimethyl-^;-diamidobenzene  and  then  pass  the  fabric  through  a 
bath  of  potassium  dicliromate.^ 

The  colour  thus  produced  resembles  indigo-blue,  and  is 
moderately  fast  to  soap  and  light.  It  is  also  employed  in 
conjunction  with  indigo,  the  latter  being  thus  economised  and 
the  fastness  of  the  indophenol  increased. 

^-NaiMhol  violet,  CjoHjgNgO,  was  obtained  by  Meldola  by 
the  action  of  nitrosodimethylaniline  hydrochloride  on  a hot 
acetic  acid  solution  of  /8-naphthol : 

C„H,0  + N0.C„H,.N(CH3),  = C„H3[NC3H,N(CH3)J0  + H3O. 

Mohlau,  Ber.  16,  2843  ; 18,  2931. 

“ Ber.  12,  2066  ; Journ.  Chem.  Soc.  1881,  1,  30. 
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The  hydrochloride  thus  obtained  crystallizes  in  needles,  with 
a bronze  lustre,  resembling  those  of  potassium  permanganate, 
which  are  readily  soluble  in  hot  water  and  alcohol.  Concen- 
trated sulphuric  acid  changes  the  dark-violet  colour  of  the 
solution  to  deep  blue. 

Sodium  carbonate  precipitates  the  base  from  solutions  of  the 
hydrochloride  as  a dark  flocculent  mass,  and  this  yields  on 
reduction  in  acid  solution  the  hydrochloride  of  the  colourless 
leuco-base,  which  rapidly  becomes  re-oxidized  to  naphthol  violet 
in  the  air.^  The  latter  is  known  commercially  by  the  names 
fast  hhic,  new  blue,  and  naphthylene  blue. 

According  to  Nietzki  and  Otto  it  has  the  formula  CigH^^NgO, 
a portion  of  the  nitrosodimethylaniline  being  reduced  in  its 
formation  to  dimethyl-jp-diamidobenzene.  By  the  action  of 
quinonedichlorimide  on  an  alcoholic  solution  ol  /S-naphthol 
these  chemists  obtained  a reddish -violet  colouring  matter  : 


C.-Kf-NCl),  + C10H7OH  = Ci6H,(NH)NO  + 2HC1. 


This  substance  forms  crystalline  salts,  like  Meldola’s  compound,  is 
very  stable  towards  acids,  and  forms  a green  solution  in  sulphuric 
acid,  which  on  the  addition  of  water  becomes  coloured  violet- 
blue  and  finally  red.  Ammonia  precipitates  the  yellow  base 
from  its  salts.  According  to  its  reactions  this  substance 
cannot  be  an  indophenol,  but  probably  has  the  following  consti- 
tution : 


NH 


II 

C 


HC/\CH 


HC 


Meldola’s  compound  appears  to  be  the  dimethyl-derivative,  ^ 
and  the  chloride  would  then  be  : 


^ Ber.  12,  2066  ; Journ.  Chem.  Soc.  1881,  1,  30. 


2 Ber.  21,  1744. 
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It  is  employed  to  produce  indigo-blue  shades  on  cotton 
mordanted  with  antimony  and  tannic  acid,  and  in  conjunction 
with  other  colours  for  compound  shades. 

Cyanamine,  C2(jH2gN402,  When  freshly  prepared  /9-naphthol 
violet  is  heated  with  alcoholic  caustic  potash  solution  a base  is 
formed  which  is  almost  insoluble  in  alcohol,  ether  and  benzene, 
but  moderately  soluble  in  chloroform,  from  which  it  crystallizes 
in  very  slender,  black -brown  plates.  It  readily  forms  blue 
solutions  in  dilute  acids,  salts  being  formed  which  can  be 
crystallized  from  alcohol.  The  sulflicdc,  forms  green  scales, 
with  a metallic  lustre,  the  hychochloridc  tablets  and  prisms  of 
the  same  colour.  Solutions  of  the  salts  cut  off  the  whole  of 
the  spectrum  as  far  as  the  green,  and  leave  the  remaining 
portion  quite  unaltered.^ 

A series  of  greenish-blue  colouring  matters,  which  are 
probably  closely  related  to  the  above,  has  also  been  obtained  by 
the  action  of  aniline,  y>-toluidine  and  a-naphthylamine  on 
/5-naphthol  violet.^ 

Muscarine,  CjqH5(OH)(^  ^CgHgN (CH3)2C1,  is  formed  by  the 

\N^ 

action  of  nitrosodimethylaniline  on  2 : 2'-dihydroxynaphthalene 
and  is  a brownish-violet  powder,  which  forms  a bluish-violet 
coloured  solution  in  hot  water.  It  is  employed  in  the  same  way  as 
Meldola’s  blue.^ 

Nile  hhte,  (CjgHjgN30)2S04,  is  formed  by  the  action  of  nitroso- 
dimethyl-m-amidophenol  hydrochloride  on  a-naphthylamine. 
The  hydrochloride  is  thus  obtained  as  a green  crystalline  powder, 
with  a strong  bronze  lustre,  which  is  only  slightly  soluble  in 
water,  and  is  therefore  converted  into  the  more  soluble  sulphate, 
which  is  also  a crystalline  powder  and  dyes  wool,  silk,  and 
mordanted  cotton  a bright  blue.^ 


THE  NAPHTHOQUINONOXIMES,  C\oHgO(NOH). 

2660  a-Naphthoquinonc-a- oxime  or  a-Nitroso-a-naphtliol  is 
formed  together  with  the  a-/3-compound  by  the  addition  of 
dilute  sulphuric  acid  to  an  alkaline  solution  of  a-naphthol  and 

0.  Witt,  Ber.  23,  2247.  2 Hirscli  and  Kalckhoft’,  Ber.  23,  2992. 

• Schultz,  StemkoMenthcer,  2,  721.  Schultz,  SteinkoMenthecr,  2,  722. 
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potassium  nitrite/  and  may  also  be  obtained  in  a similar  manner 
by  means  of  a solution  of  nitrosyl  sulphate  (Pt.  III.  p.  171).^ 

It  is  also  formed  when  an  alcoholic  solution  of  a-naphthoquinone 
is  boiled  with  hydroxylamine  and  a little  hydrochloric  acid.^ 
It  is  best  prepared  by  heating  a solution  of  2 parts  a-naphthol 
and  two  parts  zinc  chloride  in  12  parts  alcohol  to  the  boiling 
point,  adding  a solution  of  I part  sodium  nitrite,  boiling  the 
solution  for  two  or  three  hours,  and  allowing  the  liquid  to  cool 
and  stand  for  several  hours.  A mixture  of  the  free  a-naphtho- 
quinone-a-oxime  and  the  zinc  salt  of  the  isomeric  compound 
separates  out  and  is  filtered  off  and  washed  with  alcohol.  The 
residue  is  treated  with  hot  alcoholic  potash  and  allowed  to  stand 
for  some  time,  the  potassium  salt  of  the  /3-compound,  which 
separates  out  completely,  being  then  filtered  off  and  washed 
with  a little  alcohol.  The  filtrate  is  diluted  with  water  and 
precipitated  with  hydrochloric  acid,  the  filtrate  fiom  the  zinc 
salt  being  also  diluted  with  water.  One  hundred  parts  of 
naphthol  gave  40  parts  of  the  a-  and  50  parts  of  the  ^-corn- 
pound.^ 

a-Naphthoquinone-a-oxime  is  readily  soluble  in  alcohol  and 
ether,  less  freely  in  benzene,  and  crystallizes,  if  pure,  in  colour- 
less needles,  which  decompose  at  about  190  . It  volatilizes  very 
slowly  with  steam.  It  dissolves  in  the  alkaline  carbonates,  but  is 
precipitated  again  by  carbon  dioxide.  Concentrated  nitric  acid 
converts  it  into  naphthol  yellow,  whilst  it  is  gradually  oxidized 
to  4-nitro-a-naphthol  by  an  alkaline  solution  of  potassium 

ferricyanide. 

Its  salts  are  unstable  ; those  of  the  alkalis  and  alkaline  earths 
are  soluble  in  water. 

Mdlnfl  is  obtained 

by  the  action  of  methyl  iodide  on  the  brown  insoluble  silver 
salt  and  crystallizes  from  ether  in  needles,  which  melt  at 
93 100^  and  form  a yellow  solution  in  sulphuric  acid. 

Carhanilido-a-na'plithoquinone-a-oxwie,  C^qHj.O(NO.CO.NH. 
C .H  ) is  formed  when  a solution  of  a-naphthoquinone-<x-oxime 
and  phenyl  carbimide  in  benzene  is  heated.  It  crystallizes  in 
yellow  prisms,  which  become  dark-coloured  at  about  160  , and 

* Fuchs,  Bcr.  8,  62.5. 

2 Ilinski,  Ber.  17,  2589. 

3 Goldschmidt  and  Schmid,  Ber.  17,  2064. 

^ Heiiri([ucs  and  Ilinski,  Ber.  18,  706. 

5 Ilimski,  loc.  cit.  ; Goldschmidt  and  Schmid,  Bor.  18,  2224. 
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melt  at  170°.  It  is  decomposed  by  alkalis  into  carbon  dioxide, 
aniline  and  the  qiiinonoxime.^ 

‘•2  ■.^-Dihrom-a-na'phthoquinone-a-oxime,  CjoHgBrgNOg,  is  ob- 
tained by  the  addition  of  bromine  to  a solution  of  the 
quinonoxime  in  glacial  acetic  acid,  crystallizes  from  alcohol  in 
white  needles,  melts  at  174 — 175°,  and  on  heating  with  alkalis 
is  converted  into  bromohydroxynaphthoquinone.^ 

a-Na’phthoqiiinonechlorimidc,  C;^oH60(NCl),  is  formed  when 
1 ; 4-amidonaphthol  is  treated  with  bleaching  powder  solution. 
a-Naphthoquinone  is  simultaneously  formed,  and  combines  with 
the  chlorimide  to  form  the  compound  CjQHgO(NCl)  -f  C^oIIgOg, 
which  crystallizes  from  dilute  acetic  acid  in  brown  needles, 
melting  at  85°  and  exploding  at  130°,  with  separation  of  carbon 
and  formation  of  a sharp  smelling  vapour.^ 

^-Naphthoquinone- jB-oxime  or  ^-Nitroso-a-naphthol,  is  also 
formed  when  an  alcoholic  solution  of  /S-naphthoquinone  is 
boiled  with  hydroxylamine  hydrochloride.^  It  crystallizes  from 
hot  water  in  yellow  needles,  and  from  benzene  in  yellowish- 
green  needles,  which  melt  at  152°,  and  form  a dark-yellow  solution 
in  alkalis  and  a deep  red  solution  in  sulphuric  acid.  It  is  not 
decomposed  by  boiling  alcoholic  potash,  and  is  readily  oxidized 
to  2-nitro-a-naphthol  by  alkaline  potassium  ferricyanide,  whereas 
nitric  acid  converts  it  into  naphthol  yellow.  Its  salts  have 
been  examined  by  Fuchs. 

Potassium  ^-naphthoquinone- ^-oximate,  CigHgNOgK,  separates 
out  from  a mixture  of  alcoholic  solutions  of  potash  and  the 
quinonoxime  in  green  plates  with  a metallic  lustre,  which  after 
drying  transmit  yellow  light,  but  appear  to  have  a colour 
between  that  of  copper  and  of  brass  by  reflected  light ; the  salt 
is  readily  soluble  in  water. 

hiodium  naphthoquinonoximate,  CjoIIgNOgNa,  crystallizes  from 
water  in  yellowish  red  prisms,  with  a strong  reddish-brown 
lustre,  and  is  insoluble  in  concentrated  caustic  soda  solution. 
The  ammonium  salt,  CioHgN02(NH4),  forms  slender,  green 
needles,  with  a metallic  lustre,  which  readily  lose  ammonia ; the 
barium  salt  (CjoHgN02)2  Ba-|-2H20,  crystallizes  from  hot  water 
m small,  dirty  yellowish-red  plates  which  have  a bronze  lustre, 
and  show  a strong  green  and  purple-red  dichroism. 

Methyl  ^-naqjhthoquinone-jS-oximate,  C^gllgN 02(0113),  is  pre- 
pared from  the  silver  salt  and  methyl  iodide,  and  is  also  formed 

^ Goldschmidt  and  Strauss,  Ber.  22,  3105.  2 Bromine,  Ber.  21,  386. 

Hirscli,  Ber.  13,  1910.  4 Ooldschmidt,  Ber.  17,  215. 
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when  an  alcoholic  solution  of  ^-naphthoquinone  is  heated  with 
inethylhydroxylamine  hydrochlorided  It  crystallizes  in  yellowish- 
gi'een  needles,  melting  at  95°,  which  form  a deep  red-coloured 
solution  in  sulphuric  acid,  and  are  reduced  to  2-amido-a-naphthol 
by  acid  stannous  chloride. 

Ethyl  (3-naphthoqu,ino7ic-^-oocimate,  CjoHgN02(C2^5)  forms 
flat,  greenish-yellow  needles,  and  melts  at  101°. 

^-Naphthoqumone-^-oxime  is  formed 

by  the  action  of  benzoyl  chloride  on  the  sodium  salt,  and  separates 
from  glacial  acetic  acid  in  small  yellow  crystals,  melting  at  162°.^ 

Carhanilido- ^-naphthoquinone- ^-oxime,  Cj^oH(.0(NO.CO.  NH. 
CgH-)  crystallizes  in  greenish-yellow,  microscopic  prisms,  which 
decompose  at  119 — 120°,  and  behaves  towards  alkalis  like  the 
a-a-compound  (Goldschmidt  and  Strauss). 

^-Bromo- ^-naphthoquinone- ^-oxime,  CjQHgBrNO.2.  When  bro- 
mine is  added  to  a solution  of  the  quinonoxime  in  chloroform,  the 
dibromide,  C^gH-N02Br2,  separates  out  after  some  time  in  small 
plates,  melting  at  154 — 155°.  When  this  substance  is  heated 
with  alcohol  it  is  converted  into  bromonaphthoquinone,  which 
separates  from  alcohol  in  yellow,  and  from  glacial  acetic  acid  in 
dark  brown  crystals,  melting  at  175°.  On  heating  with  hydro- 
chloric acid  it  yields  brom-a-naphthoquinone.^ 

^-Naphthoquinone-a-oxime  or  a-Nitro&o-^-naphthol  is  formed 
by  the  action  of  nitrous  acid  on  ^-naphthol.^  In  order  to 
prepare  it,  4 parts  of  the  latter  and  3 parts  of  zinc  chloride 
are  dissolved  in  24  parts  of  alcohol  and  a concentrated  solution 
of  2 parts  of  sodium  nitrite  added  to  the  boiling  liquid.  The 
zinc  salt  soon  separates  from  the  red-coloured  boiling  solution, 
and  is  converted  by  heating  with  caustic  soda  solution  into  the 
sodium  salt,  which  is  then  decomposed  by  hydrochloric  acid. 
One  hundred  parts  of  naphthol  yield  110 — 115  parts  of  the 
quinonoxime,® 

It  is  thus  obtained  in  yellow  needles,  and  it  also  separates  in 
this  form  from  liot  water,  in  which  it  is  only  slightly  soluble. 
These  contain  water  which  they  readily  lose,  simultaneously 
taking  a brown  colour.  It  crystallizes  from  alcohol,  ether,  or 
benzene  in  orange-brown  plates  or  short  prisms,  whilst  it 

1 Goldschmidt  and  Sclimid,  loc.  cit.  Worms,  Bcr.  15,  1816. 

® Bromine,  Ber.  21,  386. 

•*  Fuchs,  Ber.  8,  1026  ; Stenliouse  and  Groves,  Annalen,  189,  145  ; Ilinski, 
Ber.  17,  2581  ; Groves,  Journ.  Chcm.  Soc.  1884,  L 295. 

5 Henri([ues  and  Ilinski,  Ber.  18,  704. 
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separates  from  a boiling  mixture  of  light  petroleum  and 
benzene  in  large,  lustrous,  blackish-brown  pointed  prisms, 
melting  at  110°.  It  is  readily  volatile  with  steam,  and  forms 
a bright  red  solution  in  sulphuric  acid,  from  which  it  is 
precipitated  by  water.  Dilute  nitric  acid  converts  it  into  1-nitro- 
/S-naphthol. 

This  substance  and  the  isomeric  y5-nitroso-<z-naphthol  are 
employed  in  dyeing  under  the  names  of  Crambine  Y.  and 
Gam  hine  E} 

Potassium  ^-naphthoquinone-a-oximate,Q^^^  crystallizes 
in  splendid  green  plates  with  a metallic  lustre,  forms  a green 
solution  in  water  and  detonates  on  heating. 

Sodium  naphthoquinonoximatc,  Cj^oHgNOgNa,  is  a green  crys- 
talline powder,  which  is  somewhat  sparingly  soluble  in  water 
and  insoluble  in  dilute  caustic  soda. 

The  ammonium  salt  separates  out  when  hot  alcoholic  solutions 
of  naphthoquinonoxime  and  ammonia  are  mixed ; it  forms  green 
plates,  with  a metallic  lustre,  which  lose  ammonia  in  the  air. 
The  barium  salt  is  a green  precipitate  whilst  the  silver  salt  is 
reddish-brown.  When  an  alcoholic  solution  of  silver  nitrate  is 
added  to  a hot  solution  of  the  quinonoxime,  a precipitate  con- 
sisting of  microscopic  crystals  of  the  composition,  CigHgNOgAg 
-fCigH7N02,  is  formed. 

A solution  of  a neutral  copper  salt  is  comj)letely  precipitated 
by  a solution  of  the  quinonoxime  in  acetic  acid  of  50  per  cent. ; 
the  coffee-brown  precipitate  has  a metallic  lustre,  dissolves 
in  hot  glacial  acetic  acid  and  in  aniline,  and  is  decomposed 
by  continued  heating  with  caustic  potash,  cupric  oxide  being 
precipitated.  Copper  can  be  separated  from  most  of  the  other 
metals  and  determined  by  this  method.^ 

Ferric  salts  give  a black  precipitate  with  the  acetic  acid 
solution  of  the  quinonoxime,  which  is  difficultly  soluble  in 
hydrochloric  acid,  but  readily  in  aniline.  The  salts  of  aluminium 
and  manganese  are  not  precij)itated  in  this  way,  and  can 
therefore  be  readily  separated  from  iron.^ 

When  the  solution  of  a cobalt  salt  is  added  to  that  of  the 
sodium  salt,  a brownish-red  precipitate  of  the  composition 
(CigHgN02).2Co  is  formed,  whereas  if  a solution  of  the 
quinonoxime  in  dilute  alcohol  or  acetic  acid  is  employed,  a 

^ Journ.  Soc,  Ghem.  Ind.  1890,  1126. 

- V.  Knorre,  Bcr.  20,  283. 

^ Ilinski  and  v.  Knorre,  Ber.  18,  2728  ; V.  Knorre,  loc.  cit. 
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purple-red  precipitate  of  (CioHgN02)3Co  is  obtained,  which 
dissolves  in  concentrated  nitric  or  sulphuric  acid  and  is  re- 
precipitated by  water.  Boiling  caustic  potash  solution  also 
only  attacks  it  slowly,  whilst  ammonium  sulphide  decom- 
poses it.  This  reaction  can  be  employed  for  the  separation 
of  cobalt  from  nickel,  since  the  latter  gives  a brownish-yellow 
precipitate,  (CjQHgN02)2Ni,  which  is  readily  decomposed  by 
acids.^ 

Methyl  ^-naphthoquinone- a-oximate,  CioHgN02(CH3),  is  ob- 
tained by  heating  the  silver  salt  with  an  ethereal  solution  of 
methyl  iodide.  It  is  readily  soluble  in  alcohol,  moderately  in 
hot  water,  and  crystallizes  from  hot  light  petroleum  in  yellow, 
prismatic  needles,  which  melt  at  75°,  aiid  form  a deep  red 
coloured  solution  in  sulphuric  acid. 

Ethyl  naphthoquinonoximate,  C^QHgN02(C2Hg),  forms  yellow, 
silky  needles.^ 

Carbanilido- ^-naphthoquinone- a-oxime,  C;^gHgO  ( N 0 .C  0 . N H . 
CgHg)  crystallizes  in  slender,  matted  needles,  melting  at  126 — 
128°,  and  is  decomposed  by  alkalis  in  a similar  manner  to  its 
isomerides  (Goldschmidt  and  Strauss). 

^-Bromo-^-naphthoquinone-a-oxime,  C;^gHgBrN02.  The  ^-a- 
compound,  like  the  /3-/S-isomeride,  forms  a dihromide,  which 
crystallizes  in  needles,  melting  at  180 — 131°,  and  is  converted 
by  heating  with  alcohol  into  the  monobromo-compound.  The 
latter  crystallizes  in  long  yellow  needles,  and  melts  at  1 / 2 . 
(Bromme). 

^-Naqihthoqumone-a-oximesulqdionic  acid,  C;^QHgN02(S03H),  is 
obtained  by  covering  ammonium  yS-naphthol-/3-sulphonate  with 
IQ — 18  parts  of  water,  adding  tlie  calculated  quantity  of 
sodium  nitrite  solution,  cooling  well  and  adding  hydrochloric 
acid  until  the  salt  has  dissolved  and  the  liquid  has  a strongly 
acid  reaction.  The  deep  orange-coloured  solution  is  neutralized 
with  ammonia,  and  barium  chloride  added  until  no  further 
green  precipitate  is  produced.  The  latter  is  washed  first  with 
cold  and  afterwards  with  hot  water,  and  is  then  treated  with 
hydrochloric  acid,  which  converts  it  into  a heavy  orange- 
coloured  crystalline  powder  consisting  of  the  normal  harium  salt, 
(CigHgN02.S03)2Ba-}-H20.  This  substance  crystallizes  from 
boiling  water  in  fascicular  groups  of  long,  flat,  golden  lustrous 
needles.  When  ammonia  is  added  to  its  hot  aqueous  solution 

’ Ilinski  and  v.  Knorre,  Bcr.  18,  699  ; Ilintz,  Fresenms’  Zeitsch.  28,  234. 

- Ilinski,  Ber.  19,  340. 
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the  lasic  salt,  CioHgO.NOBaSOg  + 2H2O,  separates  out  in 
microscopic  needles. 

The  free  acid  is  very  readily  soluble  and  remains  in  nodular 
crystals  when  its  solution  is  evaporated.  If  the  finely  powdered 
barium  salt  is  added  to  an  acetic  acid  solution  of  phenol  or 
resorcinol,  and  the  mixture  treated  with  a little  sulphuric  acid, 
the  liquid  becomes  coloured  a deep  blue,  which  changes  to  red 
on  the  addition  of  water ; diphenylamine  also  produces  a blue 
colouration  which  is  not  altered  by  water  but  is  changed  to 
red  by  alkalis.^ 

O.  Hoffmann  found  that  naphthoquinonoximesulphonic  acid 
forms  a green  colouring  matter  with  iron,^  which  is  manufactured 
on  the  large  scale  and  known  as  Naphthol  green.  In  order  to 
prepare  it,  5 '5  parts  of  sodium  naphthoquinonoximesulphonate 
are  dissolved  in  20  parts  of  water  and  a solution  of  I part  of 
ferric  chloride  in  4 parts  of  water  added.  The  liquid  becomes 
coloured  brownish -black  on  standing,  and  is  then  freed  from 
excess  of  iron  by  caustic  soda  and  filtered.  The  colouring 
matter  can  be  separated  from  the  pure  green  solution  by 
common  salt  or  by  evaporation,  and  is  then  recrystallized  from 
alcohol.  It  occurs  in  commerce  as  a dark-green  powder,  which 
dissolves  in  water.  When  caustic  soda  is  added  to  the  solution, 
the  latter  takes  a more  bluish  tinge  but  no  iron  is  precipitated. 
It  is  employed  for  dyeing  wool  and  silk  ; its  constitution  is 
unknown.^ 

The  constitution  of  the  naphthoquinonoximes  can  be  repre- 
sented by  the  following  formulae  (c/.,  Pt.  III.,  p.  170)  : 


a — a 


^ — a 


HC  C=N.OH 


HC 

C 

CH 

II 

II 

HC 

c 

CH 

HC  CO 


HC  C C=N.OH 


HC  C CH 


HC  C=N.OH 


HC  C CO 


HC  C CH 


HC  CO  HC  CH  HC  CH 

If  on  the  other  hand  the  quinones  be  looked  upon  as  peroxides, 
the  following  alternative  formulae  may  be  employed  : 


’ Meldola,  Journ.  Chem.  Soc.  1881,  1 40 
" £er.  18,  46.  ’ 

3 Ber.  17,  393  ; Schultz,  Steinkohlcnthccr,  2,  39. 
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Monochloro-^-napMJwquinone-a-oximc,  C]^oH5C10(NOH)  is 
formed  when  the  calculated  weight  of  chlorine  is  passed  into  a 
solution  of  /S-naphthoquinone-a-oxime  in  8 parts  of  chloroform.^ 

It  crystallizes  from  alcohol  in  well- formed  yellowish -red 
needles,  is  readily  soluble  in  hot  alcohol,  acetic  acid  and 
benzene,  and  melts  and  froths  up  at  167 — 168°.  It  forms  a 
red  solution  in  cold  concentrated  sulphuric  acid  from  which  it 
is  precipitated  unaltered  by  water. 

The  sodium  salt,  CioH5C10(NONa),  crystallizes  in  lustrous 
green  plates,  and  is  moderately  soluble  in  water  and  dilute 
alcohol. 

The  oxime  is  converted  by  the  action  of  concentrated  hydro- 
chloric acid  on  its  acetic  acid  solution  into  chlorhydroxy-a- 
naphthoquinone  and  by  oxidation  with  nitric  acid  of  sp.  gr.  1 4 
into  chloro-/8-naphthoquinone. 

Dicliloro-(3-naphthoquinono-a-oo:ime, 
tained  by  the  action  of  cold  caustic  potash  on  a solution  of  the 

trichloroxime  in  methyl  alcohol. 

It  crystallizes  in  well-formed,  lustrous  golden-yellow  needles, 
is  moderately  soluble  in  hot  acetic  acid,  hot  alcohol,  benzene 
and  chloroform,  and  melts  with  decomposition  at  165  166  . 

It  forms  green  solutions  in  the  alkali  carbonates.  Nitric 
acid  converts  it  into  dichloro-/3-naphthoquinone  (p.  128),  whilst 
on  heating  witli  sulphuric  acid  /S-chlorohydroxynaphthoquinone- 
a-oxime  is  formed. 

^ Zincke  and  Scliniunk,  AnnaJcv,  257,  141. 


n-NAPHTHOQUINONEDICHLORIMIDE 


235 


TricMoro-^-h’tohydyiwia-phthcdene-a-oxime,  C^oH5Cl30(NOH), 

is  obtained  by  the  action  of  an  excess  of  chlorine  on 
/9-naphthoquinonoxime.  It  crystallizes  from  a mixture  of 
benzene  and  light  petroleum  in  white  needles,  which  become 
red  in  the  air,  and  melt  at  185 — 186°,  with  evolution  of  gas. 
It  is  moderately  soluble  in  alcohol,  chloroform,  and  acetic  acid. 

This  substance  readily  loses  hydrochloric  acid  on  treatment 
with  alkalis,  but  is  stable  towards  acids. 

The  relations  of  these  three  compounds  to  one  another  are 
shown  by  the  following  formulae  : 


C(NOH)— CO 
CH  CCl 


Chloronaplithoquinon- 

oxime. 


CeH, 


C(NOH)— CO 
CHCl CCI2 


Trichloi’oketohydroiiaphthalene- 
a- oxime. 


C,H 


4 


C(NOH)— CO 

I 

CCl - CCl 


Dichloronaphthoquinonoxime. 


Chloronay)hthoqiLinonoxime,  C^QHgCl.O.NOH,  is  obtained  by 
heating  the  corresponding  chloroquinone  (p.  121)  with  alcohol  and 
hydroxylamine  hydrochloride.  It  is  readily  soluble  in  alcohol 
and  glacial  acetic  acid,  and  melts  at  200°  with  decomposition.^ 
2661  a-a-NaphtJioquinonedioxime,  C^(,Hg(NOH).2,  is  formed 
when  a-naphthoquinone-o.- oxime  is  boiled  with  hydroxylamine 
hydrochloride  and  dilute  alcohol.  It  crystallizes  in  slender, 
colourless  needles,  which  melt  at  207°  with  decomposition.  Tin 
and  hydrochloric  acid  reduce  it  to  1 : 4-diamidonaphthalene,  and 
alkaline  potassium  ferricyanide  oxidizes  it  to  a-a-dinitroso- 
naphthalene  (p.  55).^ 

a-a-Naphthoquinonedioxime  acetate,  CjQHg(NO.CO.CH3).2,  is 
obtained  by  the  action  of  acetic  anhydride  on  the  dioxime,  and 
crystallizes  in  matted  needles,  melting  at  160°. 

a-a-Naplitlioquinonediehlorimide,  CjoHg(NCl)2,  is  formed  when 
a solution  of  1 : 4-diamidonaphthalene  is  treated  with  bleaching 
powder  solution  as  long  as  a precipitate  is  formed.  It  crys- 
tallizes from  alcohol  in  yellowish  needles,  which  have  a strong 
smell  of  quinone,  and  melt  at  136 — 187°;  hydrochloric  acid 
converts  it  into  dichloro-a-naphthoquinone,^  and  it  is  reconverted 
into  diamidonaphthalene  by  reduction. 

Cleve,  Ber.  23,  955.  ^ Nietzki  and  Guitermann,  Bcr.  21,  428. 

^ Friedliinder  and  Bdckmann,  Ber.  22,  590. 
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^-Naphthoquinonedioxime  is  formed  when  or  ^-a-naph- 

thoquinonoxime  is  heated  for  some  days  with  hydroxylamine 
hydrochloride  and  a little  methyl  alcohol.  It  crystallizes  from 
hot  water  in  yellow  needles,  which  melt  with  decomposition  at 
149°;  it  forms  a dark  red-coloured  solution  in  sulphuric  acid, 
from  which  it  is  precipitated  by  water.  It  dyes  brown  on  an 
iron  mordant,  since  it  is  an  ortho-compound,  whereas  a-a-naph- 
thoquinonedioxime  is  not  a colouring  matter  (Kostanecki) . 

When  sodium  ethylate  is  added  to  an  ethereal  solution  of  the 
a-/3-dioxime,  the  sodium  salt  of  the  latter  separates  out  as  a 
red  precipitate,  which  forms  a yellowish  red-coloured  solution  in 
water.i  The  silver  salt,  CioH6(NOAg)NOH,  is  a dark  red 
precipitate,  and  must  contain  the  oximido-group  in  the  a-position, 
since  on  treatment  with  methyl  iodide  it  yields  the  same  methyl 
ether,  CioH(.(NOCH3)NOH,  as  is  formed  by  heating  methyl 
yS-naphthoquinone-yS-oximate  with  alcohol  and  hydroxylamine 
hydrochloride.  It  is  a light  yellow  oil,  which  is  soluble  in 
alcohol  and  takes  a brown  colour  in  the  air. 

The  isomeric  ether  is  obtained  from  methyl  ^-naphthoquinone- 
a-oximate  ; it  crystallizes  in  yellow  needles,  melting  at  158  159  , 

and  forms  yellow  solutions  in  the  alkalis.^ 

When  the  dioxime  is  heated  with  acetic  anhydride,  the 
following  substance  is  obtained,  no  acetyl  derivative  being  formed. 

^-Naphthoquinonedioxime  anhydride,  C^QlIgN^O,  is  also  formed 
by  heating  an  alkaline  solution  of  the  dioxime : 


N.OH 


— C H ^ 


Ns 


N.OH 


>0  -H  H„0. 


N^ 


It  may  be  further  obtained,  together  with  diphenyl  uiea,  by 
heating  a solution  of  the  dioxime  in  benzene  with  phenyl 

o 

carbimide  (Goldschmidt  and  Strauss). 

It  crystallizes  from  hot  water  in  colourless,  monosymmetric 
needles,  which  melt  at  78°,  and  are  insoluble  in  alkalis. 

On  oxidation  with  alkaline  potassium  ferricyanide,  the  dioxime 
is  converted  into  a-/3-dinitrosonaphthalene,  and  on  reduction 
into  the  corresponding  diamine. 

^-Hydroxy-a-naphthoquinonoximc  or  Nitrosonaphthoresorcinol, 
CioH6(OH)6(NOH),  is  formed  when  one  molecule  of  hydroxy- 
a-naphthoquinone  is  dissolved  in  two  molecules  of  dilute  caustic 

’ Goldschmidt  and  Schmitt,  Ber.  17,  2066.  ^ Korcff,  Ber.  19,  176. 
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soda  solution  and  a molecule  of  hydroxylamine  liydrochloride 
added,  and  is  precipitated  by  the  addition  of  an  acid.  After 
washing  and  drying  it  is  dissolved  in  boiling  glacial  acetic  acid, 
from  which  it  crystallizes  on  cooling  in  masses  of  yellow  needles, 
which  melt  at  180°  with  evolution  of  gas. 

It  dissolves  readily  in  alkalis  and  in  hot  alcohol ; the  latter 
solution  gives  with  ferrous  salts  a green  and  with  ferric  salts  a 
dark -brown  lake,  whilst  cobalt  salts  produce  a dark  yellow,  and 
nickel  salts  a scarlet-red  precipitate.  It  dyes  fabrics  mordanted 
with  iron  a fine  olive-green,  and  is  therefore  employed  in  dyeing 
and  calico  printing.  On  a nickel  mordant  it  produces  red 
shades  which  are,  however,  destroyed  by  a boiling  soap  solution. 

In  order  to  prepare  it  on  the  large  scale,  potassium  hydroxy- 
laminesulphonate  from  which  hydroxylamine  is  liberated  by 
alkalis,  and  which  is  known  as  reduction  salt,  is  employed 
instead  of  hydrojcylamine  hydrochloride. 

Nitrosochloronaphthoresorcinol  or  /?- Chlorolvydroxy-a-na'phtlio- 
quinonoxime,  CiqH^C1(0H)0(N0H),  is  obtained  in  a similar 
manner  from  chloronaphthalenic  acid,  and  by  the  action  of 
hydrochloric  acid  on  dichloro-/3-naphthoq'uinonoxime.^  It  crys- 
tallizes from  acetic  acid  in  yellow  needles,  which  melt  at 
187 — 188°  with  evolution  of  gas.  It  also  forms  metallic  lakes 
and  dyes  mordanted  fabrics.^ 

^ -Hydroxy-^-naflithoquinone-a-oximc,  CjqH5(0H)0(N0H),  is 
formed  by  the  action  of  sodium  nitrite  on  2 ; 2'-dihydroxy- 
naphthalene  suspended  in  hydrochloric  acid.  It  crystallizes 
from  alcohol  in  small,  lustrous,  brownish-yellow  needles,  melting 
at  about  235°.^ 

Mononitroso-^-a-dihydroxyna'plithalenc  is  obtained  as  a reddish 
mass  by  the  action  of  sodium  nitrite  on  /S-a-dihydroxy- 
naphthalene  dissolved  in  caustic  soda.  It  is  used  for  dyeing 
on  mordanted  cotton,  &c.^ 

Amidohydroxy-a-naphthoquinonoxime  or  Amidonitrosonaphtho- 
resorcinol,  CioH^(NH2)(OH)0(NOH),  is  formed  when  hydroxyl- 
amine hydrochloride  is  added  to  an  alkaline  solution  of 
amidonaphthalenic  acid,  the  blue  colour  of  the  liquid  beino- 
changed  to  deep  blood-red.  Dilute  acetic  acid  precipitates  the 
oxime  as  a gelatinous  mass,  which  is  purified  by  solution  in 

^ Kostaiiecki,  Ber.  22,  1342. 

2 Zincke  and  Scliinunk,  Annalen,  257  148. 

® Clausius,  Ber.  23,  521. 

^ German  Patent  53915,  1889,  Ber.  23,  781  c. 
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liydrocliloric  acid,  and  precipitation  as  the  hydrochloride  by 
passing  in  the  acid  gas.  This  salt  crystallizes  in  light  yellow 
needles  and  yields  the  free  base,  which  is  a greenish -yellow 
docculent  precipitate.  It  dissolves  in  glacial  acetic  acid  and  in 
alcohol  on  the  addition  of  a little  hydrochloric  acid  with  a 
gi’eenish-yellow  colour,  and  in  a small  quantity  of  an  alkali  with  a 
violet,  in  larger  amounts  with  a blood-red  colour. 

AcctamidohydroxynwpMhoqitmonoximc,  CioH^(NH.CO.CH3) 
(OH)O(NOH),  is  prepared  in  a similar  manner  to  the  preceding 
compound  from  acetamidohydroxyquinone,  and  crystallizes  fi’om 
glacial  acetic  acid  in  golden-yellow,  very  lustrous  needles.^ 

Binitrosonaphthorcsorcinol,  CiqH^02(N0H)2-|-H20,  is  formed 
when  the  requisite  quantity  of  sodium  nitrite  is  added  to  an 
alkaline  solution  of  the  monoxime  and  the  solution  poured  into 
dilute  alcohol.  It  crystallizes  from  alcohol  in  long,  faintly- 
yellow  plates,  which  decompose  at  165°.  It  is  also  a powerful 
dye  and  produces  deeper  shades  than  the  monoxime.  When  it 
is  reduced  with  tin  and  hydrochloric  acid,  and  air  then  passed 
through  the  liquid,  amidonaphthalenic  acid  is  formed,  the  first 
product  being  diamidonaphthoresorcinol. 

It  follows  from  this  reaction  and  from  the  formation  and 
behaviour  of  these  compounds,  which  correspond  exactly  to  the 
nitrosoresorcinols,  that  they  have  the  following  constitution 
(Kostanecki)  : 


N itrosonaplithoresorcinol. 

NOH 


^C_C_OH 


G—cn 

II 

o 


Diniti'osonaplithoresorciiiol. 

NOH 


CcH,< 


,C_C-:0 


C— C=NOH 


0 


Mononitroso-  and  Dmitroso-  1 ; V-diliydroxynccijhtJtalcnc  are 
formed  when  a solution  of  the  dihydroxynaphthalene  in  caustic’ 
soda  is  treated  with  sodium  nitrite  and  hydrochloric  acid.^ 
They  form  yellow  amorphous  precipitates  and  are  employed  in 
calico-printing  and  in  dyeing. 

^'-JTydroxy-a-ncvphthoqiiinonoximc,  or  Juglonoximc,  CjQHr,(OH) 
O(NOH),  is  obtained  by  boiling  juglone  with  alcohol  and 

^ Kclimiann  and  Wcicliardt,  J.  Vr.  Chera.  II.  40,  179. 

2 Erdmann,  Annalcn,  247,  358  ; CJerman  Patent  51478,  1889,  Ber.  23,  ^132  c. 
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hydroxylamine  hydrochloride,  and  crystallizes  from  glacial  acetic 
acid  in  very  lustrous-red  needles  or  thin  prisms,  which  melt  at 
about  187°  with  energetic  decomposition,  and  form  deep  blood- 
red  coloured  solutions  in  the  alkalis  and  in  sulphuric  acid.  It 
does  not  dye  mordanted  fabrics  since  the  hydroxyl-group  is  not 
in  the  ortho-position  to  the  oximido  groui3  (p.  143). 

Juglonedioxime,  CjqH5(OH)(NOH)2,  is  formed  when  the 
alcoholic  solution  of  juglone  and  hydroxylamine  hydrochloride 
is  heated  to  140°.  It  crystallizes  from  glacial  acetic  acid  in 
yellowish  needles  or  prisms,  forms  yellowish  red-coloured  solu- 
tions in  alkalis  and  sulphuric  acid,  and  detonates  vigorously 
at  225°.^ 


AMIDONITROSONAPHTHALENES  OR 
NITROSO-NAPHTHYLAMINES. 


2662  The  naphthoquinonoximes  behave  towards  ammonia  or 
ammonium  salts  like  other  quinonoximes,  and  the  a-naphthyl- 
nitrosamines  are,  like  the  corresponding  benzene  derivatives, 
converted  into  y)-amidonitroso-com.pounds  by  the  action  of 
alcoholic  hydrochloric  acid  : 


Ethyl-a-naphthylnitrosamine. 


a-Etliylamido-a-nitrosonaphthalene. 


The  ^-naphthylnitrosamines  on  the  other  hand  yield  ortho- 
compounds : 


Ethyl-3-naphthyhiitrosamine. 


^-Etliylamiclo-a-nitrosonaplitlialene 


a-Ethylamido-a-nitrosonapktliakne,  or  p-Nitroso-a-ethylnaph- 
thylamine,  C„H„(NO)NH.C,H5,  « formed  by  the  addition  of 

’ Bernthsen  and  Semper,  J.  Pr.  Chem.  II.  18,  203  ; 19^  164. 
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alcoholic  hydrochloric  acid  to  an  ethereal  solution  of  ethyl-a- 
naphthylnitrosamine. 

The  hydrochloride  thus  obtained  is  dissolved  in  caustic  soda 
solution,  and  the  free  base  precipitated  by  a current  of  carbon 
dioxide. 

It  separates  from  benzene  in  brown  crystals,  which  melt  at 
133°  with  decomposition. 

a-Ethylamido-a-nitrosonaphthalene  hydrochloride,  CioHg(N OH) 
N(C2H5)HC1,  forms  olive-green,  matted  needles,  which  are 
only  sparingly  soluble  in  hydrochloric  acid,  and  form  a powder 
which  causes  violent  sneezing. 

When  sodium  picrate  is  added  to  its  solution  a lemon-yellow 
precipitate  of  the  picrate  is  obtained,  which  crystallizes  from 
alcohol  in  strongly  lustrous,  light-green  plates. 

If  an  excess  of  caustic  soda  solution  be  added  to  the  alkaline 
solution  of  the  base,  the  sodium  salt,  CioHg(NONa)N(C2H5) 
H(OH),  separates  out  in  satin-like  scales,  which  become  coloured 
yellow  in  the  air,  and  form  orange-yellow  solutions  in  water 
and  alcohol.  On  heating  with  caustic  soda,  ethylamine  and 
^i-naphthoquinonoxime  are  formed  : 


\ 


NONa 

N(C2Hg)H(OH) 


NONa 


0 


-L  N(C2Hg)H2. 


Stannous  chloride  and  hydrochloric  acid  reduce  the  base  to 
ethyl-I  : 4-diamidonaphthalene,  which  on  oxidation  yields  a 
large  proportion  of  a-na])litlioquinone.^ 

Tetrahydro-a-cthylariiido-a-nitroso7iapUhalenc,  CioHjg(NO)N 
HCgHj,  is  prepared  from  the  corresponding  nitrosamine,  and 
crystallizes  in  brass-yellow  silky  needles,  melting  at  119  ; its 
hydrochloride  forms  thick  golden-yellow  prisms  with  a splendid 
lustre.^ 

a-Bictl\ylamido-a-nitrosonaphthalcnc,  or  a-Nitrosodicthylnaph  - 
tlnjl amine,  CioHg(NO)N(C2H5)2,  is  formed  by  the  action  of 
sodium  nitrite  on  a solution  of  a-diethylnaphthylamine,  and 
crystallizes  from  alcohol  in  well-developed,  golden-red  scales, 
which  melt  at  165°,  and  form  a deep  blue-coloured  solution  in 

sidphuric  acid.^ 

^ Kocli,  Annalcn,  243,  310. 

2 Bamberger  and  Ilelwig,  Bcr.  22,  1314. 

2 I>.  E.  Smitli,  Journ.  Ghcm.  Soc.  1882,  L 180. 
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a-Phenylamiclo-a-nitrosonapMhalene,  CjoHg(N 0)  NH.CgHg,  is 
obtained  by  the  addition  of  hydrochloric  acid  to  a solution  of 
phenyl-a-naphthylnitrosamine  in  a mixture  of  alcohol  and  ether. 
The  hydrochloride  thus  jDrecipitated  is  partially  decomposed 
by  water,  and  rapidly  by  ammonia  with  separation  of  the  base, 
Avhich  crystallizes  from  dilute  wood-spirit  in  splendid  yellowish- 
brown  plates,  and  melts  at  150°. 

a-Naphthylamido-a-nitrosonaphthalene,  C\gHg(NO)NH.CioH7, 
crystallizes  in  thin  red  plates  or  brownish-red  needles,  melting 
at  169°;  its  hydrcchloride  forms  green  needles.^ 
a-Amido-^-nitrosonaphthalene  or  13-Nitroso-a-naphthylamine^ 
CioHc(NO)NH2,  was  obtained  by  Harden  by  heating  a mixture 
of  one  part  of  ^-naphthoquinone-/3-oxime,  20  parts  of  ammonium 
chloride,  and  50  parts  of  ammonium  acetate  for  half  an  hour  on 
the  water  bath,  the  mass  being  kept  alkaline  by  the  addition  of 
ammonium  carbonate  : 


0 

NOH 


/N 

+ NH3  = CioHg^  >0  + H^O. 


After  washing  with  cold  water,  the  residue  was  recrystallized 
from  benzene, 

a-Amido-^-nitrosonaphthalene  separates  out  in  small  hemi- 
spherical masses  or  short  prisms,  which  have  a fine  beetle  green 
lustre,  and  form  a brown  powder.  It  is  slightly  soluble  in  ether, 
more  readily  in  alcohol  with  a brown  colour.  When  the  calcu- 
lated amount  of  caustic  soda  and  then  an  excess  of  ether  are  added 
to  the  alcoholic  solution  the  sodium  salt,  C^oH6(NONa)NH,.OH, 
IS  precipitated  in  light  brown,  very  hygroscopic  nodular  masses. 
a-Amido-l3-nitrosonaphthalenc  hydrochloride,  CioHg(NOH) NH„C1 
separates  in  long,  red,  matted  needles,  when  ether  is  added 
to  a solution  of  the  base  in  alcoholic  hydrochloric  acid.  It 
can  be  boiled  with  alcohol  without  undergoing  decomposition 
but  rapidly  decomposes  in  aqueous  solution  into  the  quinonoxime 
and  ammonia.  Platinum  chloride,  added  to  the  alcoholic  solu- 
tion produces  a bright  red  amorphous  precipitate  havino-  the 
composition  [CioHg(NOH)NH2]2PtClg. 

d-Amido-(3-nitrosonaphthalenc  sulphate,  CigHg(NOH)NF 
SO^H  + HgO,  is  obtained  in  a similar  manner  to  the  hydro- 
chloride, and  forms  light  red,  matted  needles. 


‘ Fischer  and  Hepp,  Ber.  20  1247, 
VOL.  III. — PART  VI. 
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When  hydroxylamine  hydrochloride  is  added  to  an  alcoholic 
solution  of  the  base,  /3-naphthoquinonedioxiine  is  formed  : 

.NH,  ^NOH 

>0  + N(0H)H3C1  = + NH,C1. 

^NOF 

Alkaline  potassium  ferricyanide  oxidizes  it  to  the  anhydride 
of  the  dioxime  : 

H\  /H 

>N<  .N. 

+ O = + H3O. 

It  is  reduced  by  ammonium  sulphide  to  1 : 2-diamidonaphtha- 
lene.  When  the  alcoholic  solution  of  the  hydrochloride  is 
boiled  with  an  aqueous  solution  of  an  excess  of  potassium 
nitrite,  a substance  of  the  formula  CjoHqN^O^KH  separates 
out  in  white  silvery  plates,  containing  water,  which  on  heat- 
ing become  anhydrous  and  detonate  at  250°.  Dilute  acids 
added  to  the  aqueous  solution  of  this  salt  produce  a white 
amorphous,  bulky  precipitate,  probably  consisting  of  the  corre- 
sponding acid,  which  detonates  violently  at  110°,  or  on  continued 
heating  at  a lower  temperature.  When  the  potassium  salt  is 
brought  into  a small  quantity  of  boiling  concentrated  hydro- 
chloric acid,  deflagration  occurs ; if  a large  excess  of  acid  be 
employed  a vigorous  evolution  of  nitrogen  takes  place,  and 
/3-naphthoquinone-/3-oxime  is  formed. 

a-Ethylamido-^-nitrosonapht}iaUne,Q^^Q{^0)'^^.Q^^  + HgO, 
is  formed  when  ^-naphthoquinone-/3-oxime  is  heated  on  the 
water  bath  with  ethylamine  hydrochloride  and  acetate,  the 
corresponding  carbonate  being  added  from  time  to  time.  It 
crystallizes  from  dilute  alcohol  in  lustrous  green  plates,  melting 
at  95°,  which  lose  water  and  become  brown  in  tlie  air.^ 

^-A7nido-a-nitroso7ia'phthalcne  was  obtained  by  Ilinski,  who 
named  it  naphthalene-a-oxime-/3-imide,  by  heating  ^-naph- 
thoquinone-a-oxime  with  aqueous  ammonia  to  100°  under 
pressure.  It  crystallizes  from  alcohol  in  green  needles,  which 
melt  at  150 — 152°.  Its  alcoholic  solution  is  coloured  deep 
purple-red  by  alcoholic  potash  \ on  the  addition  of  ethei  the 
j,otrmium  salt,  CioHe(NOK)NH2.0H,  is  precipitated  as  a crystal- 
^ Harden,  Inaugural  dws.,  Erlangen,  1888;  Annalen  255,  148 
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line  powder,  which  is  very  hygi'oscopic  and  readily  decomposes, 
with  formation  of  the  nitroso-compoimd  ; when  its  solution  is 
heated,  the  quinonoxime  is  regenerated. 

The  hydrochloride,  CjoHy(NOH)NH2Cl,  crystallizes  from 
alcohol  in  yellow  plates,  the  aqueous  solution  of  which  readily 
decomposes,  instantaneously  on  boiling,  with  formation  of  the 
quinonoxime,  whilst  in  alcoholic  solution  it  is  stable.  The 
platinochloridc  [CioHq(N OH)NH2]2PtClg  + H2O,  sejDarates  from 
its  aqueous  solution  in  orange-yellow  needles  ; ether  precipitates 
it  from  an  alcoholic  solution,  on  the  other  hand,  in  anhydrous, 
red,  cross-shaped  aggregates  of  prisms.  The  nitrate,  CioHg(NOH) 
NH2.NO3,  may  be  precipitated  from  a solution  of  the  hydro- 
chloride in  slender  yellow  needles,  which  soon  unite  to  form 
large  tablets. 

The  /3-a-compound  behaves  towards  oxidizing  and  reducing 
agents  and  hydroxylamine  like  the  a-yS-compound.  When  the 
alcoholic  solution  of  the  hydrochloride  is  treated  with  a con- 
centrated solution  of  excess  of  potassium  nitrite,  the  red  colour 
changes  to  green,  and  on  boiling  the  liquid  yellow  crvstals  of 
separate  out ; ^ this  substance  appears  to  be  a diazo- 

compound.^ 

When  phenylhydrazine  and  acetic  acid  are  added  to  an 
alcoholic  solution  of  the  base  and  the  mixture  allowed  to  stand, 
it  IS  reduced  to  azoxy-/3-naphthylamine  (Harden). 

^-Ethylamido-a-nitrosonaphthalene,  CioH(.(NO)NHC9H  , is 
formed  by  the  addition  of  alcoholic  hydrochloric  acid  to  a solution 
of  ethyl-/3-naphthylnitrosamine  cooled  with  ice,^  and  also  when 
a dilute  aqueous  solution  of  y5-na23hthoquinone-a-oxime  is 
allowed  to  stand  with  ethylamine."^  It  crystallizes  from  benzene 
in  splendid  green,  flat  tablets,  melting  at  120 — 121°.  Its  salts 
dissolve  in  water  with  the  colour  of  potassium  dichronmte. 
When  it  is  dissolved  in  alcoholic  hydrochloric  acid  and  allowed 
to  stand  at  10  15°,  ethenyl-1  : 2-diamidonaphthalene  is  formed  : 


C,oH 


N-0 

/ 

NH.CH2.CH3 


.C.CH3  + H2O. 

H 


Acr.  19,  340.  2 Fischer  and  Ilepii,  Ber.  20  2471. 

3 Fischer  and  Hepp,  Bcr.  20,  1428  and  2471.  ’ 

^ Fischer  and  Hepp,  Ber.  21,  686. 
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THIO-AMIDONAPHTHALENE  COMPOUNDS. 

2663  Thio-^-naplitliylaiiiine,  S(C^QHg)2NH,  is  formed  when 
equal  molecules  of  sulphur  and  /3-dinaphthylamine  are  gradually 
heated  to  250'’.  until  no  more  sulphuretted  hydrogen  is  evolved. 
It  crystallizes  from  alcohol  or  benzene  in  fascicular  groups  of 
faintly  yellowish-green  needles,  which  become  brown  and  melt 
at  236°.  On  further  heating  carbonization  takes  place  and 
sulphuretted  hydrogen  is  evolved.  It  is  insoluble  in  dilute 
acids,  but  forms  a violet  solution  in  sulphuric  acid,  the  colour  of 
which  is  changed  to  blue  by  traces  of  nitric  acid.  With  picric 
acid  it  forms  the  compound  CooH^gSN  -j-  2CqH2(N02)30H,  which 
crystallizes  from  benzene  in  almost  black,  lustrous  plates.^ 

Thio-/3-naphthylamine  is  also  formed  by  the  action  of  sulphur 
dichloride  on  y8-dinaphthylamine ; it  is  accompanied  in  this  case 
by  a much  less  soluble  isomeride,  which  forms  almost  white 
crystalline  flakes,  melting  at  303°. 

AcQtotliio-^-dmaj)litliylamine,,  S(CiQHg)2N.CO.CH3,  is  obtained 
by  bringing  thiodinaphthylamine  into  warm  acetic  anhydride 
and  separates  on  cooling  in  slender,  lustrous  needles,  which  melt 
at  211°  and  are  readily  soluble  in  hot  alcoliol  ^ (Kym). 

Benzot1iio-^-dinax>lithylamine,  S(CioHg)2NC7H50,  forms  coarse, 
light  yellow  needles  united  in  fascicular  groups,  which  melt  at 
196 — 197°^  and  are  freely  soluble  in  benzene,  very  sparingly  in 
cold  alcohol  or  ether,  and  almost  insoluble  in  light  petroleum.^ 

S(CioHg)2NCH3,  is  formed 
when  thio-/3-dinaphthylamine  is  heated  with  methyl  iodide  and 
methyl  alcohol  to  150°  and  by  the  action  of  sulphur  or  its 
chlorides  on  methyl-/3-dinaphthylamine.  It  forms  slender, 
lemon-yellow  plates,  or  when  the  solution  is  allowed  to  cool 
very  slowly,  slender  needles,  which  melt  at  284  285  , and  aie 

almost  insoluble  in  cold  alcohol,  .slightly  soluble  in  cold 
benzene  and  toluene,  and  freely  in  the  last  of  these  on  heating. 

S(CigHg)2NC2H5,  is  prepared 
in  a similar  manner  to  the  methyl  derivative.  It  forms  small, 
lio-ht  yellow  needles,  melting  at  212 — 213°. 

Thioiolienyl-a-naidiiliylmiiinc,  S(CiQHg)(C6H^)NH,  is  obtained 
by  heating  phenyl-a-naphthylamine  with  sulphur  to  220 — 240  . 
It  forms  small,  lustrous  yellow  plates,  melting  at  137 — 138°, 

1 Ris,  Ber.  19,  2240.  = Ber.  21,  2806.  » Kym,  Ber.  23,  2458. 
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and  is  readily  soluble  in  benzene  and  hot  alcohol.  On  heating 
with  copper  it  is  converted  into  phenylnaplithylcarbazol, 


Thioi:)}unyl-^-na‘plitliylamine,  forms  light  yellow,  fascicular 
groups  of  coarse,  lustrous  needles,  melts  at  178°,  and  dissolves 
readily  in  boiling  alcohol,  very  readily  in  boiling  benzene. 


pared  by  heating  the  foregoing  comj)Ound  with  methyl  iodide. 
It  forms  slender,  light  yellowish-green  needles,  melts  at 
132 — 133°,  and  is  readily  soluble  in  benzene  and  hot  glacial 
acetic  acid.^ 

I)ithio-l3-clina]3litliylamine,  S2(CioHg)2NH,  is  formed  in  two 
isomeric  modifications  when  sulphur  monochloride,  S2CI2,  and 
/3-dinaphthylamine  are  brought  together  in  benzene  solution. 
The  product  obtained  in  smaller  quantity  forms  small,  reddish- 
yellow  rods,  melting  at  220°,  whilst  the  isomeric  substance 
crystallizes  in  lustrous,  brass-yellow  j)lates,  which  melt  at  205°, 
and  are  scarcely  soluble  in  alcohol,  ether  and  glacial  acetic  acid. 
On  heating  with  aniline,  sulphuretted  hydrogen  is  evolved  and 
thio-/3-dinaphthylamine  formed,  whilst  it  is  converted  by  acetic 
anhydride  into  acetothio-/3-dinaj)hthylamine  (Kym). 

a-Amidothiona]?hthol,  Ci()Hg(NH2)SH,  is  formed  when  either 
of  the  two  compounds  next  to  be  described  is  fused  with  caustic 
potash.  It  is  an  oily  liquid  and  rapidly  oxidizes  in  the  air  to 
amiclona'plithyl  disulphide,  (CioHfi.NH.,)2S2,  Avhich  crystallizes 
from  alcohol  in  yellow  plates,  melting  at  131 — 132°.  This  sub- 
stance on  heating  with  alcohol  and  carbon  disulphide  is  converted 
into  thiocarhamidothionaphtliol. 


>NH. 


C,.H, 


Met]iylthiop>henyl-j3-naphthylamine,  S 


NCHg,  is  pre- 


^ Kym,  Bcr.  23,  2458. 
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The  latter  crystallizes  from  alcohol  in  colourless  needles, 
melting,  above  220°,  and  is  a weak  acid  which  decomj)oses 
carbonates. 

Ethmyl-a-amidotliionaphthol  is  obtained  by  the  oxidation  of  a- 
thio-acetonajDhthalide  (p.  150)  with  an  alkaline  solution  of 
potassium  ferricyanide : 

C\oH/  >C.CH3  + 0 = C,oH  / >C.CH3  + H3O. 

HS/ 


It  crystallizes  from  alcohol  in  splendid  ]3risms,  melts  at  94’5 — 
9 5 '5°,  and  has  a pleasant  aromatic  odour.  Its  hydrochloride 
forms  elegant  colourless  needles.  It  is  not  affected  by  potas- 
sium permanganate  in  alkaline  solution  but  is  oxidized  by 
it  in  presence  of  suliDhuric  acid  to  j)hthalic  acid,  a fact  which 
proves  that  it  is  not  a peri-compound  (p.  28),  in  which  case 
sulpliophthalic  acid  would  be  formed.^ 

a-Bcnzcnylamidothionap)hthol  was  prepared  by  Jacobsen  from 
a-thiobenzonaj)hthalide  by  oxidation,  whilst  Hofmann  obtained 
it  by  heating  benzonaphthalide  with  sulphur,  water  and  some 
sulphuretted  hydrogen  being  also  formed  : 


.N 


CioH,.NH.CO.C,Hr,  + S = 


\ 


C^-^5 


s- 


C.CgH^  -h  H,0. 


It  crystallizes  from  hot  alcohol  in  fascicular  groups  of  needles, 
melting  at  I02’5 — 103°. 

• Oxalamidothionaphthol,  C22H12N3S2,  is  obtained  together  with 
ethenylamidothionaphthol  and  otlier  products,  when  acetonaph- 
thalide  is  heated  with  sulphur  (Part  III.,  p.  374).  It  forms 
golden-yellow  plates,  which  melt  and  sublime  above  300°  with 
partial  carbonization.  It  is  almost  insoluble  in  boiling 
alcohol,  to  which  it  imparts  a bitter  taste,  and  in  ether  and 
benzene,  but  dissolves  Avith  moderate  ease  in  hot  nitrobenzene, 
from  which  it  separates  in  crystals  on  cooling.  It  forms  a 
splendid  red  solution  in  sulphuric  acid  from  which  it  is  pre- 
cipitated as  a flocculent  mass  by  water.  By  fusion  Avith  caustic 
potash  it  is  decomposed  into  oxalic  acid  and  a-amidothio- 
naphthol  : 

1 Jacobsen,  Bcr.  20,  1895  ; 21,  2624. 


2 Ber.  20,  1798. 
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N, 


.N 


+ 2KOH  + 2H,0  = 2CioHe 


NH2  CO.OK 

+ I 

SH  CO.OK 


0 


^-Amidothionaphthol,  CjqHq(NH2)SH,  is  prepared  in  a similar 
manner  to  the  a-compoimd  and  is  also  an  oily  liquid,  which 
rapidly  oxidizes  to  the  disulphide. 

^-EthcnylamidotJiionaijhthol,  C^QHg.NS.C.CHg,  is  formed  by 
the  oxidation  of  /3-thioacetanilide  and  crystallizes  from  alcohol 
in  lustrous  plates,  which  melt  at  81°,  and  have  a sharp  aromatic 
odour.  It  dissolves  readily  in  dilute  acids.^ 


tained  by  Hofmann  by  heating  /3-benzonaphthalide  with  sulphur. 
It  crystallizes  in  matted  needles,  which  melt  at  107°,  and  form 
an  alcoholic  solution  which  shows  a green  fluorescence. 

13-OxcdamiclothionapMIiol  forms  small  yellow  plates  and  be- 
haves in  a similar  manner  to  the  a-compound. 

h-Amidothioncq^htliol  is  formed  when  1 : 3-naj)hthylamine- 
sulphamide,  CjqHj5(NH2)S02.NH2,  is  heated  with  hydriodic  acid 
and  phosphorus,  the  hydriodide  being  thus  obtained  in  silvery 
plates.  The  free  amidothionaphthol  is  a yellowish  oil,  and  com- 
bines with  alcohol  to  form  the  compound  2CjoHg(NH2)SH  -f 
C2H(jO,  which  crystallizes  in  colourless  needles.^ 


THE  DIAZO-COMPOUNDS  OF  NAPHTHALENE. 

2664  These  substances  are  formed  by  the  same  reactions  as 
the  corresponding  benzene  derivatives;  only  few  of  them  have 
hitherto  been  prepared  pure,  although  their  solutions  (Part  III. 
p.  312)  are  largely  employed  for  the  preparation  of  other  com- 
pounds, especially  azo-colouring  matters. 

In  order  to  prepare  chlorine  substitution  products  by  their 
means,  it  is  best  to  use  a solution  of  cuprous  chloride  in 
hydrochloric  acid  ; this  produces  a yellow  precipitate  in  solu- 

^ Jacobsen  and  Sullwald,  Ber.  21,  2627.  2 cieve,  Ber.  21,  3264. 
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tions  of  diazo-salts,  which  soon  decomjDoses  with  evolution  of 
nitrogend  Mathis  has  analysed  the  compound  obtained  in  this 
way  from  /3-diazonaphthalene  chloride  and  found  that  its 
composition  is  4C10H7N2CI  + CugClgd 

Bromine  substitution  jDroducts  are  obtained  in  a similar 
manner,  a solution  of  cuprous  bromide  in  hydrobromic  acid 
being  used.  The  fiery-red  precipitate  obtained  in  this  way 
from  /3-diazonaphthalene  bromide  has,  according  to  Lellmann 
and  Kemy,  the  formula  CioH^NgBr  -f  Cu2Br2.^ 

Diazo-a-amidonaphtliylamine,  C^oHyN  :=  N.NH.CiqH-,  was 
obtained  by  Martins  by  the  action  of  a-naphthylamine  sulphate 
on  a faintly  alkaline  solution  of  sodium  nitrite.  It  crystallizes 
from  alcohol  in  yellowish-brown  plates,  which  explode  on  heat- 
ing, and  are  readily  decomposed  into  a-naphthol  and  a-naphthy- 
lamine even  by  weak  acids.^ 

Diazolenzene-^-naphthylaminc  is  formed  by  the  action  of  a 
solution  of  yS-diazonaphthalene  chloride  on  aniline  suspended  in 
a solution  of  sodium  acetate.  It  crystallizes  from  alcohol  or 
benzene  in  light-yellow  needles,  which  melt  with  decomposition 
at  150°.  On  heating  with  dilute  sulphuric  acid  it  yields 
aniline,  /3-naphthylamine,  phenol,  and  /3-naphthol.  This  sub- 
stance therefore  appears,  like  other  similar  compounds,  to  be 
tautomeric  and  to  react  according  to  the  two  formula3 : ^ 


C6H5Nz=N— N<  CioH7Nz=N-N( 

When  it  is  treated  with  phenylcarbimide  in  ethereal  solution, 
cliazobcnzene-l3-na2')Mhylphenyl  carlamide,  CgH5.NH.CO.N(CioH7. 
N2.CgH5),  is  formed,  which  crystallizes  in  microscopic  needles, 
melting  at  123°,  and  on  heating  with  dilute  sulphuric  acid 
yields  yS-naphthylphenyl  carbamide.® 

1 : ^-DiazonapMlialenesulphonic  acid,  CioHgN2S03,  is  prepared 
by  running  about  700  cc.  of  a 5 per  cent,  sodium  nitrite 
solution  and  a solution  of  180  grins,  of  sodium  1 : 4-naphthy- 
laminesulphonate  in  800  cc.  of  water  at  the  same  time  in  thin 

’ Sandmeyer,  Bcr.  17,  1633  and  2650. 

- Bcr.  21,  1097.  3 Ber.  19,  810. 

■*  ZciUch.  Chcm.  1886,  137. 

Ndlting  and  Binder,  Ber.  20,  3004. 

Goldschmidt  and  Molinari,  Ber.  21,  2557. 
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streams  into  a mixture  of  two  litres  of  water  with  120  grins,  of 
sulphuric  acid  well  cooled  with  ice  : 

/NH2 

C,oH  / + HNO,  = >0  + 2H,0. 

^SO^.OH  \ SO2  / 

If  suflficient  nitrite  solution  be  added  the  liquid  gives  a blue 
colouration  with  paper  soaked  in  potassium  iodide  and  starch 
solutions  even  after  standing  for  half  an  hour. 

The  diazo-acid  forms  a yellow  amorphous  or  indistinctly 
crystalline  powder  which  is  very  stable  under  friction  or  percus- 
sion, but  detonates  on  heating,  a voluminous  mass  of  carbon 
being  left.  A small  portion  of  the  acid  added  to  a solution  of 
a-naphthol  in  an  excess  of  caustic  soda  jiroduces  a sjilendid, 
dark  wine-red  colouration,  whilst  it  forms  a yellow  colouring 
matter  with  phenol. 

1 : -DiazonapMhalmesiblphonic  acid  differs  from  the  1 : 4- 

compound  by  its  light  gTey  colour,  with  only  a slight  shade  of 
yellow. 

1 : \'-Bictzonctiilitlicdcncs%dj)honic  acid  is  best  pre^Dared  from  the 
potassium  salt,  which  is  the  most  soluble  of  its  salts,  but  still 
requires  so  much  water  for  solution  that  a 10  per  cent,  nitrite 
solution  is  employed,  and  the  sulphuric  acid  diluted  with  23ieces 
of  ice.  It  crystallizes  in  small,  lustrous  |3risms,  which  have  a 
yellow  colour  slightly  inclined  to  green.  It  does  not  explode  on 
heating,  but  is  converted  with  evolution  of  nitrogen  into  najhitho- 
sultone  (p.  103),  a change  which  also  takes  jhace  very  gradually 
when  it  is  preserved.  If  it  be  suspended  in  dilute  hydrochloric 
acid,  and  a solution  of  sodium  a.-naphthate  containing  much 
ammonia  added,  the  ammonium  scdt  of  napMliolazonaphtlicdcne- 
sidphonic  acid  separates  out  in  red  splinters  with  a metallic 
lustre,  which  form  a dark  red  solution  in  a large  quantity  of 
water,  the  colour  being  changed  to  yellow  by  the  addition  of 
caustic  soda.^ 

f • 2 -I)ia.i.oncajddlicdcncs%d^lwnic  acid  forms  large,  wine-yellow 
crystals.2 

f • '^~Bia^onaj)ldlialcnc8ul'plionic  acid  is  obtained  as  a fawn- 
coloured  powder  when  nitrogen  trioxide  is  passed  into  water  in 
which  1 ; 3-naphthylaminesulphonic  acid  is  suspended.  If, 

J Erdmann,  Annalcn,  247,  328  ; Cleve,  IMll.  Soc.  Chim.  24  512  • 26  241 
- Cleve,  Ber.  21,  3271.  ’ ’ 
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however,  aqueous  alcohol  be  employed,  the  azo-colouring  matter, 
CioH,(S03H)N2.CioH5(NH2)S03H,  is  obtained,  and  is  left  on 
evaporation  of  the  deep  violet-coloured  liquid  as  a beetle-green 
massd 

1 : '1-Diazonaphthalcnesid'phonic  acid  crystallizes  in  elegant, 
amber-yellow  tablets,  which  explode  at  60°.^ 

^-Diazonaphthalenc-a-sulijlionic  acid  was  obtained  by  Forsling 
by  passing  nitrogen  trioxide  into  alcohol  containing  /5-naphthyl- 
amine-a-sulphonic  acid  in  suspension.^  It  is  a greenish  yellow, 
scarcely  crystalline  powder. 

^-Diazona])htlialenc-^-s%d]}honic  acid  was  prepared  by  him  in  a 
similar  manner  from  /3-naphthylamine-/3-sulphonic  acid.  It  is 
a yellow,  microcrystalline  powder,  which  explodes  when  rubbed."^ 

(3-DiazonapJdlialcnc-<y-S'id2jhonic  acid  is  a green  or  yellowish 
microcrystalline  powder  (Forsling). 

^-DictzonapJdhcdenc-h-S'idphonic  acid  is  formed  when  a solution 
of  sodium  nitrite  is  added  to  one  of  sodium  /3-naphthylamine-8- 
sulphonate  acidified  with  hydrochloric  acid.  It  separates  out 
after  some  time  in  colourless  prisms  which  appear  orange  red 
by  reflected  light.^ 


HYDRAZINE  COMPOUNDS  OF  NAPHTHALENE. 

2665  a-Naphtliylhydrazinc,  C;^()Il7NH — NHg,  is,  according  t(j 
E.  Fischer,  best  prej)ared  in  the  following  manner.  Fifty  grins, 
of  a-naphthylamine  are  very  finely  ground  with  an  equal  weight 
of  strong  hydrochloric  acid,  and  washed  into  a flask  with  400 
grins,  of  hydrochloric  acid  of  sp.  gr.  I'l,  well  cooled  and  treated 
with  the  calculated  quantity  of  sodium  nitrite,  the  mixture  being 
thoroughly  shaken  throughout  the  addition.  The  solution  of 
diazonaphthalene  chloride  is  then  filtered  and  run  into  a cooled 
well-stirred  acid  solution  of  250  grins,  of  stannous  chloride,  the 
liquid  being  then  heated  on  the  water-bath  until  it  is  almost 
colourless : 

CioH^N^zNCl  -p  2S11CI2  -P  4HC1  = CioH^NH— NH3CI  + S11CI4. 

On  cooling,  a-naphthalenehydrazine  hydrochloride  separates  out 
and  is  filtered  ofi’,  well  pressed,  dissolved  in  hot  water  and  de- 

1 Cleve,  Ber.  21,  3264.  2 Hirscli,  Ber.  21,  2370. 

i j^f,^  20,  2102.  Ber.  20,  80  ; Weinberg,  Ber.  20,  2910. 

■'  Baeyer  .and  Duisberg,  Ber.  20,  1430  ; Erdmann,  Ber.  21  637. 
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composed  with  caustic  soda  solution.  The  free  base  is  washed 
with  ether  and  brought  into  150  parts  ot  boiling  water,  a small 
amount  of  a dark-coloured  resin  being  left  undissolved.  On 
cooling  the  hydrazine  separates  out  in  yellowish  plates,  which  are 
purified  by  distillation  under  diminished  pressure,  a colourless 
crystalline  mass  being  finally  obtained. 

a-Naphthylhydrazine  sejjarates  from  hot  alcohol  in  fine 
plates,  and  from  benzene  in  coarse  many-faced  crystals,  melts 
at  116—117°,  and  soon  becomes  yellow  and  brown  coloured  in 
the  air.  Under  the  ordinary  pressure  it  boils  with  considerable 
decomposition,  but  distils  at  about  203°  under  a pressure  of 
20  mm.  almost  without  alteration.  Like  phenylhydrazine  it  is 
a powerful  reducing  agent,  and  forms  stable  salts  with  the 
mineral  acids. 

a-Nwplitliylhydrazine  hydrochloride,  C^^oHr^NH.NHgCl,  crystal- 
lizes in  long  thin  tablets,  which  are  moderately  soluble  in  water, 
but  sparingly  in  hydrochloric  acid. 

The  acetate  is  decomiDosed  by  water  and  sodium  acetate 
therefore  j^recii^itates  the  base  from  solution  of  its  salts. 

When  sodium  nitrite  is  added  to  a cold  solution  of  the  hydro- 
chloride, nit'i^osonaphthylliydrazine,  C]^qH^N(NO)NH2,  is  obtained 
as  a crystalline  precipitate,  which  is  even  less  stable  than 
nitrosophenylhydrazine.  If  a very  dilute  solution  of  the  base 
in  an  excess  of  hydrochloric  acid  be  used,  an  oily  liquid 
separates  out  on  the  addition  of  the  nitrite,  which  has  a 
characteristic,  slightly  stupefying  odour,  and  decomj)Oses  on 
distillation.  This  substance  is  probably  diazonaphthalcnimide 
or  triazona]}hthalene,  Cj^gH-Ng. 

Acetone  a-ncvphthylhyclrctzone,Qy^^i^ll.lA—Q{(yK^.2y  formed 
when  the  base  is  dissolved  in  acetone,  or  when  the  latter 
is  added  to  the  solution  of  one  of  its  salts.  It  is  scarcely 
soluble  in  water,  readily  in  alcohol,  and  separates  from  hot 
light  petroleum  in  crystals,  which  melt  at  74°,  and  become 
brown  and  deliquesce  in  the  air. 

Pyroraccmic  acid  a-naphthylhydrazone,  CjqH^.NH- Nz=C 
(CH3)C02H,  crystallizes  from  hot  alcohol  in  slender  lustrous 
needles,  which  melt  at  159°  with  evolution  of  gas.^  On 
boiling  with  alcohol  and  sulj)huric  acid  the  ethyl  ester  is 
formed,  which  crystallizes  in  coarse  yellow  prisms,  melting  at 
I00°.2 

Gly oxalic  acid  a-naphthylosazone,  CiqH-N.,Hiz:CH.C(N2H. 

^ Annalen,  232,  236.  - Sclilieper,  Annalen,  239,  229. 
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CioH-)C02H,  is  formed  by  the  action  of  dibromopyroracemic 
acid,  CHBr2.CO.CO2H,  on  a cooled  alcoholic  solution  of  a-naph- 
thylhydrazine,  and  separates  from  benzene  in  small  cherry-red 
crystals,  melting  at  196°.  Its  alkali  salts  are  sparingly  soluble 
in  water,  and  dye  silk  and  wool  yellow.^ 

a-Ncqjhtliylsemicarlazide,  C;^qHkNH.NH.CO.NH2,  is  obtained 
by  heating  a-naphthalenehydrazine  with  urea.  It  crystallizes 
in  thin,  lustrous,  faintly  brownish  plates,  which  melt  at  231°, 
and  are  insoluble  in  ether,  sparingly  soluble  in  hot  alcohol.'-^ 

^-KcqMhylliyclrazinc  is  prepared  in  a similar  manner  to  the 
a-compound.  It  forms  lustrous  plates,  melts  at  124 — 125°, 
and  cannot  be  distilled  without  decomposition  even  under  a 
pressure  of  25  mms.,  but  only  becomes  slowly  coloured  red 
in  the  air.  The  liydroclilGricle  is  very  slightly  soluble  in  cold 
water,  and  crystallizes  from  a hot  solution  in  slender  lustrous 
needles,  or  in  plates  (Fischer). 

Ethyl- (3-naplitliyIliydrazine,  C;^qH7N(C.2H5)NH2,  is  formed 
when  an  alcoholic  solution  of  yS-naphthylhydrazine  is  heated 
with  ethyl  iodide.  It  is  a yellowish  oily  liquid,  which  becomes 
dark  coloured  in  the  air.  When  mercuric  oxide  is  added  to  its 
solution  in  chloroform  reduction  takes  place,  and  ethyl-/3-naph- 
thylamine  is  formed,  the  constitution  of  the  hydrazine  being 
thus  shown.^ 

Acetyl-^-nap)lithyl]iydrazinc,  CjoH7HH.NH.CO.CH3, is  obtained 
by  boiling  the  base  with  glacial  acetic  acid,  and  forms  colour- 
less needles,  melting  at  164 — 165°.  It  is  converted  by  mercuric 
oxide  into  a dark-coloured  oil,  which  probably  consists  of  acetyl- 
azonaphthalene,  CjoH-.N2.CO.CH3. 

Benzoyl- jS-nctphthylliydrazinc,  Cj0H-.NH.NH.CO.C0H5  is  pre- 
pared by  the  action  of  benzoyl  chloride  on  the  hydrazine,  and 
crystallizes  from  hot  benzene  in  needles,  melting  at  154 — 155  . 

Dihenzoyl-^-naphthylhydrcizine,  CjoH-N2H(CO.CoH5)2,  is  only 
produced  when  the  monobenzoyl  compound  is  heated  with 
benzoyl  chloride  nearly  to  the  boiling  point  of  the  latter.  It 
crystallizes  in  small  needles,  melting  at  162 — 163°  (Hauff). 

Ethidcne-jB-naphthylliydrazone,  CjoHj.N2H~CH.CH3,  is  formed 
when  the  base  is  brought  together  with  acetaldehyde,  and 
crystallizes  from  alcohol  in  tablets,  which  melt  at  128 — 129  , 
and  become  coloured  yellow  and  brown  in  the  air. 

Acetone- ^-naphthylliydrazonc  crystallizes  from  hot  light  petro- 

^ Nastvogel,  Annalen,  248,  ^0-  " Pinner,  Bcr.  21,  1222. 

3 Hanff,  Annalen,  253,  24. 


/3-XAPHTHYLSEMITHIOCARBAZIDE 


253 


leiim  ill  elegant,  light-yellow  prisms,  melting  at  65'5°,  is  readily 
soluble  in  alcohol  and  ether  and  rapidly  deliquesces  in  the  air,  a 
dark-coloured  oil  being  formed. 

Pyroraccmic  acid  l3-ncti)hthylhijdrazonc  crystallizes  in  yellow 
needles,  which  melt  at  160°  with  evolution  of  carbon  dioxide. 
Its  ethyl  ester  forms  slender  yellow  needles,  melts  at  131°  and 
yields  /3-naphthindolecarboxylic  acid  and  ;5-naphthindole  ^ (sub- 
stances which  will  be  subsequently  described)  on  heating  with 
zinc  chloride. 

Lcvulinic  acid  jS-naidithcdcnehydrazone  is  formed  when  /3-naph- 
thylhydrazine  and  levulinic  acid  are  brought  together  in 
alcoholic  solution.  Water  precipitates  it  in  the  crystalline 
condition,  but  the  crystals  soon  become  coloured  red  and 
deliquesce  on  exposure  to  air.  When  it  is  heated  to  180°  the 
anhydride,  which  has  the  constitution  expressed  by  the  following 
formula,  is  formed  : 


.CH. 


N=C< 


C,oH,N 


\CH, 

CO— CH, 


The  latter  crystallizes  from  hot  alcohol  in  small,  white 
needles,  melting  at  119°. 

The  ethyl  ester  is  formed  by  the  combination  of  ethyl 
levulinate  with  naphthylhydrazine  in  alcoholic  solution,  and  is 
precipitated  by  water  in  yellowish  crystals,  which  melt  at 
120— 130°.2 

^-Xaphthylscmicarlazide,  CioH^NH.NH.CO.NHg,  is  formed 
when  urea  is  heated  with  /3-naphthylhydrazine  hydrochloride,^ 
and  is  obtained  as  a crystalline  mass  when  equivalent  amounts 
of  potassium  cyanate  and  y8-naphthylhydrazine  hydrochloride 
are  brought  together  in  hot  aqueous  solution.  It  is  sparingly 
soluble  in  water,  more  freely  in  hot  alcohol,  from  which  it 
crystallizes  in  plates,  melting  at  225°. When  it  is  heated  to 
140°  for  ten  hours  with  dilute  hydrochloric  acid,  naphthazine, 
is  formed. 

jS-Naidithylscmithiocarhazide,  CjoH^.NH.NH.CS.NHg,  is  pre- 
pared by  heating  an  alcoholic  solution  of  ^-naphthylhydrazine 
hydrochloride  and  ammonium  thiocyanate.  It  forms  crystals, 

1 Schlieper,  Annalen,  236,  174.  = gteche,  Annalen,  242  367. 

^ Pinner,  Bc7\  21,  1222.  ’ 

^ Hautf,  loc.  cit.  See  also  Hillringhaus,  Ber.  21,  2656. 
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melting  at  201 — 202°,  and  is  insoluble  in  water,  slightly  soluble 
in  cold  alcohol,  and  readily  soluble  in  aniline. 

Na'phthyltliiocarhizine,  C^QHgNgCS,  is  formed  when  the  thio- 
semicarbazide  is  heated  with  hydrochloric  acid  to  130 — 140°: 

/NH 

C10H-.NH.NH.CS.NH2  = CioH-N<  I + NH3. 

^CS 


It  crystallizes  from  dilute  alcohol  in  jDearly  2Dlates,  melts  at 
253 — 254°,  and  differs  from  the  jDreceding  compound  in  not 
reducing  either  Feliling’s  solution  or  mercuric  oxide.  When 
its  alcoholic  solution  is  treated  with  bleaching  powder  solution, 
it  behaves  in  a similar  manner  to  phenylthiocarbizine,  a violet 
precipitate  being  produced,  which  dissolves  in  suliDhuric  acid, 
forming  a dark  blue,  slightly  greenish-coloured  liquid,  which  is 
decolourized  by  water  (Hauff). 

1 : ^-Na'plitliylliydrazincml/phonic  acid,  CiQHg(S03H)N2H3,  is 
formed  by  the  action  of  stannous  chloride  on  a solution  of 
1 : 4-diazonaphthalenesulphonic  acid  : 

NzzN. 

\ 4-  2SnCk  + 4HC1  = 

SO3  / 

/NH— NH2 

CioH,<  4-  2SnCli. 

\SO3H 


It  forms  fascicular  groups  of  small  white  needles,  which  are 
slightly  soluble  in  hot  water,  more  readily  in  hot  hydrochloric 
acid.  Fehlings  solution  is  immediately  reduced  by  it  on 
warming.  The  sodium  CjQH(.(N2H3)S03Na  4- 4H2O,  crys- 
tallizes from  hot  water  in  well-developed,  comjiact  jffates. 

1 : -Na2dithalcneliydrazinesul2')lionic  acid  forms  glittering 

plates  or  groups  of  needles,  and  is  somewhat  more  freely 
soluble  in  water  and  hydrochloric  acid  than  the  1 : 4-com2DOund. 
It  also  reduces  Febling’s  solution  and  forms  a sodium  salt, 
2CioHe(N2H3)S03Na  + 7H2O,  which  crystallizes  in  white,  lustrous 
needles. 

1 : V-N(tyldlicdcneliyd,ra.zincsidx)honic  acid  is  only  slightly 
soluble  in  hot  water,  and  separates  on  cooling  in  slender,  silky 
plates,  which  show  a play  of  colours  under  the  microscope. 
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The  sodium  salt,  CioHg(N2H3)S03Na,  forms  yellow,  lustrous 
microscopic  tablets,  and  is  almost  insoluble  in  water,  whilst  the 
jDotassium  salt  is  moderately  soluble  and  the  ammonium  salt 
very  readily  soluble,  so  that  the  last  two  can  be  used  to  detect 
the  presence  of  sodium  salts  in  neutral  solutions.  A cold 
saturated  solution  of  the  potassium  salt,  for  example,  jDroduces 
a precipitate  even  in  a solution  of  common  salt  diluted  with 
20  parts  of  water. ^ 


THE  AZOCOMPOUNDS  OF  NAPHTHALENE. 

2666  a-a-Azonaphthalene,  is  formed  when 

1 part  of  a-amidoazonaphthalene  is  dissolved  in  100  parts  of 
alcohol  of  95  per  cent.,  and  5 parts  of  sulphuric  acid  and  the 
calculated  amount  of  sodium  nitrite  solution  gradually  added 
to  the  hot  liquid.  The  mixture  is  then  boiled  for  some  time, 
and  the  azonaphthalene  precipitated  with  water.  It  is  then 
dissolved  in  aniline,  from  which  it  sejDarates  on  the  careful 
addition  of  alcohol  in  steel-blue  crystals,  whilst  it  crystallizes 
from  glacial  acetic  acid  in  alizarin-red  needles  with  a bluish 
dichroism.  It  melts  at  190°,  and  readily  sublimes  in  yellow 
plates,  which  become  cinnabar-red  when  rubbed.  It  dissolves 
in  alcohol,  &c.,  with  a deep  orange-red  colour,  and  forms  a pure 
blue  solution  in  sulphuric  acid,  from  which  it  is  j^recipitated  by 
water.  If  the  sulphuric  acid  solution  be  heated  to  about 
180°  it  becomes  coloured  violet  and  takes  a splendid  brick-red 
fluorescence. 

a-a-Hydrazonaptlitlialene,  CjoH-NH  = NHCiqH.,  is  obtained 
by  adding  zinc  dust  to  a boiling  alcoholic  caustic  soda  solution  in 
which  finely  divided  azonaphthalene  is  suspended,  until  the 
mixture  becomes  colourless.  It  crystallizes  from  hot  benzene 
in  colourless,  lustrous  plates,  melts  at  275°,  and  does  not  alter 
in  the  air  after  drying,  but  is  reoxidized  to  azonaphthalene  in 
alcoholic  solution.^  Acids  convert  it  into  two  diamidodi- 
naphthyls,  C2oHj2(NH2)2,  in  the  same  manner  as  hydrazobenzene 
is  converted  into  two  diamido-diphenyls  (Part  III.,  p,  357).  It  is 
partially  converted  into  a-naphthylamine  when  heated  to  130° 
with  alcoholic  ammonium  sulphide. 

^ Erdmann,  Annalcn,  247,  333. 

" Nietzki  and  Goll,  Ber.  18,  297  and  3252. 


256 


NAPHTHALENE  DERIVATIVES 


a-^-Azonaidlithalcnc  was  obtained  by  Nietzki  and  Gottig  from 
a-"^^zoim.piitlialene.  It  crystallizes  from  glacial  acetic  acid  in 
dark  brown  plates  with  a steel-blue  reflection,  melts  at  136°, 
and  forms  a violet-coloured  solution  in  sulphuric  acidd 

Benzeneazo-a-naiMhol,  CgHgNzuNCioHg.OH,  was  prepared 
by  Typke  by  mixing  an  aqueous  solution  of  diazobenzene 
nitrate  with  an  alkaline  solution  of  a-naphthol.°  According  to 
Liebermann,  144  grms.  of  a-naphthol  and  40  grins,  of  caustic 
soda  are  dissolved  in  10 — 15  litres  of  water  and  hydrochloric  acid 
added  to  the  well-stirred  liquid  to  precipitate  the  naphthol  as  a 
flnely-divided  flocculent  mass.  A tolerably  concentrated  solution 
of  129  grms.  of  aniline  hydrochloride  is  then  added  to  the 
neutral  liquid,  the  whole  cooled  with  ice,  and  a solution  of  70 
o-rms.  of  sodium  nitrite  in  280  cc.  of  water  added,  the  liquid 
being  stirred  for  15 — 30  minutes  after  the  addition  of  the 
nitrite.^  The  same  compound  is  also  formed  when  an  aqueous 
solution  of  phenylhydrazine  hydrochloride  is  added  to  a-naphtho- 
quinone  suspended  in  glacial  acetic  acid,  whereas  the  formation 
of  a-naijhthoquinone  liydrctzicle  would  have  been  expected,  the 
constitution  of  which  is  reiDresented  by  one  of  the  following 


formulse  : 

CeH,NH.N=C,oH,0 


CioHo' 


0 

I 

N.NH.CgH^ 


This  substance  must  either  undergo  molecular  change  into 
benzeneazo-(2-naphthol,  or  else  be  tautomeric,  as  indeed  its 
reactions  seem  to  indicate.^ 

Benzeneazo-a-naphthol  is  freely  soluble  in  hot  glacial  acetic 
acid,  sparingly  in  hot  alcohol,  from  which  it  crystallizes  in 
small  dark  needles  with  a bluish  metallic  lustre,  whereas  it 
separates  from  hot  benzene,  in  which  it  is  also  only  sparingly 
soluble,  in  flat  needles  or  plates  with  a fine  metallic  lustre, 
which  transmit  red  light.  It  melts  and  froths  up  at  206°,  and 
forms  reddish-brown  solutions  in  caustic  soda,  ammonia,  and 
baryta  water.  Its  alkali  salts  separate  out  on  the  evaporation 
of  solutions  containing  an  excess  of  alkali  as  resinous  masses, 
which  gradually  become  crystalline. 

Bcnzeneazo-a-naphthol  methyl  ether,  CgH5N2CioHg.OCH3,  is 
obtained  by  heating  the  sodium  salt  with  methyl  iodide.  It 

^ Nietzki  and  Gottig,  Ber.  20,  612. 

2 Ber.  10,  1576.  » 2858. 

^ Zincke  and  Bindewald,  Ber.  17,  3026. 
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forms  granular  aggregates  of  small  crystals,  whilst  the  ethyl 
ether  crystallizes  in  brownish-yellow,  long,  lustrous  needles. 

Benzeneazo-a-naphthol  forms  a violet-blue  solution  in  sul- 
phuric acid  and  combines  with  acids  to  form  unstable  salts,  in 
which  it  is  probably  present  as  the  phenylhydrazone  group. 
The  hydrochloride,  C(.H5(NH2Cl)NCjoHgO  GHgO,  crystallizes 
from  alcohol  in  small,  bluish  needles  with  a metallic  lustre,  and 
from  glacial  acetic  acid  in  long  matted  needles  with  a golden- 
green  surface  lustre. 

Benzencazo-ar-tetrahydro-a-naphthol,  CgH5.N2.CioHjo(OH),  is 
prepared  from  diazobenzene  chloride  and  an  alkaline  solution  of 
the  naphthol ; it  crystallizes  from  dilute  alcohol  in  beetle-green 
tablets  with  a metallic  lustre.  The  sodium  salt  of  its  sid- 
phonic  aeid,  prepared  from  sulphanilic  acid,  is  soluble  in  water, 
from  which  it  crystallizes  in  small  plates  with  a bronze 
lustre.i 

Benzeneazo- ^-naphthol  was  prepared  by  Liebermann  in  a 
similar  manner  to  the  a-compound ; it  crystallizes  from  hot 
alcohol  when  the  solution  is  rapidly  cooled  in  long  plates  with  a 
golden-red  lustre,  and  on  gradually  cooling  in  long  needles  with 
a dark  beetle-green  lustre.  It  melts  at  134°,  and  can  be  distilled 
and  sublimed  in  small  quantities.  It  differs  from  the  a-compound 
in  being  insoluble  in  aqueous  alkalis,  but  dissolves  in  strong 
acids ; the  solution  in  hot  hydrochloric  acid  deposits  beetle- 
green  needles  on  cooling,  which  lose  acid  and  become  red  on 
exposure  to  the  air.  It  forms  a magenta-coloured  solution  in 
sulphuric  acid.  Stannous  chloride  and  hydrochloric  acid  reduce 
it  to  aniline  and  amido-/8-naphthol. 

As  it  does  not  possess  the  properties  of  a phenol,  Liebermann 
assigns  to  it  the  following  constitution  : 


It  was  proved  not  to  be  identical  with  ^-uaphthoyuinonephenyl- 
hydrazonc  by  Zincke  and  Bindewald,  as  the  latter  substance 
crystallizes  from  hot  alcohol  in  long,  deep  red,  golden  lustrous 
needles,  melts  at  138°,  and  forms  a violet-red  solution  in  sul- 

^ Bamberger  and  Bordt,  Ber.  23  216. 
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pliiiric  acid.  They  therefore  assume  that  this  compound  has  the 
constitution  : 

O-NCoH, 


Accordiiio-  to  this  view  the  isomerism  is  due  to  the  different 

O 

positions  of  the  substituted  gi’oups,  and  this  was  proved  by 
Zincke  and  Hathgen,  who  showed  that  whereas  benzeneazo-/3- 
naphthol  is  converted  by  reduction  into  a-amido-/S-naphthol, 
/3-naphthoquinonephenylhydrazone  passes  into  /3-amido-a- 
naphthol,  whilst  nitric  acid  converts  the  former  into  dinitro-/3- 
naphthol  and  the  latter  into  dinitro-a-naphthol.^ 

If  the  quinones  are  looked  upon  as  ketones  the  isomerism 
of  these  two  compounds  will  be  expressed  by  the  following 
formulae : 


N— NH.C,H5 

II 

,c CO 

CH=zCH 


C,H,-NH-N 


.CO— c 
CHzzCH 


Weinberg,  however,  found  that  benzeneazo-/S-naidithol  yields 
an  ethyl  ether  on  heating  with  ethyl  bromide  and  caustic 
potash,^  and  it  has  also  been  found  that  when  it  is  boiled 
for  a considerable  time  with  acetic  anhydride  the  acetate, 
CH3.CO.OCi()H(.N2C6H5,  is  formed,  which  crystallizes  from 
alcohol  in  deep  orange-coloured  scales  and  melts  at  117°.^  The 
acetyl  group  is  proved  not  to  be  combined  with  nitrogen  by  the 
fact  that  no  acetanilide  is  formed  on  reduction,  but  the  acetyl 
group  is  removed,  and  aniline  accompanied  by  amido-^- 
naphthol  obtained.  A portion  of  the  benzenehydrazo-/S-naphthol, 
HO.CioHe.NH.NH.CgHg,  which  is  first  formed,  is  simultaneously 
converted  into  the  isomeric  diamidophenylnaphtliol,  which  has 
the  following  constitution  : 


C,H,.NH2 

P TT 


’ Bcr.  19,  2482.  = Ber.  20,  3171. 

^ Meldola  aud  East,  Journ.  (them.  Soc.  1888,  1,  466  ; Meldola  and  Morgan 
Tourn.  Chr.m.  Boc.  1889,  1,  114  and  603. 
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Benzeneazo-y5-iiaphthol  can  therefore  also  react  as  a hydroxyl 
compound. 

It  has  already  been  mentioned  that  l-thiocarbamido-/3- 
naphthol  is  obtained  together  with  carbanilido-/3-naphthol  when 
benzeneazo-y5-naphthol  is  heated  with  carbon  disulphide.  This 
reaction  is  most  simply  exj:)lained  by  assuming  that  the  benzene- 
azonaphthol  also  reacts  in  this  case  as  a hydroxyl  derivative  : 


CioHc 


OH 

+ 2CS., 
N=N.C6H, 


CS=NC,H,+C,,H, 


OH 

+ 2S. 

N=CS 


The  latter  compound  is  then  converted  into  thiocarbamido- 
naphthol,  which  reacts  with  the  aniline  residue,  carbanilido- 
naphthol  being  formed  : 


.0 

'N 


a.H  / yc.sK + z=N.c«H,  = a„H, 


.0\ 

>C.NH.CA  + S. 


2-Thiocarbamido-a-naphthol  and  carbanilido-a-naj)hthol  can 
moreover  be  obtained  by  this  method  from  yS-naphthoquinone- 
phenylhydrazone,  so  that  this  substance  can  also  react  as  a 
naphthol. 

Benze7icazo-2  : 2' -clihydroxynaphtlicdcne,  CgH5.N2.C^QH5(OH)2, 
is  prepared  by  the  action  of  diazobenzene  chloride  on  a solution 
of  the  dihydroxynaphthalene  in  caustic  soda.  It  forms  splendid, 
thick,  blackish-green  needles,  with  a strong  metallic  lustre,  is 
readily  soluble  in  hot  alcohol  and  benzene,  and  melts  at  220°. 
Its  acetate  forms  steel-blue  needles,  melting  at  181°,  and  its  ethyl 
cthc7'  dark  green  cubical  crystals  with  a strong  metallic  lustre, 
which  melt  at  137°'^ 

Benzemazodihydi'oxynaiMlialcnc  or  Phenylazonaphthoresorcinol, 
^'6H5.N2.CioH5(OH)2,  is  formed  when  phenylhydrazine  is  added 
to  a solution  of  hydrox3maphthoquinone  in  dilute  alcohol.  It 
crystallizes  in  yellowish-red,  lustrous  needles,  Avhich  melt  and 
decompose  with  considerable  frothing  at  218 — 220°.^  Zinckeand 
Thelen  consider  that  this  substance  is  hydroxynaiilitlioq^imonc- 
Vhcnylhydrazone,  CgHgNH.N  =z  CioH5(OH),  since  dilute  alkalis 
precipitate  salts  from  its  solution  which  only  contain  one  atom 
of  metal.  These  salts  crystallize  from  alcohol  in  slender  red 
^ Clausius,  Ber.  23,  523. 

- Zincke  and  Thelen,  Ber.  17,  1809  ; 21,  2200  ; Kostanecki,  Ber.  22,  3163. 
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needles;  the  larium  salt,  d- lOH.^O,  separates 

from  a large  amount  of  hot  water  in  yellowish-brown  transparent 
plates  with  a golden  lustre  or  long  flat  red  plates,  which  become 
almost  black  on  heating  without  losing  their  lustre. 

The  ethyl  ether,  C;^oHj^^N20(OC2H5),  is  formed  by  heating  the 
potassium  salt  with  ethyl  bromide  and  alcohol,  and  crystallizes 
in  yellowish-red  needles,  melting  at  172 — 173°. 

Zincke  and  Thelen,  by  boiling  benzeneazodihydroxynaphtha- 
lene  with  acetic  anhydride  obtained  the  monacetate,  CgHg.Ng.CjoHg 
(0.C0.CH3)0H,  which  crystallizes  in  red,  lustrous  needles,  and 
melts  at  178 — 179°;  whereas  Kostanecki  found  that  when  sodium 
acetate  is  also  added  the  diacetate,  CqH5.N2.C;^oH5(OCO.CH3)2,  is 
formed.  This  substance  crystallizes  from  alcohol  in  rosette- 
shaped aggregates  of  needles,  melting  at  122 — 123°. 

Nitrosophenylazonai^hthoresorcinol,  CgHg.]Sr2.C;^oH40  (N OH) OH, 
was  obtained  by  Kostanecki  by  pouring  a faintly  alkaline 
solution  of  phenylazonaphthoresorcinol  and  sodium  nitrite 
into  dilute  hydrochloric  acid.  It  crystallizes  from  dilute  acetic 
acid  in  lustrous  brownish-red  plates,  which  are  almost  in- 
soluble in  water  and  alkalis,  and,  probably  for  this  reason,  dye 
mordanted  fabrics  only  very  faintly.  On  reduction  with  tin  and 
hydrochloric  acid  it  is  split  up  into  aniline  and  amidotrihydroxy- 
naphthalene,  which  is  rapidly  oxidized  to  naphthalenic  acid. 

^-NcLphthaleneazo-^-naphthol,  CjoH^.Ng.CjoHg.OH,  has  been 
obtained  by  the  diazo-reaction  from  /3-amidoazonaphthalene,  and 
is  also  formed  by  the  action  of  /S-diazonaphthalene  chloride  on 
/3-naphthol.  It  dissolves  readily  in  warm  aniline,  and  separates 
on  the  addition  of  alcohol  in  elegant  reddish-brown  needles, 
which  melt  at  17G°,  and  sublime  in  golden  lustrous  needles.  Its 
solution  ill  sulphuric  acid  is  coloured  reddish-violet.^ 

2667  Bcnzeneazo-a-naphthylamine,  CgH5.N2.C40Hg.NH2,  was 
obtained  by  Griess,  who  termed  it  diazobenzene-amidonaphthol, 
by  adding  a solution  of  diazobenzene  nitrate  to  an  alcoholic  solu- 
tion of  a-naphthylamine.'^  The  free  base,  liberated  by  caustic 
potash,  crystallizes  in  ruby-red,  lustrous  prisms,  and  forms  a yellow 
solution  in  alcohol,  which  is  coloured  a briglit  violet  by  acids. 

Benzeneazo-a-naphthylamine  hydrochloodcle,  CjgH^gNg,  HCl, 
forms  lustrous  steel-blue  needles,  and  imparts  a port  wine 
colour  to  water. 

Benzenca.zo-a-naplithylamine  nitrate,  CjgH43N3,  NO3H,  crystal- 
lizes from  hot  alcohol  in  splendid  grass-green  prisms,  which 
J Nietzki  ami  Goll,  Bcr.  19,  1281.  ^ Annalen,  137,  60. 
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ajDpear  ruby-red  by  transmitted  light  and  are  scarcely  soluble  in 
water. 

Bcnzencazo-a-naphthyJaiiiinc  sulphate,  (Cj(>Hj3N3)2S04H2  + 
4HoO,  forms  black,  microscojjic  needles,  which  are  only  very 
slightly  soluble  in  water,  and  form  a carmine-red  coloured 
solution  in  alcohol,^ 

Benzcneazotetrahyclro-a-naphthyla'niine,  CgHj.No.C^oH^Q.NH.,,  is 
obtained  by  adding  «r-tetrahydro-a-naphthylamine  hydrochloride 
to  a solution  of  diazobenzene  chloride.  The  hych^ocliloTule 
crystallizes  from  alcohol  in  steel-blue  needles,  which  form  a port 
wine  coloured  solution  in  alcohol.^ 

a-Naphthylainineazohenzencsulphonicacid,Q^J^O.^)^^.Q-y^QBiQ. 

NH.„  is  formed  when  equivalent  amounts  of  y>-diazobenzene- 
sulpiionic  acid  and  a-naphthylamine  hydrochloride  are  dissolved 
in  water  and  the  solution  heated  to  boiling  after  standing  for 
some  time.  It  crystallizes  in  brownish-violet  microscopic 
needles,  only  slightly  soluble  even  in  boiling  water.  Its  salts 
crystallize  well,  and  form  aqueous  solutions  which  even  when 
dilute  are  coloured  orange-red  by  caustic  potash,  and  magenta 
by  mineral  acids. 

The  formation  of  this  acid  serves  as  a reaction  for  nitrous 
acid,  which  is  even  more  delicate  than  that  given  by  7?i-diamido- 
benzene.  When  a solution  which  contains  only  a mere  trace  of 
a nitrite  is  treated  with  a little  sulphuric  acid  and  sulphanilic 
acid,  and  after  about  ten  minutes  a few  drops  of  a colourless 
solution  of  naphthylamine  sulphate  added,  the  liquid  soon 
becomes  coloured  a fine  red. 

“ It  forms  a very  striking  experiment  to  detect  the  presence 
of  nitrous  acid  in  saliva  in  this  way,  and  is  well  fitted  by  its 
simplicity  to  serve  as  a lecture  demonstration.  The  test  should 
be  carried  out  in  a tall  glass  cylinder  placed  on  a sheet  of  white 
paper  near  a window,  and  the  saliva  should  be  j)reviously  diluted 
with  5 — 10  volumes  of  water.  If  the  reagents  mentioned  above  are 
then  added  to  it,  it  soon  becomes  coloured  a deep  magenta  red.”  ^ 

Tdraliydro-a-naphthylamincazobeuzenesulphonic  acid  has  been 
obtained  from  a?’-tetrahydro-a-naphthylamine,  and  forms  reddish- 
brown  flakes,  with  a green  metallic  lustre,  soluble  in  water 
with  a dark  orange-red  colour.  The  sodium  salt  crystallizes 
in  light  orange-red  tablets,  with  a diamond  lustre  (Bamberger 
and  Bordt). 

’ Weselsky  and  Benedikt,  Ber.  12,  226. 

■ Bamberger  and  Bordt,  Ber.  22,  627. 


^ Griess,  Ber.  12,  426 
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HydrGxyhcnzencazo-a-na2')]it]Lylaminc,  CgH4(OH)N2.C^oH(.,NH., 
+ oHoO,  is  formed  when  very  dilute  solutions  of  iDlienol,  a- 
naphthylainine  and  jDotassiuin  nitrite  are  mixed.  It  crystallizes 
in  orange-coloured  fascicular  groups  of  needles,  which  lose  water 
on  heating,  and  melt  at  170°.  Its  sulphate,  (Ci(5Hj3N30).2S04ll2 
-h  GH^O,  forms  green  needles,  and  yields  a blue  solution  in  alcohol 
(Weselsky  and  Benedikt). 

Bcnzcncazo-jS-naidhthylamine,  C(jII5.N2.C^oHq.NH2,  is  formed 
when  diazobenzene  sulphate  is  brought  together  with  /S-naphthyl- 
amine  in  alcoholic  solution,  and  crystallizes  from  dilute  alcohol 
in  light  red,  long,  slender  needles,  but  from  absolute  alcohol  in 
bright  red,  rhombic  tablets.  It  melts  at  102 — 101°,  and  forms  a 
blue  solution  in  sulphuric  acid,  from  which  it  is  precipitated  by 
water.  Alcoholic  hydrochloric  acid  dissolves  it  with  production 
of  a dark  bluish-red  solution.  These  colourations  are  probably 
due  to  the  formation  of  unstable  acid  salts.  On  boiling  with 
dilute  suljdiuric  acid  it  decomposes  into  phenol  and  /S-naphthyl- 
amine,  and  is  reduced  in  alcoholic  solution  by  zinc  dust  and 
acetic  acid,  ?with  formation  of  1 : 2-diamidonai3hthalene  and 
aniline.^  It  is  a weak  base,  the  salts  of  which  are  decomposed 
by  water  and  alcohol,  and  form  violet  solutions  in  an  excess 
of  acid.  The  hydrochloride,  Cj(.Hj3N3,  HCl,  separates  out  in 
yellowish  needles  on  the  addition  of  hydrochloric  acid  to  a 
solution  of  the  base  in  acetic  acid.^ 

When  an  acetic  acid  solution  of  the  base  is  heated  with 
acetic  Oi\\\\ydYi()iQ,l)cnzcncazo-^-acctonaphthcdide,Q^^i^^^.O-^^^^ 
(CO.CH3),  is  formed ; it  crystallizes  from  alcohol  in  small 
red  needles,  melting  at  152 — 153°,  and  is  reconverted  into  ben- 
zeneazo-/3-naphthylamine  by  boiling  with  alcoholic  potash. 

This  compound  was  formerly  termed  benzenediazo-/5-naph- 
thylamine,  because  it  so  easily  decomposes  into  phenol  and 
/3-naphthylamine.  It  is,  however,  much  too  stable  for  a diazo- 
compound, and,  as  is  shown  by  its  oxidation  product,  which  is 
described  below,  can  be  most  easily  looked  upon  as  henzeneliyd,ra- 
zimidonaphthalene,  with  the  following  constitution,  which  readily 
explains  the  formation  of  1 : 2-diamidonaphthalene  : 


’ Lawson,  Ber.  18,  79G.  2 Zincke  and  Lawson,  Bcr.  20,  2896. 
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The  fact  that  it  forms  diazo-compounds,  and  must  therefore 
contain  the  amido-group,  speaks  against  this  view,  and  it  is 
j)robable  that  this  substance  presents  another  instance  of  tauto- 
merism. 

On  oxidation  with  chromic  acid,  benzeneazo-/3-phenylnaph- 
thylamine  is  converted  into  an  ammonium  base  of  the  formula 
the  constitution  of  which  is  not  known.  When 
the  chloride  of  this  base  is  heated  with  caustic  potash,  benzene- 
azo-/3-phenylnaphthylamine  is  regenerated,  and  a base  of  the 
formula  C.22H^gN30  formed.^ 

When  benzeneazo-;5-naphthylamine  is  heated  to  140°  with 
benzaldehyde,  combination  takes  place,  and  a triazim  derivative 
is  formed : 


,NH 


C,oH,< 


+ OCH.CA  = C,oH, 


N— NH.CgHs 


N— CH.CeHs 

1 I +H,0. 

N-N.CeHg 


This  substance  separates  from  alcohol  as  a snow-white  micro - 
crystalline  mass,  melting  at  193°.^ 

It  is  also  formed  when  a solution  of  diazobenzene  chloride  is 
mixed  with  a cold  alcoholic  solution  of  benzylidene-/3-naphthyl- 
amine,  water  and  ammonia  then  added,  and  the  precipitated 
substance  heated  with  acetic  acid  for  a few  minutes.^ 

Benzencazobiazonaphthalene  sulphate,  CgHg.Ng. C N g. SO^H, 
is  formed  when  the  azo-com]30und  is  dissolved  in  glacial  acetic 
acid,  sulphuric  acid  added,  and  nitrogen  trioxide  passed  through 
the  liquid.  On  the  addition  of  ether  and  absolute  alcohol  it  is 
precipitated  in  brown  needles. 

The  chloride  is  obtained  in  a similar  manner  ; when  bromine 
water  is  added  to  its  solution,  the  peohromidc,  CgH5.N2.CjgHg. 
NBr.NBrg,  is  formed  in  small,  light-red  needles. 

If  water  be  added  to  the  acetic  acid  solution  of  the  chloride, 
nitrogen  is  evolved  and  benzeneazo-/3-naphthol  separates  out. 

Benzeneazobiazonaphtlicdene  hydride,  CgHg.N2.CjQHgN2H,  is  ob- 
tained by  the  addition  of  stannous  chloride  to  the  cooled  solu- 
tion of  the  chloride,  and  crystallizes  from  alcohol  in  colourless 
lustrous  needles,  melting  at  204 — 205°.  It  is  converted  by 
bromine  into  the  perhromide,  and  by  nitric  acid  into  the  diazo- 

^ Zincke  and  Lawson,  Ber.  20,  1172  ; Zincke,  Ber.  23,  1315. 

- Goldschmidt  and  Rosell,  Ber.  23,  506. 

]\Ieldola,  Journ.  Chan.  Soc.  1890,  1,  328. 
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nitrate ; on  heating  with  acetyl  chloride  the  compound  CgH^.Ng. 
CioH(..N2.CO.CH3  is  formed,  which  crystallizes  from  alcohol 
in  very  lustrous  needles,  melting  at  187—139°  (Zincke  and 
Lawson). 

Psetido-phenylazimidonaiMhalene,  CgHgNgCjoHg,  is  prepared 
by  dissolving  benzeneazo-^S-naphthylamine  in  hot  acetic  acid, 
and  gradually  adding  a concentrated  aqueous  solution  of 
chromium  trioxide : 


,NHs 


.Ns 


+ 0 = CeH,N/  I + H,0. 


It  crystallizes  from  hot  glacial  acetic  acid  in  slender  white 
needles  united  in  nodular  masses,  and  melts  at  107—108°.  Con- 
centrated sulphuric  acid  dissolves  it  without  decomposition, 
and  reducing  agents  are  also  without  action  upon  it  even  on 
heating.^ 

Bcnzcneazo-l3-;phenylnaphthylamine,  C6H5.N2.CioHg.NH(C6H5), 
is  obtained  by  the  action  of  diazobenzene  chloride  on  phenyl-/?- 
naphthylamine  and  by  that  of  aniline  on  phenyl-^-naphthylnitro- 
samine.'^  It  crystallizes  from  hot  acetic  acid  in  small  lustrous  deep- 
red  needles,  melting  at  141 — 142°.  Stannous  chloride  reduces 
it  to  aniline  and  1 : 2-phenyldiamidonaphthalene. 

Phenylaziviidonaphthalcne,  CjQHg.NgCgHg,  is  obtained  by  the 
action  of  sodium  nitrite  on  a-amido-/S-phenylnaphthylamine 
suspended  in  glacial  acetic  acid  : ^ 

/NH2  .N 

CioHg<  -p  ONOH  = C,oHg<  >N  + 2H2O. 

\NHCgHg  ^NCgHg 

It  crystallizes  from  hot  alcohol  in  thick  white  needles,  and  from 
glacial  acetic  acid  in  prisms,  with  a vitreous  lustre,  is  almost 
insoluble  in  water,  and  melts  at  149 — 150°.  It  dissolves  with 
difficulty  in  concentrated  hydrochloric  acid,  but  is  at  once  re- 
precipitated by  the  addition  of  water.  Tins  substance  readily 
forms  addition  products  with  the  alcoholic  iodides,  yielding 
ammonium  bases  which  possess  tlie  characteristic  projDerties 

’ Zincke,  Bcr.  18,  3132. 

Zincke  and  Lawson,  Ber.  20,  1167  ; Henriques,  Ber.  17,  2671. 

^ Zincke  and  Campbell,  Annalen,  255,  343. 
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of  tills  class  of  compounds.  The  following  have  been  prepared, 
together  with  several  of  their  derivatives  : 

O 

]\Ielting-point. 

Methylphenyliiaphthaleneazainmoniuin  iodide, 

CioHg.N3(C(;H5)(CH3)I,  colourless  needles  ....  196° 

Ethylphenylnaphthaleneazammoniuin  iodide, 

CioHg.N3(CgH5)(C2H5)I,  almost  colourless  needles  . 192° 

o-Hydroxyhenzcneazo-^-naphthylamine,Q^J^OH)^2-^i()^&'^'^'2. 

is  formed  when  a concentrated  aqueous  solution  of  o-diazo- 
phenol  is  mixed  with  an  alcoholic  solution  of  /8-naphthylamine. 
It  crystallizes  from  alcohol  in  slender  red  needles,  and  from 
benzene  in  well  developed  dark-red  plates  with  a green  metallic 
lustre,  which  melt  at  192 — 193°,  and  are  insoluble  in  water  but 
dissolve  in  alkalis.  When  its  solution  in  acetic  acid  is  heated 
with  acetic  anhydride,  the  compound  CgH^(OH)N2CioHg.NH 
(CO.CH3)  is  formed,  which  crystallizes  on  cooling  in  small  red 
needles,  melting  at  198°.  A second  acetyl  group  could  not  be 
introduced.  The  behaviour  of  the  oxidation  product  which  is 
described  below  shows  that  the  acetyl  group  is  combined  with 
the  nitrogen  atom  of  the  amido-group. 

When  o-hydroxybenzeneazo-/3-nai3hthylamine  is  heated  to 
150 — 160°  with  concentrated  hydrochloric  acid,  it  decomposes 
into  nitrogen,  catechol  and  /3-naphthylamine,  and  it  is  converted 
into  1 : 2-diamidonaphthalene  by  reduction  with  zinc  dust  and 
acetic  acid.^ 

Pseiido-o-hyclroxy^ohcnylazimidona^Mlicdme,  CgH^(OH)N3CioHg, 
is  prepared  by  the  addition  of  lead  dioxide  to  a hot  alkaline 
solution  of  the  foregoing  compound,  which  must  therefore  be 
looked  upon  as  o-hydroxyhydrazimidonaphthalene : 

/NH 

CioH6<  I ,NH.C„H,.OH  + 0 = 

C,«h/|  \nC,H,.OH  + H,0. 

\]S[/ 

It  crystallizes  from  alcohol  in  white  silky  needles,  soluble 
in  caustic  soda  solution,  and  is  not  attacked  by  acetic  anhydride 
or  acetyl  chloride  even  on  heating. 


^ Sachs,  Ber.  18,  3125. 
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■p-Hydroxyhcnzencazo-IS-naphthylamine  crystallizes  from  glacial 
acetic  acid  or  benzene  in  flat  red  prisms,  melting  at  192 — 193°. 
Its  acetyl  compound  forms  red  lustrous  needles,  which  melt  at 
218°.  On  decomposition  with  hydrochloric  acid  it  yields  quinol 
and  /S-naphthylamine. 

2)-Mcthoxy'bcnzcneazo-^-nap}itliylaminc,Q^J^OQH.^'^c,.Q-^^Q.^H^j 
is  jn'epared  from  diazo-anisoil,  and  crystallizes  from  alcohol 
in  dark  red  monosymmetric  prisms,  with  a metallic  lustre,  which 
melt  at  133°.  Its  acetyl  compound  forms  red,  strongly  lustrous 
needles,  melting  at  198 — 199°. 

Pseudo-p-h ydroxyp>henylazimidonaplithalcnG  crystallizes  from 
glacial  acetic  acid  either  in  slender  asbestos-like  needles,  hard 
opaque  nodular  masses,  or  thick  clear  pointed  needles.  On  re- 
crystallization the  needles  are  converted  into  nodular  masses  and 
these  Anally  into  the  pointed  needles.  All  three  forms  melt  at 
198 — 199°.  On  boiling  with  acetic  anhydride,  the  compound 
C,H,(0C,H30)N3C„H„  is  formed,  which  crystallizes  in  long 
silky  needles  or  thin  j^lates,  and  melts  at  164 — 165°. 

The  following  azo-compounds  have  been  prepared  by  the 
action  of  the  diazo-chlorides  on  the  respective  bases.  Like 
benzeneazo-yS-jDhenylnaphthylamine  they  are  all  converted  by 
oxidation  with  chromic  acid  into  ammonium  bases.^ 

Melting-point. 


j?-Tolueneazo-^-phenylna]3hthylamine, 

coarse,  deep-red,  lustrous 

needles 120° 

Benzeneazo-/3-tolylnaphthylamine, 

CjqII(j(NHC7H7)N2C(jH5,  long,  deep-red,  lustrous 

needles . . 152° 

Benzeneazo-ay^-dinaphthylamine, 

C\oH6[NH.CioH7(a)]N2C6H,,  woolly  red  needles  . 167° 

a-Naphthaleneazo-/S-phenylnaphthylamine, 

C^QHfj(NHCgH5)N2CjoH^,  dark-red,  lustrous  needles  140° 

/3-Naphthaleneazo-/S-phenylnaphthylamine, 


CioH(.(NHC(jH5)N2C]loH7’  slender,  brick-red 

needles 154 — 155° 

Benzeneazo-yS/3-dinaphthylamine, 

CioHc(NHCioH7)N2CioH7,  red  needles  and  plates  . 139° 


In  addition  to  tliese  the  following  have  been  described  by 
Fisclier  and  Hepp  : ^ 

^ Matthes,  Bcr.  23,  1325. 


“ Annalcn,  256,  256. 
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Melting-point. 

Benzeneazo-etliyl-a-naphthylamine, 

CioH(3(NHC2H5)N2CeH5,  red  tablets  or  columns  . 7G° 

Benzeneazoplienyl-a-na23lithylamine, 

CjoHg(NHCgH5)N.2C6H5,  Hat  scarlet  red  i^lates  . . 151° 

Beiizeneazo-p-tolyl-a-nai3litliylamiue, 

CioHg(NHC7H7)N2CgH5,  red  23lates  tvitli  blue 

surface  lustre 144 

Benzeneazo-a-dina23litliylamine, 

CioHg(NHCioH-)N2CgH5, short  orange-red  columns  1 28° 

2668  a-AmicloazonaplitliaUne,  CjoH7.N2.C10Hg.NH2,  was  ob- 
tained by  Church  and  Perkin,  who  named  it  azodinaphthyl- 
amine,  by  adding  a solution  of  1 molecule  of  caustic  potash  and 
1 molecule  of  sodium  nitrite  to  a solution  of  2 molecules  of 
a-na23hthylamine  hydrochloride.^  It  is  also  formed  when 
nitrogen  trioxide  is  |3assed  into  a hot  alcoholic  solution  of 
a-nai3hthylamine,  or  Avhen  the  latter  is  heated  with  sodium 
stannate.-  In  order  to  23rej)are  it,  a molecule  of  potassium 
nitrite  is  added  to  a moderately  dilute  solution  of  <z-naj3hthyl- 
amine  hydrochloride,  and  the  solution  then  made  faintly  alka- 
line by  sodium  carbonate ; ^ or  solutions  of  equal  molecules 
of  a-diazonaphthalene  chloride  and  a,-na]3hthylamine  hydro- 
chloride are  mixed,  and  the  liquid  neutralized  with  sodium 
carbonate.'^ 

a-Amidoazona23hthalene  is  insoluble  in  cold,  slightly  soluble 
in  hot  water,  crystallizes  from  hot  alcohol  in  well  developed 
reddish-brown  needles  Avith  a green  metallic  lustre,  melts 
at  180°,  and  can  be  volatilized  almost  without  decomj30sition. 
It  dyes  silk  and  wool  a fine  orange-red,  and  is  converted  by  the 
action  of  tin  and  hydrochloric  acid  into  a.-naphthylamine  and 
1 : 4-diamidona]3hthalene.  It  forms  a dark  green  solution,  the 
colour  of  which  is  changed  to  deep  blue  by  the  addition  of  a 
trace  of  water,  and  into  a rich,  deej)  violet,  by  a further  quantity. 
This  last  colouration  is  also  }3roduced  when  hydrochloric  acid  or 
any  other  strong  acid  is  added  to  the  orange-red  alcoholic  solu- 
tion of  the  base ; alkalis  or  a large  excess  of  water  restore  the 
original  colour.  This  behaviour  depends  upon  the  formation  of 
difierent  salts,  and  is  best  shown  by  dipping  silk  Avhich  has  been 

^ Annalcn,  129,  104  ; see  also  Chapman  Annalen,  140,  326  ; Lecco,  Bcr.  7 

^ Martms,  Zeitsch.  1866,  138. 

^ Nietzki,  Ber.  18,  297.  « Friedlamler,  Ber.  22,  589. 
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dyed  with  the  base  into  hydrochloric  acid,  and  then  washing 
for  a considerable  time  with  water.  When  a small  quantity  of 
hydrochloric  acid  is  added  to  a cold  alcoholic  solution  of  the 
base,  the  latter  retains  its  orange-red  colour,  and  on  standing 
deposits  flat,  golden-brown  lustrous  prisms  of  (C2oH;l5N3)^HC1. 
If,  however,  a tenth  of  a volume  of  strong  hydrochloric  acid 
diluted  with  an  equal  volume  of  alcohol  be  added  to  a hot 
alcoholic  solution  of  the  base,  the  liquid  becomes  carmine-red 
coloured,  and  dark  purple-red  crystals  of  CgoHj^NgHCl  separate 
out  on  cooling  ; finally,  when  hydrochloric  acid  is  used  in  excess 
yellowish -brown  crystals,  with  a greenish  lustre,  having  the 
composition  C2oHj5N3.2HCl,  are  deposited.  The  last  two  salts 
are  partially  converted  into  the  one  first  described  by  recrystal- 
lization from  alcohol. 

When  sulphuric  acid  is  added  to  either  a cold  or  a hot  solution 
of  the  base,  the  sulfliate,  (C2oHj5N3)2S04H2,  separates  from  the 
violet  liquid  in  greenish-brown  crystals,  with  a golden  lustre, 
which  form  a red  solution  in  alcohol.  The  acid  salt  could  not 
be  obtained  in  crystals. 

Tetrahydro-a-amidoazonaphthalme,  C40H44.N2.CjQHg.NH2,  was 
obtained  by  the  action  of  a-naphthylamine  on  diazotized  tetra- 
hydro-a-naphthylamine,  and  crystallizes  from  alcohol  in  slender, 
brick-red  needles,  which  melt  at  135°,  and  form  a red  solution 
in  alcohol  (Bamberger  and  Bordt). 

a~l3-Amidoazonap]itlicdene  is  formed  when  ^S-naphthylamine 
hydrochloride  is  triturated  with  the  necessary  amount  ot  hydro- 
chloric acid  and  30  parts  of  water,  sodium  nitrite  added  until 
everything  has  dissolved,  and  a solution  of  a-naphthylamine 
hydrochloride  then  poured  in ; on  standing  for  twelve  hours  the 
hydrochloride  separates  out  in  brownish-violet  needles.  The 
free  base  crystallizes  from  alcohol  in  yellowish-brown  needles, 
which  melt  at  152°,  have  no  metallic  lustre,  and  are  more  soluble 
than  the  a-compound.  It  forms  a violet-coloured  solution  in 
sulphuric  acid,  and  its  salts  have  a redder  shade  than  those  of 
the  a-compound.^ 

^-ATnidoazonaphtlmlenc  is  formed  by  the  action  of  /9-diazo- 
naphthalene  chloride  on  /3-naphthylamine,  and  crystallizes  from 
aniline  or  xylene  in  red  needles,  melting  at  156°,  which  form 
violet-coloured  solutions  in  strong  acids.  It  is  a much  weaker 
base  than  the  a-compound,  and  is  decomposed  by  the  action  of 
stannous  chloride  into  yS-naphthylamine  and  1 : 2-diamido- 

1 Nictzki  and  Gdttig,  Bcr.  20,  612. 


THE  AZO-DYES 


269 


naiDhthalene.  Its  acetyl  compound  crystallizes  from  benzene 
in  j)risms  melting  at 

Its  cliazo-cliloride  is  only  stable  in  acetic  acid  solution,  and 
is  converted  by  tlie  addition  of  water  into  /3-naplitlialeneazo- 
/3-naplithol.  Stannous  cliloride  reduces  the  diazo-cliloride  to 
diazoncqjlitliyl  hydride,  Cj^QH7.N2C^oHgN2H,  which  crystallizes 
in  needles  melting  at  202 — 204°,  and  is  converted  by  nitric 
acid  into  the  diazo-nitrate,  and  by  bromine  into  the  perbromide 
(Zincke  and  Lawson). 

^-Amidoazoxy naphthalene,  (CjoHg.NH2)2N20,  is  formed  when 
an  alcoholic  solution  of  /3-amido-a-nitrosonaphthalene  (p.  243), 
acidified  with  acetic  acid,  is  allowed  to  stand  with  phenyl- 
hydrazine  ; 

NH2 

/NO 


2CioHg\ 


I >0  -f-  H.,0. 

N/ 

NH2 


It  crystallizes  from  dilute  alcohol  in  matted  red  needles,  melts 
at  1 21 — 122°,  and  readily  dissolves  in  concentrated  sulphuric 
acid,  from  which  it  is  reprecipitated  by  water.^ 


AZO-COLOURING  MATTERS. 

2669  The  history  of  these  substances  has  already  been  briefly 
sketched  (Part  III.,  p.  359).  Their  preparation  received  a new 
impetus  when  Caro  in  1877,  by  the  application  of  naphthionic 
acid  in  place  of  sulphanilic  acid,  which  had  up  to  that  time 
been  employed,  prepared  the  first  commercially  valuable  red 
dye — known  by  the  name  of  fast  red.  The  use  of  other 
sulphonic  acids  of  the  naphthols  and  naphthylamines,  especially 
of  the  /3-compounds,  soon  led  to  the  preparation  of  a great 
number  of  azo-dyes,  whose  shades  run  over  the  whole  gamut  of 
colour  between  scarlet  and  the  deep  shade  of  port  wine. 

In  the  same  year  Caro  and  Schraube  showed  that  the 
diamidoazo-compounds  can  be  converted  into  diazo-compounds 

^ Lawson,  Bcr.  18,  2422  ; Nietzki  and  Goll,  Ber.  19,  1281. 

- Harden,  Annalcn,  255,  160. 
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which  ill  their  turn  combine  with  j^henols,  &c.,  to  form  disazo- 
compoimds  i.c.  containing  the  group  — NzzN — twice  over ; 
and  such  disazo-colours,  on  account  of  their  great  dyeing  jDOwer, 
soon  received  technical  application.  The  first  example  is  Biebrich 
scarlet,  discovered  by  Nietzki,  and  many  others  are  now  known, 
varying  in  colour  from  light-red  to  bluish-black. 

Only  the  most  important  colouring  matters  derived  from 
naphthalene  will  here  be  described.  For  further  information 
reference  may  be  had  to  the  works  cited  below.^ 

a-Naplitlwlazobenzene-m-sulplionic  acid,  CioHg(OH).N  g.CgH^. 
SOgH,  was  obtained  by  Griess  by  mixing  alcoholic  solutions  of 
a-naphthol  and  ??i-diazobenzenesulphonic  acid,  and  adding 
hydrochloric  acid  to  the  orange-red  solution.  It  crystallizes  in 
very  small,  blackish -green  plates,  which,  when  rubbed  to 
powder  on  a watch-glass,  appear  golden-yellow  by  reflected  and 
violet  by  transmitted  light ; it  is  moderately  soluble  in  hot 
alcohol  and  water.^  Its  sodium  salt  is  known  as  Metanil- 
orange  I. 

The  isomeric  substance  prepared  from  y8-naphthol  forms 
small  needles,  which  show  a golden  lustre  when  powdered,  and 
appear  red  by  transmitted  light.  Its  sodium  salt  is  known  as 
Metanil-orange  II. 

a-NctpUliolcizolcnzcnc-p-sidphonic  acid  is  precipitated  by  hydro- 
chloric acid  from  its  sodium  salt  in  black  plates.^  This  salt,  which 
was  discovered  by  Roussin  and  Witt,  is  known  by  the  names  of 
a-Naphtliol  orange,  Orange  I.,  and  Tropocohn  000,  No.  I.^  It 
dyes  wool  and  silk  in  an  acid  bath  a red  shade  of  orange,  but 
has  little  value  as  a dye  since  its  colour  is  changed  to  carmine- 
red  by  alkalis.  It  is,  however,  employed  for  the  preparation 
of  a-amidonaphthol  and  a-naj)hthoquinone.  On  the  small  scale 
it  can  be  easily  prepared  by  dissolving  33  grams  of  a-naphthol 
and  26  grams  of  caustic  potash  (fused  sticks)  in  2’5  litres  of 
water  free  from  lime,  and  running  this  in  a thin  stream  into 
a second  solution  made  up  by  mixing  a solution  of  20  grams  of 
potassium  nitrite  in  800  grams  of  water  with  one  of  40  grams, 
of  sulphanilic  acid  and  12  grams  of  sodium  carbonate  in  3 litres 
of  water  and  adding  24  gmms  of  sulphuric  acid.  On  the 
addition  of  common  salt  to  the  dark-red  liquid,  the  sodium  salt 

^ Schultz,  Chemie  clcs  SteinTcohlcntheers  ; Friedlamler,  ThecrfarTjcnfahrilcaiion. 

‘ Her.  11,  2197. 

Schultz,  Chemie  des  Steinkohlenthecrs,  2 ed.  2,  221. 

^ Scliultz,  Chemie  des  Steinkohlenthecrs,  2 ed.  2,  66. 
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crystallizes  out,  and  can  be  obtained  from  boiling  water  in  long 
red  needles. 

^-Nafphtliolazobenzcnc-ii-sididlionic  acid  occurs  in  commerce  as 
the  sodium  salt,  under  the  names  of  ^-Naphthol  orange,  Orange 
II.,  Tropceolin  000,  No.  2 ; Mandarin  G,  Chrysaurein,  &c.,  and  is 
prepared  in  a similar  manner  to  the  preceding  compound  from 
/S-naphthol  and  sulphonic  acid.’^  It  crystallizes  from  hot  water 
in  orange-yellow  plates,  which  lose  their  water  of  crystallization 
on  drying,  and  fall  to  a scarlet-red  powder.  When  concentrated 
hydrochloric  acid  is  added  to  the  alcoholic  solution,  the  suljDhonic 
acid  separates  out  in  hair-like  red  needles.^  The  commercial 
product  is  used  for  dyeing  orange  on  wool,  silk,  and  cotton,  mor- 
danted with  aluminium  stannate,  and  it  is  also  employed  in  con- 
junction with  red  colouring  matters  for  scarlet,  &c.,  as  well  as 
with  indigo-carmine  for  different  shades  of  brown,  olive,  &c. 

When  /3-naphthol  orange  is  made  into  a 23aste  with  hot  water, 
a solution  of  acid  sodium  sulphite  added,  and  the  mixture  heated 
on  the  water-bath,  the  colour  of  the  solution  changes  from 
brownish-red  to  yellow,  and  on  the  addition  of  salt  a new  dye, 
known  as  Narcein,  CjoHq(OH)NH — N(S03Na)CgH^.S03Na,  is 
precipitated  in  yellow  crystals.^ 

Mandarin  G B,  CgH3(CH3)(S03Na)N2.CioHg.OH,  is  obtained 
by  the  action  of  o-diazotoluenesulphonic  acid  on  an  alkaline 
solution  of  /S-naphthol,  and  forms  a brick-red  powder,  which 
dissolves  in  water  with  a reddish-yellow  colour.  It  forms  a 
magenta-red  solution  in  sulj:)huric  acid,  from  which  it  is  separated 
by  water  as  a yellowish-brown  flocculent  j)recipitate. 

^-NctpMholctzophenolsidphonic  acid,  CjoHg(OH)N2.CgH3(OH) 
SO3H,  is  the  first  red  azo-dye  which  was  brought  into  the 
market,  and  was  obtained  by  Griess  by  converting  o-amido- 
phenol-y?-sulphonic  acid  into  the  diazo-compound,  and  bringing 
this  into  a solution  of  /S-naphthol  in  caustic  soda.'^  Hydrochloric 
acid  added  to  the  carmine-red  solution  preci23itates  the  colouring 
matter.  The  sodium  salt  produces  pink  or  red  shades  on  alumina 
or  tin  mordants,  which  are  fast  towards  light. 

Poncecm  ^ G B,  CgHg.N2.CjQH5.(0H)S03Na,  which  is  also 
called  Bridiant  orange  or  Croccin  orange,  was  first  prepared  by 
Griess  by  the  action  of  diazobenzene  nitrate  on  an  alkaline 

^ For  the  manufacture  see  Miihlhauser,  Bingl.  Pohjtech.  Jour.  264  187. 

- Hofmann,  Ber.  10,  1378  ; Griess,  Ber.  n',  2198  ; Miller,  Bcr.  13,  268. 

Cf.  Spiegel,  Ber.  18,  1479  ; Holting,  Monit.  Scicnt.  1886,  319,  ic’c. 

German  Patent,  No.  3224,  ]\Iarch  12th,  1878.  ’ 
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solution  of  /i?-naphthol-/3-sulphonic  acid.  The  free  acid  crystal- 
lizes in  reddish-brown  needles  with  a metallic  green  surface 
lustre.^  The  commercial  sodium  salt  is  a fiery  red  powder, 
which  forms  an  orange-coloured  solution  in  water. 

Azococcin,  C6H3(CH3).3.N2.CioH5(OH)S03Na,  is  obtained  by 
the  action  of  diazo-xylene  on  1 : 4-naphtholsulphonic  acid,  and  is 
a reddish-brown  powder,  only  sparingly  soluble  in  water,  which 
forms  a magenta-red  solution  in  sulifiiuric  acid.  It  is  employed 
for  dyeing  silk  red,  and  produces  a red  on  wool  which  withstands 
milling. 

Scarlet  B is  formed  in  a similar  manner  from  /9-naphthol-^- 
sulphonic  acid,  and  occurs  in  commerce  as  a cinnabar-red 
powder  which  dissolves  in  water  with  a yellowish-red  and  in 
sulphuric  acid  with  a magenta-red  colour.  It  is  employed  for 
dyeing  wool,  and  for  the  preparation  of  lacquer  colours. 

Ponceau  2 E,  CgH3(CH3)2.N2.CioH4(OH)(S03Na)2,  is  largely 
used  as  a substitute  for  cochineal,  and  is  prepared  from  commercial 
xylidine,  which  is  diazotized  with  sodium  nitrite  in  hydrochloric 
acid  solution,  an  ammoniacal  solution  of  sodium  ^-naphthol-a- 
disulphonate  being  then  added.  It  is  a red  powder,  freely  soluble 
in  water ; concentrated  sulphuric  acid  dissolves  it  to  a red 
solution  which  becomes  reddish-yellow  on  dilution  with  water. 

Fetst  red  or  Rocedlin,  CioH(.(OH)N2.CioH6S03Na,  was  dis- 
covered in  1877  by  Caro  and  Roussin,  and  is  formed  by 
the  action  of  1 : 4-diazonaphthalenesulphonic  acid  on  an  alkaline 
solution  of  ^-naphthoh  It  occurs  in  commerce  as  a brownish- 
red  powder,  which  is  sparingly  soluble  in  cold,  readily  in  hot 
water  with  a poppy-red  colour.  It  forms  a violet-coloured  solu- 
tion in  sulphuric  acid,  which  changes  to  yellowish-brown  on 
dilution.  In  acid  solution  it  dyes  wool  and  silk  very  full  shades. 
Cotton  must  first  be  mordanted  by  being  passed  through  sodium 
stannate  and  then  through  alum  solution.  Fast  red  can  be 
applied  in  conjunction  with  magenta,  orange  II.,  naphthol 
yellow  or  indigo-carmine,  and  is  used  in  most  cases  as  a 
substitute  for  the  red  dye-woods  and  archil. 

The  free  acid  is  slightly  soluble  in  cold,  more  readily  in  hot 
water,  very  readily  in  alcohol,  with  a blood-red  colour,  and  is 
precipitated  from  the  boiling  solution  by  hydrochloric  acid  in 
reddish-brown  needles,  which  form  a blood-red  powdei.  The 
pure  sodium  salt  crystallizes  from  water  in  brown  needles.  The 
calcium  and  harium  sedts  are  scarcely  soluble  in  water. 

^ Ber.  11,  2197  ' Grie.ss,  Ber.  11,  2199. 
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DISAZO-COLOURING  MATTERS. 

2670  Disazobenzene-a-  naphthol,  (CgH5N2)2CjoH5.0H,  is  readily 
formed  when  a solution  of  two  molecules  of  diazobenzene  cliloiide 
is  allowed  to  run  into  a solution  of  one  molecule  of  o.-naplitliol, 
which  must  be  kept  faintly  alkaline ; it  is  deposited  after 
twelve  hours  as  a brown  powder.  When  its  solution  in  aniline 
is  allowed  to  cool,  it  separates  out  as  a mass  of  slender  dark- 
green  needles,  which  are  readily  soluble  in  ether  and  benzene, 
with  difficulty  in  alcohol,  and  melt  at  183°.  It  forms  a dark- 
green  coloured  solution  in  sulphuric  acid.  Its  constitution  is 
shown  by  the  fact  that  it  is  decomposed  into  aniline  and  2 : 4- 
diamido-a-naphthol  by  treatment  with  tin  and  hydrochloric 
acid.^ 

Its  sulphonic  acid,  [0^114(80311) NJgCioHg.OH,  is  manufactured 
in  a similar  manner  from  ^^-diazobenzenesulphonic  acid  and  a- 
naphthol.  The  sodium  salt  is  sold  as  Fast  brown  G,  and  is  a 
brown  powder  which  forms  a brownish-red  solution  in  water  ; 
in  which  hydrochloric  acid  produces  a bluish-violet  precipitate, 
and  caustic  soda  a cherry-red  colouration.  The  sodium  salt 
forms  a violet  coloured  solution  in  sulphuric  acid,  and  is  decom- 
posed by  reduction  into  sulphanilic  acid  and  2 : 4-diamido-a- 
naphthol  (Krohn).  It  is  employed  for  dyeing  wool  brown,  whilst 
a-naphthol  orange,  which  is  obtained  from  equal  molecules  of 
the  above  compounds,  is  an  orange-yellow  colouring  matter. 
The  Fast  broiun  which  is  obtained  from  a-naphthol  and  diazo- 
xylylsulphonic  acid  is  very  similar  to  fast  brown  G. 

Toluenc-azodiamidobmzenc-azonaplithalcne,C^li.^.'N^.Q^ffm.^^ 
Ng.CjQH-.  When  /S-diazonaphthalene  chloride  is  allowed  to 
act  upon  ??^-diamidobenzene,  naphtlialenc-azodiamidobenzcne , 
CjQH7.N2.CgH3(NH2)2,  is  formed.  This  substance  crystallizes  in 
elongated,  light-yellow  plates,  and  is  converted  by  the  action  of 
p-diazotoluene  into  the  above  compound.  The  latter  crystal- 
lizes in  small,  lustrous,  copper-red  jDlates,  readily  soluble  in 
chloroform,  from  which  they  are  reprecipitated  by  alcohol. 
It  is  not  a colouring  matter,  but  yields  one  on  treatment 
with  fuming  sulphuric  acid ; ^ this  substance  is  closely  re- 
lated to  Acid  brown  B,  which  is  obtained  by  the  action  of 

1 Krohn,  Bar.  21,  3240.  = Griess,  Bcr.  16,  2028. 
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1 : 4-diazonaphtlialenesulphonic  acid  on  clirysoidin  (Pt.  III., 
p.  370) : 

>0  + I 


C,oH,< 


aH,N=NCeH5 


SO.,  ' 


(NH,), 


.N=zzN C,H,zz:N.CeH5 


= C,oH,< 


^S02.0H 


(NH2), 


The  sodmm  salt  comes  into  the  market  as  a brown  powder, 
the  aqueous  solution  of  which  gives  a brown  precipitate  with 
hydrochloric  acid.  It  forms  an  olive-green  coloured  solution  in 
sulphuric  acid. 

Azobenzmmzo-^-na'phtliol  is  formed  when  an  alkaline  solution 
of  /S-naphthol  is  brought  together  with  one  of  diazo-azobenzene 
chloride  prepared  from  amido-azobenzene,  sodium  nitrite,  and 
hydrochloric  acid  : 

C6H5N=NCeH,Nz=NCl  -f-  CjoH^.OH  = 
C6H5N=NC6H,Nz=:NCioH,.OH  -h  HCl. 


In  this  way  a brick -red  powder  is  obtained,  which  is  insoluble 
in  alkalis  and  crystallizes  from  acetic  acid  in  brown  plates 
with  a green  metallic  lustre,  melting  at  195°.  It  is  slightly 
soluble  in  alcohol  and  cold  turpentine,  readily  on  heating.  It 
forms  a dark-green  coloured  solution  in  sulphuric  acid,  from 
which  it  is  precipitated  by  water.  Tin  and  hydrochloric  acid 
decompose  it  into  aniline,  yi-diamidobenzene  and  amido-/3- 
naphthol.^ 

It  is  used  under  the  name  of  Soudan  III.  for  colouring 
lacquers,  oils,  fats,  &c.  The  sodium  salts  of  several  of  its 
sulphonic  acids  are  also  sold  as  dyes. 

DisazohcnzencdihydTOxynaphthalcnc,  or  Plicnyldisazona])litlio- 
resorcinol,  (C6H5N2)2CioH4(OH)2,  is  obtained  when  an  alkaline 
solution  of  phenylazonaphthoresorcinol  is  treated  with  an  excess 
of  caustic  soda  solution,  and  the  brick-red  sodium  compound 
thus  formed  brought  together  with  diazobenzene  cldoride,  the 
mass  becoming  coloured  dark-red.  It  crystallizes  from  a mixture 
of  alcohol  and  chloroform  in  long  red  needles,  and  on  reduction 
yields  the  same  products  as  nitrosophenylazonaphthoresorcinol, 
so  that  it  must  have  the  following  constitution  (Kostanecki) : 

Nietzki,  Her.  13,  1838. 
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NzziNCcH, 

,0H 


.N=NC,H, 


OH 


Bisazolcnzene-a-ncqjhthylamine,  (CgH5N2)2C;^oH5NH2,  is  formed 
wlien  a solution  of  one  molecule  of  diazobenzene  chloride  is 
allowed  to  run  into  an  alcoholic  solution  of  one  molecule  of 
benzene-azo-a.-naphthylamine  to  which  sodium  acetate  has  been 
added.  It  crystallizes  from  aniline  in  well-developed  red  needles, 
melting  at  189°.  Its  salts  dissolve  in  alcohol,  forming  blue 
solutions,  and  are  decomposed  by  water.^ 

Fast  scaodet  or  Double  scarlet,  CgH4(S03Na)N2.C6H^N2. 
C,oHg.OH,  is  obtained  from  fast  yellow  or  amido-azobenzene- 
sulphonic  acid  by  diazotizing  and  running  the  product  into  an 
alkaline  solution  of  /3-naphthol.  It  is  a brownish-red  j)owder, 
forms  a poppy-red  solution  in  water,  and  imparts  a green  colour 
to  sulphuric  acid,  which  is  converted  by  water  into  blue,  bluish- 
red,  and  finally  scarlet. 

This  compound  is  a constituent  of  Biebricli  scarlet,  which  is 
obtained  by  treating  amido-azobenzene  sulphate  with  fuming 
sulphuric  acid.  The  disulphonic  acid  is  the  chief  product,  but 
is  accompanied  by  a smaller  amount  of  the  monosulphonic  acid. 
The  mass  is  neutralized  with  caustic  soda  solution  and  then 
diazotized  at  a low  temperature  with  sodium  nitrite  and  hydro- 
chloric acid,  the  liquid  thus  obtained  being  finally  run  into  a 
solution  of  y8-naphthol  in  caustic  soda  solution  at  a temperature 
of  about  5°. 

The  commercial  product,  which  is  also  called  Ponceau  8P,  is 
a reddish-brown  powder,  which  forms  a yellowish-red  solution 
in  water.  Its  green  solution  in  sulphuric  acid  is  coloured 
blue  by  water,  a flocculent  brown  precipitate  being  then  pro- 
duced. 

Biebrich  scarlet  dyes  wool  and  silk  the  same  shade  as 
cochineal.  Nietzki  has  prepared  its  constituents  in  the  pure 
state.  The  sodium  salt  of  the  monosulphonic  acid  crystallizes 
from  alcohol  in  elegant  red  needles;  that  of  the  disul2:)honic 
acid,  CgH4(S03Na)2N2.CgH3(S03Na)N2.CigHg.0H,  separates  out 
on  cooling  as  a gelatinous  mass,  changing  to  long  matted 
needles  when  common  salt  is  carefully  added  to  a hot  aqueous 

^ Krohn,  Bar.  21,  2346. 
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solution,  which  must  not  he  too  concentrated.  It  crystallizes 
from  dilute  alcohol  in  light-red,  hair-like  needles,  which  lose 
water  on  drying  and  become  brownish-red.  Concentrated 
hydrochloric  acid  separates  the  sulphonic  acids  from  their  salts 
in  brown  needles.  When  they  are  treated  with  zinc  dust  in 
alkaline  solution  they  decompose  into  amido-/3-naphthol  and 
the  sulphonic  acids  of  amidoazobenzene,  whilst  when  stannous 
chloride  is  used  the  latter  decompose  into  sul|Dhanilic  acid  and 
^:>-diamidobenzene  or  its  sulphonic  acid.^ 

By  the  action  of  diazo-azobenzene  on  /3-naphthol-a-disulphonic 
acid  Ponceau  SS  extra  is  formed,  whilst  ;S-naphthol-/3-disulphonic 
acid  yields  Brilliant  eroeein.  These  colouring  matters  are,  how- 
ever, at  present  only  of  inferior  value.^ 

Cloth  red  C,  C6H,(CH3)N2.C6H3(CH3)N2.CioH5(OH)S03Na, 
is  prepared  by  the  action  of  diazo-azotoluene  chloride  on 
^-naphthol-/3-sulphonic  acid,  and  is  a powder  which  is  only 
slightly  soluble  in  water  with  a brownish-red  colour,  and  forms 
a blue  solution  in  sulphuric  acid  ; on  the  addition  of  water  to 
this  a brownish-red  precipitate  is  produced. 

Cloth  red  B,  C,H,(CH3)N2.CeH3(CH3)N2CioH,(OH)(S03Na)2, 
is  obtained  in  a similar  manner  from  yS-naphthol-a-disulphonic 
acid.  The  brownish-red  powder  dissolves  in  water,  forming  a 
magenta-red  solution,  and  behaves  towards  sulphuric  acid  in  the 
same  manner  as  cloth  red  G. 

Both  these  substances  dye  shades  which  are  fast  to  light  and 
milling  and  can  also  be  used  in  conjunction  with  the  natural 
colouring  matters,  such  as  the  dye  woods,  for  dyeing  wool. 

Another  Cloth  red  B is  prepared  in  a similar  manner  from 
a-naphthol-/3-sulphonic  acid,  and  a Cloth  red  B extra  from 
/3-naphthol-a-sulphonic  acid,  whilst  Archil  red  A is  obtained  by 
the  action  of  diazo-xylene  chloride  on  ^-naphthol-a-disulphonic 
acid. 

Other  red  colouring  matters,  which  are  termed  Ponceau, 
Boi^deaux,  &c.,  are  obtained  from  the  diazobenzene-,  diazotoluene- 
and  diazo-xylene-sulphonic  acids  by  reaction  with  the  various 
naphtholsulphonic  acids. 

Fast  violet,  C6H4(S03Na)N2.Ci„Hc.N2.CioH5(OH)S03Na,  which 
produces  a reddish-violet  shade  on  wool,  is  obtained  by  diazotizing 
sulphandic  acid  and  converting  the  pioduct  by  means  of 
a-naphthylamine  into  naphthylamine-azobenzenesulphonic  acid, 

^ Nietzki,  Ber.  13,  800  and  1838. 

Friedlander,  Thcerfarhevfabr.  445 
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which  is  then  again  diazotized  and  caused  to  combine  with 
/3-naj)hthol-/3-sulphonic  acid. 

Azo-Uaclc,  CioHe(S03Na)N,.CioH6.N2.CioH4(OH)(S03Na)2,  is 
prepared  by  sulphonating  /3-naphthylamine  and  converting 
the  mixture  of  sulphonic  acids  by  means  of  a-naphthylamine 
into  a-naphthylamine-azonaphthalenesulphonic  acids,  which  are 
then  diazotized  and  combined  with  ^-naphthol-a-disulphonic 
acid.  It  is  a blue-black  powder,  which  dyes  wool  bluish-violet, 
forms  a solution  of  the  same  colour  in  water,  and  imparts  a 
bluish-gTeen  colour  to  sulphuric  acid,  which  on  dilution  with 
water  becomes  blue,  a precipitate  of  the  same  colour  being 
subsequently  formed. 

NapMliol  hlack  B,  C;^oH5(S03]Sla)2N2.C;^oHg.N2.CjoH^(OH)(S03 
Na),,  is  obtained  by  converting  ^-naphthol-y5-disulphonic  acid 
into  the  corresponding  naphthylaminedisulphonic  acid  by  heating 
with  ammonia  and  then  preparing  from  this  a-naphthylamine- 
azonaphthyldisulphonic  acid,  which  is  finally  combined  with  /S- 
naphthol-a-disulphonic  acid.  It  is  a blue-black  powder  which 
forms  a violet-coloured  solution  in  water,  and  dyes  wool  blue-black 
in  an  acid  bath.  It  dissolves  in  sulphuric  acid,  forming  a green 
solution  which  is  changed  to  blue  by  the  addition  of  water,  a 
reddish-violet  precipitate  being  then  formed. 

Wool  black,  CH3.CgH,.NH.CioHg.N2.CgH3(S03Na).N2.CgH,. 
S03Na,  was  discovered  by  L.  Schad.  In  order  to  prepare  it, 
y)-tolyl-/3-naphthylamine  is  dissolved  in  alcohol,  the  equivalent 
amount  of  hydrochloric  acid  added  and  diazo-azobenzenedisul- 
phonic  acid  brought  into  the  solution.  The  acid  of  the  dye  which  is 
thus  formed  is  precipitated  by  the  addition  of  common  salt,  washed 
with  water  and  dissolved  in  sodium  carbonate  solution.  On  the 
addition  of  salt  to  this  liquid  the  wool-black  sej^arates  out  in 
fine  crystalline  plates  which  form  a blue-black  powder  after 
drying.  This  dissolves  in  water  with  a violet  colour,  whilst  its 
solution  in  sulphuric  acid  is  blue.  It  dyes  wool  a fast  dark 
bluish-violet  to  deep  black-blue,  a fine  black  being  produced 
when  naphthol-yellow  and  ethyl-green  are  added. 

Other  good  black  dyes  for  wool  are  obtained  by  employing 
the  diazonaphthalenedisulphonic  acids  instead  of  the  diazo- 
benzenedisulphonic  acids. 

Violet-black,  NH2.CjoHg.N2.CgH4.N2.CjoH5(OH)S03Na.  In 
order  to  prepare  this  substance,  monacetyl-j^-diamidobenzene 
is  diazotized  and  the  product  treated  with  an  alkaline  solution 
of  a-naphthol-a-sulphonic  acid.  The  azo-compoimd  thus  formed 
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is  boiled  with  caustic  soda  solution  to  replace  the  acetyl  group 
by  hydrogen  and  the  i>amidol)mzmmzonaj)litliolsul'phonic  acid, 
CgH4(NH2)N2.CjQH5(0H)S03H,  again  diazotized.  The  product 
is  then  brought  into  a hot  solution  of  a-naphthylamine  hydro- 
chloride, and  the  liquid  after  standing  for  a considerable  time 
heated  to  boiling.  The  filtered  and  washed  colouring  matter  is 
then  dissolved  in  hot  sodium  carbonate  solution,  and  the  sodium 
salt  precipitated  by  common  salt. 

Violet-black  is  a powder  with  a bronze  lustre  and  forms  a 
brownish-red  solution  in  water,  which  is  changed  to  reddish- 
violet  by  caustic  soda,  whilst  hydrochloric  acid  produces  a violet 
precipitate.  It  dissolves  in  concentrated  sulphuric  acid  to  form 
a blue  coloured  solution  in  which  water  produces  a violet  ]3re- 
cipitate. 

Violet-black  not  only  dyes  silk  and  wool  but  also  unmordanted 
cotton  a fine  dark  violet-black  in  a faintly  alkaline  soap-bath. 
It  is  employed  as  a ground  for  aniline  colours,  since  it  also  acts 
as  a mordant  for  these. 

As  already  mentioned,  only  the  water-soluble  sulphonic  acids 
were  at  first  used  for  dyeing,  as  considerable  difficulty  was 
experienced  in  applying  the  spirit-soluble  colouring  matters. 
These  were  however  overcome  by  the  discovery  that  the  dyes 
in  question  combine  with  acid  sodium  sulphite  or  ammonium 
sulphite  to  form  soluble  compounds,  which  can  again  be  decom- 
posed by  steaming  or  by  alkalis,  the  colouring  matter  being 
thus  fixed  on  the  fibre  (Pt.  III.  p.  360). 

Azarin,  CgH2Cl2(OH)NH.N(S03NH4)CioHg(OH),  is  a sub- 
stance of  this  class  which  was  for  a time  brought  into  the 
market  and  is  obtained  by  heating  the  compound  formed  by  the 
action  of  diazodichlorophenol  on  yS-naphthol  with  a solution  of 
acid  ammonium  sulphite.  It  can  be  employed  in  calico  printing 
since  the  dichloroplunolazo-IB-iiaplitliol,  CgH2Cl2(OH)N2.C4QHg.OB[ , 
which  is  set  free  by  steaming,  combines  with  the  alumina  with 
which  the  fabric  is  simultaneously  mordanted  to  form  a fine 
red  compound.  Other  azarins  were  also  prepared  but  the 
process  proved  to  be  too  dear. 

Holliday  and  Grassier  had  even  before  this  proposed  to 
produce  tlie  insoluble  azo-dyes  on  the  fibre  itself,  and  in  this 
way  to  fix  them,  especially  upon  cotton.  Difficulties  were 
met  with  but  these  have  now  been  overcome. 

The  material  is  first  passed  through  an  alkaline  solution  of 
a-naphthol,  yS-naphtliol,  or  some  other  phenol,  hung  up  in  a 
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cold  drying  room  until  dry  and  tlien  taken  through  a solution 
of  a diazo-salt.  The  colour  has  a better  appearance  when  no 
free  mineral  acid  is  present,  and  it  is  therefore  usual  to  add 
sodium  acetate  to  the  diazo-solution  before  employing  it. 
Yarn  does  not  require  to  be  dried  but  is  simply  wrung  out 
and  then  passed  through  the  diazo-bath ; the  colour  rapidly 
develops  and  the  material  is  then  well  washed  with  water. 
An  essential  condition  is  that  the  temperature  must  not  rise 
above  5°,  so  that  ice  must  usually  be  added.  The  azo-colours 
can  be  fixed  in  a similar  way  in  calico  printing,  the  cloth 
being  first  passed  through  an  alkaline  naphthol  solution,  then 
dried,  and  finally  printed  with  a thickened  diazo-solution , or 
the  cloth  can  be  first  printed  with  the  naphthol  solution  and 

then  brought  into  the  diazo-bath.^ 

According  to  another  process  a thickened  concentrated  solu- 
tion of  the  diazo-salt  is  printed  on  to  the  cloth,  which  is  then 
dried  in  the  cold  and  passed  through  the  alkaline  naphthol 
solution,  after  which  it  is  well  washed  and  boiled  in  soap  solu- 
tion. Any  required  combination  of  colours  can  be  obtained  by 
the  use  of  mixtures  of  phenol-  or  diazo-compounds.^ 

Wool  is  well  known  to  have  the  power  of  absorbing  many 
colouring  matters  and  other  chemical  compounds,  and  a further 
account  of  this  property  will  be  given  in  discussing  the  rosani- 
line  dyes.  It  may  here  be  mentioned  that  the  sulphonic  acids 
of  the  naphthols  are  fixed  by  wool  both  in  acid  and  in  neutral 
solution  in  such  a way  that  they  cannot  be  washed  out.  If  the 
wool  is  subsequently  brought  into  the  solution  of  a diazo-salt 
and  ammonia  added,  the  colouring  matter  is  developed  in  the 
fibre.  The  sulphonic  acids  of  the  naphthylamines  are  also  fixed 
by  wool.  When  naphthionic  acid  is  used  and  is  then  diazotized 
in  an  acidified  sodium  nitrite  solution,  the  wool  on  treat- 
ment with  an  alkaline  /3-naphthol  solution  takes  the  shade  of 
fast  red. 

This  new  jDrocess  of  dyeing  however  does  not  appear  to  be  of 
any  technical  importance.^  ^ 

^ Farbw.  vorm.  Meister,  Lucius  and  Briining,  Chem.  Zeit.  Rep.  1889,  13,  212 
and  274.  ^ Schultz,  Steinhohlcntheer,  2,  1038. 

® Hirsch,  Ohem.  Zeit.  1889,  13,  432  and  449. 
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PHOSPHORUS  DERIVATIVES  OF 
NAPHTHALENE. 

2671  Naphthyl  phosphorus  chloride,  CJQH7PCI2,  was  obtained 
by  Kelbe  by  the  action  of  phosphorus  trichloride  on  mercury- 
naphthyl  as  an  oily  liquid  which  boils  with  decomjDosition 
above  360°. 

Naphthyl  hypophosphinic  acid,  C^oH7P(OH)2,  is  formed  by  the 
decomposition  of  the  chloride  with  water,  and  crystallizes  in 
small  needles,  which  melt  at  125 — 126°,  and  are  slightly  soluble 
in  cold,  more  readily  in  hot  water.  On  boiling  with  silver 
nitrate  solution,  silver  is  precipitated. 

Naphthylphosphinic  acid,  CioH7PO(OH)2,  is  prepared  by  com- 
bining the  chloride  with  chlorine  and  decomposing  the  product 
with  water.  It  is  sparingly  soluble  in  cold,  more  freely  in  hot 
water,  crystallizes  in  long  needles,  melts  at  190°,  and  when 
strongly  heated  becomes  partially  carbonized  and  decomposes 
into  naphthalene  and  metaphosphoric  acid.  The  silver  salt, 
Ci()H7PO(OAg)2,  is  a white  precipitate  which  becomes  dark 
coloured  in  the  light. 

Dinaphthylphosphinic  acid,  (CioH7)2PO(OH),  is  formed,  together 
with  naphthylhypophosjDhinic  acid,  when  the  crude  chloride  is 
decomposed  with  water.  It  is  insoluble  in  water  and  crystallizes 
from  alcohol  in  nodular  aggregates  of  needles,  which  melt  at 
202 — 204°  and  solidify  on  cooling  to  a crystalline  mass.  It 
decomposes  the  alkali  carbonates  and  is  reprecipitated  by  acids 
as  a curdy  mass. 

Dicthylnaphthylp)hosphinc,  CioH7P(C2H5)2,  is  formed  by  the 
action  of  zinc  ethyl  on  the  chloride.  It  is  an  oily  liquid,  which 
has  a repulsive  odour,  resembling  that  of  phenyljDhosphine,  and 
boils  with  decomposition  above  360°.  It  unites  with  ethyl 
i odideto  form  tricthylnaphthylp>hosphoniumiodide,  CioH7P(C2H5)3l, 
which  crystallizes  from  water  in  well-formed  plates,  melting 
at  200°.i 


1 Ber.  9,  1051  ; 11,  1499. 
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ARSENIC  DERIVATIVES  OF  NAPHTHYL. 

2672  Naphthylarscnious  chloride,  is  obtained  by  the 

action  of  arsenic  trichloride  on  mercury  naphthyl.  It  is  a white 
crystalline  powder,  melts  at  63°,  and  is  readily  soluble  in  alcohol, 
but  insoluble  in  water,  and  is  not  decomposed  by  the  latter  even 
on  heating. 

Naphthylao'scnioits  oxide,  CjoHr-A-sO,  is  formed  by  the  decom- 
position of  the  chloride  by  alkalis  as  a white  powder,  which 
melts  at  245°,  and  is  insoluble  in  water,  slightly  soluble  in 
alcohol.^ 

Naphthylarsinic  acid,  CjoH7^sO(OH)2,  is  obtained  by  the 
action  of  chlorine  and  water  on  the  chloride,  and  crystallizes  in 
well-formed  needles,  melting  at  197°  (Kelbe). 

Arsenonajphthcdene,  (CioH7)2As2,  is  prepared  by  heating  the 
oxide  with  alcohol  and  solid  phosphorous  acid : 

C,oH,As 

2CioH.AsO  + 2PO3H3  = 11+2  PO4H3. 

C10H7AS 

It  is  a powder  which  consists  of  slender  yellow  needles,  melts 
at  221°,  is  sparingly  soluble  in  alcohol,  insoluble  in  water,  and 
combines  with  chlorine  to  form  naphthylarsenious  chloride. 


MERCURY  DERIVATIVES  OF  NAPHTHALENE. 

2673  Mercury  naphthyl,  Hg(CioH^)2,  is  obtained  by  heating 
a-bromonaphthalene  with  pasty  sodium  amalgam,  coal-tar 
naphtha  boiling  at  120 — 140°  and  a little  ethyl  acetate.  It 
crystallizes  in  small,  lustrous  rhombic  prisms,  which  melt  at 
243°  and  are  odourless.  It  is  only  slightly  soluble  in  boiling 
alcohol,  more  freely  in  boiling  benzene,  and  readily  in  hot 
chloroform  and  carbon  disulphide.  On  heating  with  concen- 
trated hydrochloric  acid,  naphthalene  and  mercuric  chloride  are 
formed ; hydrobromic  and  hydriodic  acids  act  in  a similar 
manner. 


^ Michaclis  and  Schulte,  Ber.  15,  1952. 
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Nai^litliylmer curie  hromidc,  C^QH^HgEr,  is  formed  by  the  action 
of  bromine  on  mercurynaphtliyl,  or  by  beating  the  latter 
with  mercuric  bromide  to  120 — 130°.  It  crystallizes  in  pliable 
needles,  with  a velvet  lustre,  and  melts  at  195 — 196°. 

Nci'plitliylmcr curie  iodide,  C^QH^Hgl,  is  obtained  when  the 
calculated  amount  of  iodine  is  added  to  a solution  of  mercury- 
naphthyl  in  carbon  disulphide.  It  crystallizes  in  velvety, 
pliable  needles,  which  melt  at  185°,  and  are  sparingly  soluble  in 
cold,  more  freely  in  hot  water.  By  the  further  action  of  iodine 
it  is  converted  into  a-iodonaphthalene,  and  on  treatment  with 
sodium  amalgam  yields  mercurynaphtliyl. 

Naplithylmer curie  acetate,  Cj^QH^HgO.CO.CHg,  is  formed  when 
mercurynaphtliyl  is  heated  with  glacial  acetic  acid  : 

(CioH;)2Hg  + HO.CO.CH3  = CioH,Hg.O.CO.CH3  -h  C.oH^. 

It  crystallizes  from  hot  alcohol  in  small  needles  with  a velvet 
lustre,  melts  at  154°,  and  decomposes  into  mercuric  iodide, 
naphthalene  and  acetic  acid  on  heating  with  hydrochloric  acid. 
The  formate  is  an  oily  liquid,  whilst  the  loutyratc  crystallizes  in 
elegant  silky  needles,  melting  at  200°.^ 

^ Otto,  Annalen,  147,  164  ; 154, ‘188. 
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METHYLNAPHTHALENE  GROUP. 

MeTHYLNAPHTHALENE,  C10H7.CH3 

2674  The  two  isomeric  metliylnaphtlialenes  occur  in  coal-tar/ 
and  in  the  products  which  are  obtained  when  colophonium, 
benzoin,  or  aldehyde  resin  are  heated  with  zinc  dust.^  They  are 
also  formed,  together  with  other  hydrocarbons,  when  naphthalene 
is  heated  with  ethylene  bromide  and  aluminium  chloride/ 
a-MetlujlnapUhakne  was  first  prepared  by  Fittig  and  Remsen 
by  acting  with  sodium  on  a mixture  of  a-bromonaphthalene 
and  methyl  iodide,  other  jDroducts  being  also  formed  and  much 
naphthalene  regenerated/  A much  better  yield  is  obtained  by 
distilling  naphthylacetic  acid,  C^QH^.CHg.CO^H,  with  lime."'' 
In  order  to  extract  this  hydrocarbon  from  purified  coal-tar  oil, 
the  portion  boiling  between  200°  and  300°  is  submitted  to 
fractional  distillation.  The  fraction  boiling  at  239 — 242°  is 
then  cooled  to  0°,  at  which  temperature  the  gTeater  portion 
of  the  /3-methylnaphthalene  crystallizes  out,  the  liquid  portion 
being  drained  off  on  the  filter  pump  and  cooled  to  — 15°.  A 
further  crystallization  is  thus  obtained,  and  by  a repetition 
of  this  process  all  the  ^-methylnaphthalene  can  be  removed. 
As  soon  as  this  has  been  done  the  liquid  is  rectified  over 
sodium  (Schulze).  The  metliylnaphtlialenes  obtained  by  the 
aluminium  chloride  reaction  can  also  be  separated  in  this 
manner. 

a-Methylnaphthalene  is  a liquid  which  has  an  aromatic  odour, 
does  not  solidify  at  — 18°,  and  boils  at  240 — 242°.  It  combines 
with  picric  acid  to  form  the  compound  -f-  CgH3(N02)30, 

which  crystallizes  from  alcohol  in  orange-yellow  slender  needles, 
united  in  fascicular  aggregates,  and  melts  at  116°. 

^ Reingruber,  Annalen,  20  6,  375  ; Schulze,  Ber.  17,  842  and  1527. 

^ Ciamician,  Ber.  H,  269  ; 13,  1865. 

® Roux,  Ann.  Chim.  Phys.  VI.  12,  289. 

■*  Annalen,  155,  112.  ® Boessneck,  Ber.  16,  1546. 
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Brom-a-mdliylna^Mlmlcnc,,  CjQH^Br.CHg,  is  formed  when 
molecular  proportions  of  a-metliylnaphthalene  and  bromine  are 
mixed  in  solution  in  carbon  disulphide  and  the  liquid  exposed 
to  sunlight.  It  is  a liquid  which  has  a faint  smell  resembling 
that  of  bromotoluene,  and  boils  with  slight  decomposition  at 
298°.  With  picric  acid  it  forms  the  compound  C^^H^Br  + CgHg 
(N0.2)30,  which  crystallizes  from  alcohol  in  deep  yellow  needles, 
melting  at  105°  (Schulze). 

^-Methylnajohthcdcnc  is  also  formed  when  the  /3-methyl- 
naphthols  are  distilled  over  heated  zinc  dust,  and  crystallizes  from 
alcohol  in  large  jolates  witli  a fatty  lustre,  or  in  pearly  needles. 
It  has  an  aromatic,  somewhat  irritating  odour,  and  a burning 
taste,  melts  at  37 — 38°,^  and  boils  at  241 — 242°.  With  picric 
acid  it  forms  the  compound  Cj;^IIjgq-CgIl3(N02)30,  which  crystal- 
lizes in  well-developed  deep-yellow  needles,  melting  at  115°.^ 

Bromo-^-metliylnaijJitliaUne,  CjQHgBr.CH3,  is  obtained  in  a 
similar  manner  to  the  a-compound  which  it  closely  resembles. 
It  boils  at  296°,  and  forms  a picric  acid  compound  which  crystal- 
lizes in  deep  canary-yellow  coloured  needles,  melting  at  113° 
(Schulze). 

Nitro-^-mcthylnaplithalcnc,  CjQHg(N02)CH3,  is  formed  when 
/S-methylnaphthalene  is  agitated  with  nitric  acid  of  sp.  gr.  1’36. 
As  soon  as  the  mixture  has  cooled,  a volume  of  sulphuric  acid 
equal  to  that  of  the  nitric  acid  is  added  to  the  well-stirred 
liquid,  which  is  then  heated  nearly  to  boiling.  The  product 
which  crystallizes  out  on  cooling  is  separated  by  recrystallization 
from  alcohol  from  the  difficultly  soluble  dinitro-compounds,  which 
are  also  formed.  Nitro-/9-methylnaphthalene  crystallizes  in 
thin,  light-yellow  needles,  melts  at  81°,  and  can  only  be  distilled 
without  decomposition  under  a pressure  of  40  mm.  (Schulze). 

Binitro-^-methylnap>hthcdcnc,  CjqH5(N02)2CH3,  forms  slender 
needles,  which  are  strongly  refractive,  and  melt  at  206°. 

1-Hydroxy- (3-mcthylnaphtlialcnc,  or  2 : l-Methylnap)}itliol, 

CioHg(OH)CH3,  IS  obtained  by  the  distillation  of  phenylhomo- 
paraconic  acid  : 

OH 


CeH, 


CO— CH— CHg 

>0  I 

CH— CH— COgH 


C0H4 


C^=tC.CH3 

CHz=CH 


+ CO2  + H2O. 


^ Lieberinann,  Ber.  20,  3182  ; Annalcn,  255,  261  and  273. 
2 Schulze,  loc.  cit. 
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It  crystallizes  in  yellow  needles,  which  melt  at  89°,  and  forms 
a colourless  solution  in  hot  water  from  which  it  always  separates 
even  in  the  dark,  as  a coloured  substance. 

4i-Hydroxy-^-methylnapUhcdcne,  or  2 : ^-Mcthylnaphthol,  is 
obtained  from  phenylisohomoparaconic  acid  : 


,CH— 

>0  I 

CO— CH., 


,CHz=C.CH, 


C6H,< 


+ H,0  + C0. 


^C=CH 


OH 


It  forms  colourless  needles  and  melts  at  92°.  Both  these 
compounds  give  a characteristic  green  precipitate  with  bleaching 
powder,  which  becomes  yellow  after  some  time  (Liebermann). 


NAPHTHOMETHYL  COMPOUNDS. 

2675  These  substances  stand  in  the  same  relation  to  naphtha- 
lene as  the  benzyl-compounds  to  benzene,  and  have,  therefore, 
also  been  called  the  naphthobenzyl-compounds. 

a-Naphthomethyl  alcohol,  C]^qH7.CH2.0H,  is  obtained  by  heating 
a solution  of  a-naphthomethylamine  hydrochloride  with  sodium 
nitrite.  It  is  readily  soluble  in  alcohol,  less  freely  in  hot,  and 
sparingly  in  cold  water,  from  which  it  crystallizes  on  evaporation 
in  long,  lustrous  needles.  It  melts  at  59’5 — 60°,  and  boils  at 
301°  under  a pressure  of  715  mm. 

a-Najphthomcthylaminc,  C^oH7.CH2.NH2,  was  prepared  by 
Hofmann,  who  termed  it  mcnaphthylamine,  by  the  action  of  zinc 
and  hydrochloric  acid  on  an  alcoholic  solution  of  a-naphthothi- 
amide,^  C^oH-.CS.NHg,  a-a-dinai^hthylethane,  Cj^^H7C2H4.CioH7, 
being  simultaneously  formed.^ 

a-Naj)hthomethylamine  is  a very  caustic  liquid,  which  boils 
at  290 — 293°  and  absorbs  carbon  dioxide  so  eagerly  that  it 
cannot  be  poured  from  one  vessel  into  another  without  a film  of 
the  difhcultly-soluble  carbonate  being  formed  upon  the  surface. 
Wlien  it  is  heated  with  chloroform  and  alcoholic  caustic  soda 
solution,  naplithomcthylcarhaminc,  CjqH7.CH.,.NC,  a substance 
distinguished  by  its  abominable  odour,  is  formed. 

1 Bcr.  1,  100.  - Bamberger  and  Lodter,  Ber.  21,  51  and  256. 
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a-Na'plithomctliylamine  hydrochloride,  CjQH^.CHg.NHgCl,  crys- 
tallizes readily  in  long,  sparingly-soluble  needles,  and  forms  a 
plcitinochloridc,  wliicli  is  a yellow  crystalline  precipitate. 

a-Naphthomethylamine  nitrite,  CioH^.CHg.NHg.NO.^,  is  formed 
in  a remarkable  manner  wben  aqueous  solutions  of  the  hydio- 
cliloride  and  of  sodium  nitrite  are  mixed.  It  soon  separates 
out  as  a mass  of  lustrous  needles,  and  is  sparingly  soluble  in 
cold  water,  from  wliicli  it  crystallizes  on  evaporation  in  long, 
slender  prisms.  When  it  is  heated  in  a capillary  tube  it 
remains  unaltered  until  the  temperature  reaches  148'5°,  and  then 
suddenly  melts  and  froths  up,  the  same  decomposition  taking 
place  as  is  caused  by  water  at  50 — 60°  (Bamberger  and  Lodter)  : 

C10H-.CH2.NH3.O.NO  = C10H7.CH2.OH  d-  H2O  -P  N2. 

It  therefore  resembles  ac-tetrahydro-/3-naphthylamme  m its 

properties  (p.  172).  i 

a-Naphthoniethylamine  nitrate,  C10H7.CH.2NH3.NO3,  is  also 
sparingly  soluble,  and  crystallizes  in  elegant  prisms  resembling 
those  of  saltpetre  (Hofmann). 

Tetrahydro-a-na'phthoinethylainine,  C10Hn.CH2.NH2,  is  foimed, 

too-ether  with  dihydronaphthalene  (p.  84)  by  the  action  ^ of 
sodium  on  a boiling  alcoholic  solution  of  a-naphthonitrile, 
C H .CN.  It  is  a viscid,  oily,  strongly  refractive  liquid,  which 
has  a somewhat  sweet  ammoniacal  odour,  distinctly  resembling 
that  of  piperidine,  boils  at  269—270°,  and  absorbs  carbon 

dioxide  very  energetically.  7 7 • 7 n xx  nxr 

Tetrahyd,ro-a-na'phthomethylamine  hydroehloridc,  CioHh.UxIo. 

NH  Cl,  crystallizes  from  hot  water  in  fascicular  groups  of 
lustrous  needles,  and  is  precipitated  by  hydrochloric  acid  from 
aqueous  solution  in  silver-white  plates.  Vtie  pMnwdilm-ide, 
(C  H N)2BtClp,,  is  a chamois-yellow,  crystalline  precijiitate, 
which'crystallizes  from  hot  water  in  rosettes  of  lustrous  needles. 
When  ammonium  picrate  is  added  to  a solution  of  the  hydro- 
chloride, a yellow  turbidity  is  produced,  and  on  agitation  a 
precipitate  of  yellow  lustrous  needles,  readily  soluble  in  hot 
water,  is  formed.^ 

If  potassium  permanganate  be  added  to  a solution  of  the 
hydrochloride  made  alkaline  with  caustic  potash  and  cooled  by 
ice,  phthalic  and  oxalic  acids  are  formed.  This  fact  shows  that 
the  base  has  the  following  constitution  : - 

1 Bamberger  and  Lodter,  Ber.  20,  1703. 

2 Bamberger  and  Helwig,  Ber.  22,  1912. 
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/CH — CH, 

I 

\CH2— CH2 

AcetotctrahyclTO-a-naplithomctliylamine,Q^^yyG]l2^^-^^'^^‘i’ 

is  obtained  by  heating  the  base  with  acetic  anhydride  and 
sodium  acetate.  It  crystallizes  in  pearly  scales,  melting  at 
88-5°. 

Phcnyl-a-tetrahydronaioMliomcthyl  carlamide,,  CgH5.NH.CO. 
NH.CH,.CioHii,  is  formed  by  the  action  of  phenyl  isocyanate 
on  the  base.  It  crystallizes  from  warm  alcohol  in  white,  lustrous 
plates,  melting  at  126‘5°. 

2676  ^-NapUhomcthyl  alcohol,  CigHy.CHg.OH,  is  prepared  by 
heating  an  aqueous  solution  of  /3-naphthomethylamine  hydro- 
chloride with  sodium  nitrite.  It  crystallizes  in  lustrous  plates, 
melts  at  80 — 80'5°  and  is  sparingly  soluble  in  cold,  more  freely 
in  hot  water  and  readily  soluble  in  alcohol.^ 

^-NapMhomethyl  chloride,  CigH7.CH2Cl,  is  formed  when  chlorine 
is  passed  into  boiling  /S-methylnaphthalene ; it  crystallizes  in 
micaceous  plates,  melting  at  47°.  On  distillation  under  the 
ordinary  pressure  a slight  evolution  of  hydrochloric  acid  takes 
place;  under  a pressure  of  20  mm.,  it  boils  at  168°. 

^-NapMhomcthyl  Iromidc,  C^gH^.CHgBr,  is  obtained  in  a 
similar  manner,  and  crystallizes  from  alcohol  in  plates  with  a 
fatty  lustre,  which  melt  at  56°.  It  boils  at  213°  (100  mm.) 
forming  a vapour  which,  like  that  of  the  chloride,  has  an  odour 
resembling  that  of  the  vapour  of  the  corresponding  benzyl 
compound  and  attacks  the  mucous  membrane,  especially  of  the 
eyes,  in  a similar  manner.^ 

^-Naphthomcthylamine,  C^^gH».CH2.NH2,  is  formed,  together 
with  /S-y5-dinaphthylethane,  C2H4(CjqH^),  (Bamberger  and 
Lodter),  when  zinc  dust  and  alcoholic  hydrochloric  acid  are 
gradually  added  to  a solution  of  ^-naphthothiamide  in  alcohol. 
It  is  slightly  soluble  in  cold,  more  readily  in  hot  water  and 
readily  in  alcohol,  from  which  it  crystallizes  on  evaporation  in 
thick,  lustrous,  colourless  prisms,  melting  at  59 — 60°.  It 
absorbs  carbon  dioxide  so  vigorously  that  it  rapidly  becomes 
covered  with  a white  efEorescence  in  the  air.  It  precipitates  the 
hydroxides  from  solutions  of  salts  of  copper,  zinc,  and  lead. 

^ Bamberger  and  Boekmaiin,  Ber.  20,  1115. 


^ Schulze,  Ber.  17,  1527. 
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^-Naphthomcthylaminc  hydrochloride,  C10H7.CH2.NH3CI,  crys- 
tallizes ill  broad,  satin-lustrous  prisms,  which  are  readily  soluble 
ill  water  and  alcohol,  only  slightly  in  concentrated  hydro- 
chloric acid.  The  -platinochloride  is  an  egg-yellow,  flaky  crystal- 
line precipitate,  and  separates  from  hot  water  in  dendritic  aggre- 
gates of  slender  needles.  When  ammonium  picrate  is  added 
to  a solution  of  the  hydrochloride,  naiMhomcthylaminc  picrate 
separates  out  in  crystalline  flakes.  It  crystallizes  from  hot 
water  in  long,  golden -yellow,  lustrous  needles  (Bamberger  and 
Boekmann). 

Tetrahydro-^-naphthomethylamine,  CjqH^;^.CH2.NH2,  is  formed 
when  sodium  is  added  to  a hot  alcoholic  solution  of  /3-naphtho- 
nitrile.  It  is  a colourless,  transparent  oily  liquid,  which  smells 
like  the  a-compound  and  boils  at  270°.  On  exposure  to  the 
air  it  rapidly  becomes  converted  into  the  lustrous  needles  of 
the  carbonate. 

Tctrahydro-l3-nap)hthomethylaminG  hydrochloride,  CioHii-CIl2. 
NH3CI,  crystallizes  in  fascicular  groups  of  lustrous  needles, 
which  are  readily  soluble  in  water.  The  platinochloridc  is  an 
egg-yellow  precipitate,  which  crystallizes  from  hot  water  in 
lustrous  needles. 

Tctrcthydro-^-naphthomcthyla'minc  sulphate,  (C]^oHj^.CH2.NH3)2 
SO4,  forms  long,  thin  prisms  with  a vitreous  lustre,  which  are 
readily  soluble  in  water.  The  pierate  is  precipitated  as  an  oil, 
which  is  converted  by  agitation  into  yellow,  lustrous  needles.^ 

The  base  is  oxidized  by  potassium  permanganate  to  o-carboxy- 
hydrocinnamic  acid  and  phthalic  acid  : 

CH2— CH— CH2.NH2  .CO.OH 

C.h/  I +70  = C,H / 

\CH,-CH„  \CH,.CH,.CO.OH 

+ CO2  + H2O  -1-  NH3. 

Acetotetrahydro-^-naphtho'niethylamine,Q-^^-^y.(y^2^^-^^‘^^z^ 

is  obtained  by  heating  the  hydrochloride  with  acetic  anhydride 
and  sodium  acetate,  and  crystallizes  in  long,  lustrous  needles, 
melting  at  64 — 65°. 

Tetrahycho-^-naphthomethyl  carl)amide,  CjQH^^^.CHg.NH.CO. 
NH.„  is  obtained  by  evaporating  the  solution  of  the  hydro- 
chloride with  potassium  cyanate.  It  crystallizes  from  hot  water 
in  tablets,  which  have  a satin  lustre  and  melt  at  135  135‘5  . 


^ Bamberger  and  Boekmann,  Bcr.  20,  1711. 
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If  the  solution  contains  free  acid,  ditctra}iydro-na2Jhthomct]iyl 
carhcmide,  CO(NH.CH2.Ci^H^j2>  formed,  together  with  the 
preceding  compound.  It  is  more  readily  soluble  than  the  latter, 
and  forms  satin-lustrous  plates,  which  melt  at  225'5 — 226°. 

Ditctrahydronaijhthomethyl 

When  solutions  of  the  base  and  carbon  disulphide  in  absolute 
ether  are  mixed,  the  tliiocarlamate,  CjoH^j.CHg.NH.CS.SNHg. 
CHo.CioHjj,  separates  out,  which  crystallizes  from  alcohol  in 
vitreous  needles,  and  is  converted  by  boiling  with  alcohol  into 
the  thiocarbamide.  The  latter  forms  pearly  j)lates,  and  melts 
at  142'5 — 143°. 

rhenyl-^-tetra1iyd')^ona23ht}iomcthyl  carhamidc,  CgHg.NH.CO. 
NH.CH^CiqH^^,  forms  slender  needles  with  a vitreous  lustre, 
melting  at  141°. 

Plienyl-^-tetoxiliydrona2ohthomcthyl  tliiocarlamidc  has  been 
prepared  from  the  base,  and  phenyl  thiocarbimide ; it  crystal- 
lizes from  alcohol  in  rosettes  with  a vitreous  lustre,  and  melts 
at  139-5— I40°.i 


I 

THE  NAPHTHOIC  ACIDS, 

2677  These  substances  correspond  to  benzoic  acid  in  the 
benzene  series,  and  behave  in  a similar  manner,  since  they  are 
decomposed  by  heating  with  lime  into  carbon  dioxide  and 
naphthalene,  and  can  be  again  obtained  from  the  latter  by  the 
same  reactions  by  which  benzoic  acid  is  obtained  from  benzene. 

a-Naphthcddehyde,  or  a-Nci'pMJwmcthyl  aldehyde,  CjoHr^.CHO, 
is  readily  formed  when  potassium  dichromate  is  added  to 
a-naphthomethyl  alcohol  suspended  in  dilute  sulj^buric  acid.  It 
is  a viscid,  oily  liquid,  which  has  a faint  aromatic  odour,  and 
boils  at  291-6°.  Like  benzaldehyde  it  restores  the  colour  to  a 
solution  of  magenta  in  sulphurous  acid,  reduces  an  ammoniacal 
silver  solution,  and  readily  oxidizes  in  the  air.  It  combines 
witli  acid  sodium  sulphite  to  form  the  difficultly-soluble  com- 
pound, CjQHy.CH(0H)S03Na,  which  crystallizes  in  lustrous 
plates.^ 

KapUhometliylencoxime,  C^oH_.CH=NOH,  is  formed  when  the 
aldehyde  is  mixed  with  aqueous  hydroxylamine  hydrochloride, 

^ Bamberger  and  Hehvig,  Bcr.  22,  1912. 

" Bamberger  and  Lodter,  Bei'.  21,  250. 
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sodium  carbonate  and  sufficient  alcohol  to  produce  a clear  solution. 
The  mixture  is  allowed  to  stand  for  a few  days,  and  the  oxime 
then  extracted  with  ether.  It  crystallizes  from  alcohol  in 
colourless  needles,  is  only  slightly  soluble  in  hot  water,  and 
separates  from  the  latter  in  splendid  long  needles,  which  melt 
at  98°. 

Najphthometliylene  aniline,  C^^QH^.CH^N.CgHg,  is  formed  when 
the  aldehyde  is  brought  together  with  aniline  in  alcoholic 
solution  and  the  mixture  heated.  It  crystallizes  from  alcohol 
in  light-yellow  needles,  melting  at  71°.^ 

]\Ielting-point. 

Naphthomethylene-o-toluidine, 

C10H7.CH3zN.CgII4.CH3,  plates  or  yellow  trans- 
parent crystals 59° 

Naphthomethylene-^-toluidine,  long  yellow  needles.  93° 

Naphthomethylene-a-naphthylamine, 

CjoHk.CHzziN.CioH^,  nodular  masses  of  prisms  . 117° 

Naphthomethyleneplienylhydrazone,  CiqH^.CHzziN  .NH.CgHg, 

crystallizes  from  alcohol  in  light  yellow,  lustrous  lates,  which 
melt  at  185°,  and  become  coloured  red  in  the  light  (Bamberger 
and  Lodter). 

a-NaiMhoie  acid  was  discovered  by  Hofmann,  and  termed 
mcnaphthoxylic  acid.  He  obtained  it  by  converting  a-formo- 
naphthalide  into  naphthonitrile  by  heating  with  hydrochloric 
acid,  and  then  decomposing  this  with  alcoholic  caustic  soda."  It 
was  prepared  almost  simultaneously  by  Merz,  who  gave  to  it, 
as  the  benzoic  acid  of  the  naphthalene  group,  the  name  by 
which  it  IS  still  known.  He  obtained  it  and  also  ^-naphthoic 
acid  by  heating  the  corresponding  potassium  naphthalene- 
SLilphonate  with  potassium  cyanide  and  hydrolysing  the  nitrile 
thus  formed.^  a-Naphthoic  acid  is  also  formed  when  potassium 
a-naphthalenesulphonate  is  heated  with  sodium  formate.^  In 
order  to  prepare  it  a well-dried  intimate  mixture  of  3 paits 
of  sodium  a-naphthalenesulphonate  with  anhydious  feiro- 
cyanide  of  potassium  is  submitted  to  dry  distillation  in  a 
wrought-iron  tube  or  a flat  iron  retort  provided  with  a lid. 
The  crude  nitrile  is  purified  by  rectification,  and  is  then  de- 
composed by  heating  with  alcoholic  caustic  soda  to  130  140  , 

1 Brandis,  Ber.  22,  2148.  ' ^er.  1,  38. 

3 ZeitHchr.  Chem.  1868,  34  ; Merz  and  MUlilhauser,  Ber.  3,  709. 

V.  Meyer,  Annalen,  156,  274. 
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or  with  concentrated  hydrochloric  acid  to  150— 160°d  It  is, 
moreover,  unnecessary  to  separate  the  two  naphthalene- 
sidphonic  acids  before  employing  them,  as  the  mixture  of 
naphthoic  acids  obtained  can  easily  be  separated  by  boil- 
ino-  with  lime  water,  which  dissolves  the  a-acid,  whilst  the 
calcium  salt  of  the  /3-acid  remains  for  the  most  part  undissolved 
(Ekstrand). 

a-Naphthoic  acid  is  very  slightly  soluble  in  cold  and  only 
slightly  soluble  in  boiling  water,  but  dissolves  readily  in  hot 
alcohol,  from  which  it  crystallizes  in  needles,  melting  at 
160°. 

The  naphthoates  of  the  alkali  metals  are  readily  soluble  in 
water. 

Calcmm  a-naphthoate,  (CioH7.C02)2Ca  -h  2H2O,  crystallizes 
in  white  needles,  which  are  sparingly  soluble  in  water. 

Barium  a-naphthoate,  (CjQH^.C02)2Ba  4H2O,  also  forms 
sparingly  soluble  needles. 

Silver  a-naphthoate,  CioH7.C02Ag,  is  a white,  scarcely  crys- 
talline precipitate. 

Ethyl  a-naphthoate,  C10H7.CO2C2H5,  was  obtained  by  Hofmann 
by  the  action  of  absolute  alcohol  on  naphthoyl  chloride ; it  is 
also  formed  by  the  action  of  sodium  amalgam  on  a mixture  of 
ethyl  chloroformate  and  a-bromonaphthalene.^  It  is  a liquid 
which  has  an  aromatic  odour  and  boils  at  309°. 

a-Naphthoyl  oxide,  or  a-Naphthoic  anhydride,  (CioH7.CO)20 
was  prepared  by  Hofmann  by  heating  the  anhydrous  calcium 
salt  with  naphthoyl  chloride.  It  is  sparingly  soluble  in  alcohol, 
more  readily  in  ether  and  benzene,  from  which  it  crystallizes  in 
prisms,  melting  at  145°. 

a-Naphthoyl  chloride,  CiqH^.COCI,  is  formed  when  the  acid 
is  heated  with  phosphorus  pentachloride.  It  is  a heavy 
liquid,  which  boils  at  296 — 298°,  and  solidifies  at  a low 
temperature. 

a-Nap)hthamide,  C10H-.CO.NH2,  is  obtained  by  the  action  of 
ammonia  on  the  chloride  as  well  as,  together  with  a-naphthoic  acid, 
when  the  nitrile  is  heated  with  dilute  sulphuric  acid  (Bamberger 
and  Philip),  or  boiled  for  a considerable  time  with  alcoholic 
potash .2  It  is  also  formed  when  aluminium  chloride  is  added 

^ Witt,  Bcr.  6,  448  ; Hausamann,  Bcr.  9,  1513  ; Boessneck,  Ba\  16,  639  ; 
Bamberger  and  Philip,  Ber.  20,  241  ; Ekstrand,  J.  Pr.  Chon.  II.  38,  139. 

" Ekstrand,  J.  Pr.  Qhera.  II.  38,  146. 

^ Ekstrand,  J.  Pr.  Chem.  II.  38,  146. 
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to  a mixture  of  naphthalene,  carbon  disulphide  and  chloro- 
formamide,  CO(NH2)Cl,  and  the  whole  heated 


CioHs  + CO 


Cl 

NH2 


= C10H7.CO.NH2  + HCl. 


The  chloroformamide  employed  in  this  reaction  is  obtained  by 
heating  carbonyl  chloride  with  ammonium  chloride. 

The  amide  crystallizes  from  alcohol  in  needles  with  a satin 
lustre,  plates,  or  tablets,  which  melt  at  202°.  * J 

a-Naphthanilidc,  CioH7.CO.NH(CoH5),  was  prepared  by  Hof-  a 
mann  by  acting  on  an  alcoholic  solution  of  aniline  with  the  ■ 
chloride.  It  forms  a silky  crystalline  mass,  and  melts  at  160°.  ■ 

a-NcqMho-a-naplithalide,  CioH7.CO.NH(CioH7),  is  a crystal-  I 
line  powder,  melts  at  244°,  and  is  sparingly  soluble  in  alcohol.  ■ 
2678  a-NapUlionitriU,  C^qH^.CN,  is  obtained,  in  addition  to  I 
the  methods  already  described,  when  the  vapour  of  a-bromo-  I 
naphthalene  is  passed  over  heated  ferrocyanide  of  potassium,  M 
and  also  when  a mixture  of  cyanogen  and  naphthalene  vapour  V 
is  slowly  passed  through  a tube  heated  to  faint  redness.^  It  is  9 
further  formed  when  a-dinaphthyl  thiocarbamide  is  heated  with  ■ 
copper  powder  : ^ I 

CS(NH.CioH-)2  + 2Cu  = CN.C10H7  4-  C10H7.NH2  -f  CU2S.  I 

Heim  obtained  it  by  heating  a mixture  of  a-naphthyl  phosphate  ■ 
and  potassium  cyanide  to  200—300°  in  a current  of  hydrogen,^  M 
whilst  Gasiorowski  and  Merz  found  that  it  is  formed  when  J 
a-formonaphthalide  is  boiled  with  zinc  dust  in  a current  of  ■ 
hydrogen.®  Finally,  it  can  be  prepared  by  diazotizing  a-naphthyl-  ■ 
amine  and  pouring  the  liquid  into  a hot  solution  of  ])otassium  ■ 
copper  cyanide.  In  order  to  remove  any  unaltered  naphthylamine 
and  any  naphthol  formed  by  the  reaction  the  product  is  tieated 
successively  with  caustic  soda  solution  and  hydrochloiic  acid,  m 
and  is  then  distilled  with  steam,  a yield  of  about  30  35  pci  cent.  9 

of  the  calculated  amount  being  obtained.®  ^ 

a-Naphthonitrile  is  insoluble  in  water,  readily  soluble  in 
alcohol,  and  crystallizes  from  light  petroleum  in  broad  needles,  1 

^ Gattermann  and  Schmidt,  Ber.  20,  8.58.  ~ 

2 Merz  and  Wcitli,  Ber.  10,  146.  ] 

3 With,  Ber.  6,  967.  * Ber.  16,  1779. 

•’  Ber.  18,  1006.  ® E.  Richter,  Ber.  22,  2449. 
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with  a satin  lustre,  which  melt  at  ZTo.  It  has  a great  tendency 
to  remain  liquid  below  its^  freezing-point,  and  boils  without 

decomposition  at  297 — 298 . . ^ . 

When  sodium  is  added  to  its  hot  alcoholic  solution,  a-tetia- 

hydronaphthomethylamine  is  formed,  accompanied  by  dihydro- 
naphthalene  and  hydrocyanic  acid  : 

CioH-.CN  + 4H  = CioH^o  + HCN. 

A small  quantity  is  always  converted  into  a-napthoic  acid  by 
sodium  ethylated 

a-Naiolithothiamidc,  C^^oH-.CS.NHg,  was  obtained  by  Hofmann 
by  the  action  of  sulphuretted  hydrogen  on  the  base ; it  forms 
crystals,  melting  at  126°. 

a-NaiMhohydroxamic  acid,  CiqH7C(OH)N.OH,  is  formed 
when  hydroxy lamine  hydrochloride  is  dissolved  in  8 10  paits 

of  water  and  the  equivalent  amount  of  carbonate  of  sodium, 
and  a-naphthoyl  chloride  then  added.  The  precipitated  crystal- 
line powder  is  washed  with  ether  to  remove  the  naphthoic 
acid  which  is  formed,  and  the  residue  recrystallized  from 
alcohol.  It  forms  lustrous  plates,  which  melt  at  186  18/ 

with  evolution  of  gas,  and  are  only  sparingly  soluble  in  hot 
water.  The  aqueous  solution  is  coloured  deep  wine-red  by 
ferric  chloride.  On  heating  with  alkalis,  naphthohydioxamic 
acid  is  decomposed  with  formation  of  a-naphthy lamine  and 
carbon  dioxide. 

a-Dinciphthohydroxctmic  acid,  C;^oH7.C(OH)NO.CO.CjqH-,  is 
obtained,  together  with  a-dinaphthyl  carbamide,  by  the  action 
of  a-naphthoyl  chloride  on  the  preceding  compound,  and  also 
in  the  same  manner  by  adding  two  molecules  of  the  chloiide  to 
one  molecule  of  hydroxylamine.  It  crystallizes  from  alcohol  in 
long  white  needles,  which  melt  at  150  , are  slightly  soluble  in 
hot  water,  and  give  no  colouration  with  ferric  chloride.^ 

a-NaiMhamidoximc,  CioH7.C.(NOH)NH2,  is  jjrepared  by 
heating  an  alcoholic  solution  of  a.-naphthonitrile  and  hydroxyl- 
amine.  It  crystallizes  from  dilute  alcohol  in  large  plates, 
melting  at  148 — 149°.  When  its  solution  in  hydrochloric  acid 
acid  is  allowed  to  evaporate,  the  liydrocliloridc,  CjqH7C(NOH) 
NH3CI,  remains  as  a syrupy  mass,  which  solidifies  on  long- 
continued  standing  to  stellate  groups  of  needles.  The  platino- 

^ Bamberger  and  Lodter,  Ber.  20,  1703, 

" Ekstrand,  Bcr.  20,  1353, 
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chloride,  [CioH7.C(NOH)NH3]2PtCl6,  is  also  readily  soluble,  and 
crystallizes  on  the  gradual  evaporation  of  its  solution  in  long 
yellow  neediest 

Acetyl-a-naphthamidoxime,  C;^qH7C(NO.CO.CH3)NH2,  is  ob- 
tained by  the  action  of  acetic  anhydride  on  the  amidoxime,  and 
crystallizes  from  alcohol  in  white,  lustrous  needles,  which  melt 
at  129°,  and  are  insoluble  in  alkalis.^  When  it  is  boiled  with 
water,  ethcnyl-a-naphthamidoxime  is  formed,  which  may  also 
be  obtained  by  heating  the  amidoxime  with  acetic  anhydride 
(Ekstrand) : 

.N.O.CO.CH3  .NO. 

JC.CH3  -h  H2O. 

This  substance  crystallizes  from  alcohol  in  long  needles 
melting  at  36°. 

a-Naplithoyl-a-naphthamidoximc,  C^oH7.C(NO.CO.CjqH7)NH2, 
is  obtained  by  heating  the  amidoxime  with  a-naphthoyl  chloride, 
and  crystallizes  in  slender  needles,  melting  at  228°  (Ekstrand). 

Carhonyl-a-naphthimidoxime,  C^;^HgN202,  is  formed  when  the 
amidoxime  is  heated  with  ethyl  chloroformate  : 


N.OH 

CioH^.cf  + ClCO.OaHg  = 
\NH„ 


C,oH,.C 


NO 


^00  -f  HCl  + HO.C2H5. 


'NH^ 


It  crystallizes  from  alcohol  in  white  needles,  melting  at  189°, 
and  is  insoluble  in  acids,  but  dissolves  in  alkalis  (Eichter). 

a-Tetrahyd.ronaphthoic  acid,  C^^QHj^.COgH,  is  obtained,  together 
with  the  amide,  by  heating  the  corresponding  nitrile  to  160 — 170° 
with  alcoholic  potash.  It  crystallizes  in  dendritic  groups  of 
slender  prisms  with  a vitreous  lustre,  melts  at  128°,  and  is 
sparingly  soluble  in  cold,  more  freely  in  hot  water,  and  very 
readily  in  alcohol. 

a-Tetrahydronaphthamide,  CjqHjli.CO.NH2,  crystallizes  from 
hot  water  in  tablets,  which  have  a satin  lustre,  and  melt  at  182°. 

a-Tctrahydronaphthonitrilc,  C^qH^j.CN,  is  formed  when  a 
solution  of  a-tetrahydrodiazonaphthalene  chloride  is  allowed 
1 Ekstrand,  Bcr.  20,  223.  - E.  Richter,  Bcr.  22,  2449. 
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to  drop  into  a boiling  solution  of  copper  sulphate  and  potassium 
cyanide.  It  is  a viscid,  colourless,  transparent  liquid,  which  has 
a faint  odour  resembling  that  of  the  nitriles,  and  boils  at 
277 279°.  When  its  solution  in  alcoholic  ammonia  is  satu- 

rated with  sulphuretted  hydrogen,  a^etrahydrotUonapUhamide, 
C H .CS.NH.,,  is  formed.  This  substance  is  a dark  yellow, 
oily  liquid,  and  is  decomposed  by  a gentle  heat  into  the  nitrile 

and  sulphuretted  hydrogen.^  , • i i, 

2679  ^-Naphthcddehyde,  C.oH^.CHO,  was  first  obtained,  by 

Battershall  by  distilling  a mixture  of  calcium  ^-naphthoate  and 
calcium  formate.^ 

Schulze  prepared  it  by  heating  naphthomethyl  chloride  or 
bromide  with  water  and  lead  nitrate ; ^ and  Bamberger  and 
Boekmann  by  the  oxidation  of  naphthomethyl  alcohol  with 

chromic  acid  solution.'^  ^ o • r 1 

It  crystallizes  in  silvery  plates,  melts  at  60’5  61  , is  freely 

soluble  in  alcohol,  less  freely  in  hot  water,  and  readily  volatilizes 
with  steam.  Like  other  aldehydes  it  reduces  ammoniacal  silver 
solution  and  restores  the  colour  to  a solution  of  magenta  in 
sulphurous  acid. 

Alcoholic  ammonia  converts  it  into  hydroTiapththaTnide  01 
naphthomethinetriamine,  (C;^oH7.CH)3N2,  which  forms  nodulai 
masses  insoluble  in  water,  alcohol,  and  ether,  and  decomposes 
again  into  ammonia  and  the  aldehyde  on  heating  with  dilute 
hydrochloric  acid. 

^-Nap)]itlioic  acid  is  also  prepared  from  its  nitrile,  which^  is 
obtained  by  the  distillation  of  potassium  ferrocyanide  with 
sodium  /3-naphthalenesulphonate.^  The  latter  salt,  which  is 
now  manufactured,  always  contains  a little  sodium  naphthalene- 
disulphonate,  which  brings  about  the  formation  of  the  dinitiile, 

CioH3(CN)2. 

The  /3-naphthonitrile  is  freed  from  this  by  distillation,®  and 
is  then  decomposed  by  boiling  with  alcoholic  potash  or  soda,  or 
by  heating  with  acid  under  pressure.  Schulze  also  obtained 
it  by  the  oxidation  of  naphthomethyl  chloride  with  potassium 
permanganate.’^ 

It  is  scarcely  soluble  in  cold,  and  sparingly  in  hot  water,  but 

^ Bamberger  and  Bordt,  Ber.  22,  625.  Annalcn,  168,  H6. 

Ber.  17,  1527.  ^ Ber.  20,  1H5. 

Merz  and  Miihlhauser,  Zeitsch.  1869,  70 ; Hausainann,  Ber.  9,  1613  ; 
Vieth,  Annalen,  180,  305. 

« Ekstrand  J.  Pr.  Chcm.  II.  38,  139.  ^ Ber.  17,  1530. 
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i-ecadily  in  alcohol,  crystallizes  from  light  petroleum  in  long 
needles,  melting  at  182°  and  boils  above  300°. 

The  /5-naphthoates  of  the  alkali  metals  are  readily  soluble  in 
water. 

Calcium  (3-na/phthoate,  (CjoH7.C02)2Ca  + 3H2O,  ciystallizes 
from  boiling  water  in  long  needles,  and  dissolves  in' 1800  parts 
of  water  at  15°. 

Barmm  tS-naphthocCte,  (CioH7.C02)2Ba  + 4H.,0,  also  forms 
needles,  and  dissolves  in  1400  parts  of  water  at  l'o°. 

Silver  B-7iap}htTioate,  CioHyCO^Ag,  is  a white  fiocculeiit  pre- 
cipitate, which  is  somewhat  soluble  in  hot  water. 

Methyl  ^-naphtlwatc,  CJQH7.CO2CH3,  was  prepared  by  Vieth 
by  heating  the  chloride  with  methyl  alcohol.  It  crystallizes  in 
white  lustrous  plates,  melts  at  77°,  boils  at  290°,  and  has  a 
pleasant  smell  resembling  that  of  strawberries. 

Ethyl  (3-naphtlioate,  CjQH^.C02C2Hg,  is  an  oily,  faintly  odorous 
liquid,  which  boils  at  308—309°,  and  solidifies  in  the  cold  to 
crystalline  scales,  which  melt  with  the  heat  of  the  hand. 

B-Naphthoic  ctiihych^idc,  (CjqH^.CO)20,  was  obtained  by 
Hausamann  by  heating  the  chloride  with  calcium  yS-naphthoate ; 
it  crystallizes  from  ether  in  tabular  aggregates  of  silky  needles, 
melting  at  134°. 

a,- ^-Naphthoic  anhydride  is  prepared  in  the  same  manner 
from  a-naphthoyl  chloride  and  potassium  /3-naphthoate,  and 
crystallizes  in  slender  needles,  melting  at  126°} 

B-Naphthoyl  chloride  is  formed  when  the  acid  is  heated  with 
phosphorus  pentachloride,  and  is  a crystalline  mass,  melts  at 
43°,  and  boils  at  304 — 306°. 

B-Naphthainide,  C10H7.CO.NH2,  was  prepared  by  Vieth  by 
the  action  of  ammonium  carbonate  on  the  chloride.  It  ciystal- 
lizes  from  alcohol  in  tablets,  melts  at  92°,  and  is  volatile  without 
decomposition. 

B-Naphthanilidc^  CioH7.CO.NH(CgH5),  is  obtained  by  the 
action  of  the  chloride  on  aniline  and  also  when  the  acid  is 
heated  to  120°  with  aniline.  It  crystallizes  from  alcohol  in 
lustrous  plates,  melting  at  170°,  and  sublimes  at  a higher 
temperature  in  large,  lustrous  plates. 

^-Isaphthoyl-a-naphthalide,  CjoH7.CO.NH(Ck)H7),  crystallizes 
in  very  small  needles  and  melts  at  157°. 

2680  (3-Naphthonitrile,  Cj^Hy.CN,  is  formed,  in  addition  to 
the  method  already  mentioned,  wlien  /9-naphthyl  phosphate  is 

1 Bcr.  9,  1513. 
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heated  with  potassium  cyanide,^  and  when  /3-formonaphthalide 
is  heated  with  zinc  dust  in  a current  of  liydrogen.^  It  may  be 
prepared  by  means  of  the  diazo-compound  from  ^-naphthyl- 
amine  in  the  same  way  as  the  a-compound  from  a-naphthylamine 
(Richter).  It  is  less  soluble  than  the  a-compound  in  alcohol, 
but  is  hxirly  easily  soluble  in  hot  light  petroleum,  from  which  it 
crystallizes  in  small  j)lates ; it  melts  at  66'5°,  and  boils  at 
304 — 305°.  When  its  solution  in  fuming  sulphuric  acid  is  poured 
into  water  /3-naphthaniide  is  formed.^  Sodium  added  to  its  hot 
alcoholic  solution  reduces  it  with  formation  of  tetrahydro- 
naphthomethylamine,  dihydronaphthalene,  and  hydrocyanic 
acid. 

^-Naphthothiamide,  CioH^.CS.NHg,  is  formed  when  the  nitrile 
is  heated  with  ammonium  sulphide.  It  crystallizes  in  long 
golden -yellow  silky  needles,  melts  at  149°,  and  on  boiling  with 
water  is  decomposed,  like  all  the  aromatic  thiamides,  into  the 
nitrile  and  sulphuretted  hydrogen.^ 

^-Naplithimide  ethyl  ether  is  obtained  by  passing  hydrogen 
chloride  into  an  alcoholic  solution  of  /3-naj)hthonitrile  : 

^NH.Cl 

aoH,.CN  + aH,.OH  + HCl  = CioH^.Cf  “ . 

The  hydroehloodde  thus  obtained  crystallizes  in  needles  ; ammonia 
liberates  the  ether  as  a thick  oil,  which  only  commences  to 
crystallize  after  being  preserved  for  months.  If,  however,  the 
salt  be  heated  with  alcoholic  ammonia,  13-naphthenylamidine 
hydrochloride  is  formed  : 

+ NH3  = + C3H3.OH. 

\OC2H5 

The  latter  crystallizes  in  stellate  groups  of  pearly  needles, 
while  the  free  base,  CjoH-.C(NH)NH.2,  liberated  by  caustic 
soda  solution,  separates  as  an  oil,  which  solidifies  in  a vacuum 
to  a white,  nodular  mass. 

^-Naphthohydroxamic  acid,  CjoH..C(OH)N.OH,  is  obtained  in 

^ Heim,  Ber.  16,  1771.  - Gasiorowski  and  Merz,  Bcr.  18,  1008. 

® Armstrong  and  Moulding,  Proc.  Chem.  Soc.  1889,  122. 

Pinner  and  Klein,  Bcr.  H 1475  ; Bamberger  and  Boekmann,  Bcr.  20, 
1115.  ’ 
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a similar  manner  to  the  a-compound,  and  crystallizes  from 
alcohol  in  hard,  nodular  aggregates  of  four-sided  plates.  It 
melts  at  168°,  and  is  only  slightly  soluble  in  boiling  water, 
giving  a solution  in  which  ferric  chloride  produces  a wine-red 
colouration. 

^-DinaiMhohydroxamic  acid,  CiqH7.C(OH)NO.CO.CioH7,  crys- 
tallizes from  alcohol  in  needles,  which  melt  at  171°.  Its 
potassium  salt,  which  forms  lustrous  scales,  decomposes  on 
boiling  with  water  with  formation  of  /9-dinaphthyl  carbamide  : 


/N.O.CO.aoH. 
2C,oH,.Cf 


OK 


+ H,0  = 


CO(CioH,.NH)2  -f  2C10H7CO2K  4-  CO, 


a-jS-DinaphtholiydrooMmic  acid  is  formed  when  /S-naphthohy- 
droxamic  acid  is  heated  with  a-naphthoyl  chloride,  and  crystal- 
lizes from  alcohol  in  needles,  melting  at  160°.^ 

jS-NaioMhamidoxime,  C]^qH^.C(NOII)NH2,  is  prepared  from 
/S-naphthonitrile  in  a similar  manner  to  the  a-compound,  and 
crystallizes  from  alcohol  in  lustrous  scales,  melting  at  150° 
Its  hydrochloride  forms  long  needles.^ 

Ethyl  ^-na'phthamidoximc,  CjqH7C(NOC2H5)NH2,  is  formed 
when  the  amidoxime  is  heated  with  sodium  ethylate  and  ethyl 
iodide  ; it  crystallizes  in  white  needles,  melting  at  74 — 75°. 

Ethidcne  ^-naydithamidoxime,  C;^qH7C(N2HO)CH.CH3,  is  ob- 
tained by  the  action  of  aldehyde  on  the  amidoxime  : 


^N.OH  /NO 

_ + CHO.CH3  = CioH^.Cf 


'NH„ 


NH^ 


-I-  H,0. 


It  forms  white  needles,  and  melts  at  121 — 122°.^  , 

Acetyl- ^-naphthamidoximc, CjqH7C(N 0.C0.CH3)NH2, is  formed 
by  the  action  of  acetic  anhydride,  and  crystallizes  from  absolute 
alcohol  in  aggregates  of  brown  needles,  which  melt  at  154°. 
When  this  substance  is  boiled  with  water,  or  when  the  amidoxime 
is  heated  with  acetic  anhydride,  ethenyl-^-na'phthamidoxime 
is  formed,  which  crystallizes  in  large  scales,  and  melts  at  87° 
(Ekstrand). 

^ Ekstrand,  Bcr.  20,  1353.  ^ Ekstrand,  Ber.  20,  223. 

^ E.  Richter,  Ber.  22,  2449. 
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Bemoyl-ff-naphthamidmime,  Cj„H,.C(NO.CO.CeH5)NH2,  is  o - 

taiiied  by  heating  the  amidoxime  with  benzoyl  chlonde,  an 
crystallizes  from  alcohol  in  matted,  silky  needles,  which  melt  at 
179°  On  boiling  with  water  it  is  converted  into  benzenyC-a- 
naphthcmiuloxiim,  CioH^.CN^OC.GA,  wliich  forms  white  plates. 

melting  at  116°  (Richter).  ^ ^ i j 

^-Naphthazoxime  is  formed  when  the  amidoxime  is  lea  e 

with  /3-naphthoyl  chloride : 

^ HO.N. 

C10H7.COCI  + >C.CioH7  = 

H,N/ 

/ON. 

C„H,.C/  ^C.CioH,  + HCl  + H,0. 


It  crystallizes  from  glacial  acetic  acid  in  plates  or  broad 

needles,  and  melts  at  175°  (Ekstrand). 

CarTjonyl~l3-napMliimidoxiiiie  crystallizes  from  benzene  in 
lustrous  matted  needles,  and  melts  at  216  . 


HALOGEN  SUBSTITUTION  PRODUCTS  OF 
a-NAPHTHOIC  ACID. 

2681  2-Chlor-a-naphtlioic  acid,  C^o^g^l.COgH.  When  one 
molecule  of  2-hydroxy-a-naphthoic  acid  is  heated  to  180  190 

with  three  molecules  of  phosphorus  pentachloride,  the  jiroduct 
consists  of  a dark  brown  oily  liquid,  with  an  olive-gTeen  fluores- 
cence, which  is  probably  cliloroTiapMhotrichloridG,  CjoHgCl.CCl3, 
and  which  changes  in  moist  air  into  crystals  of  chloronaphthoic 
acid.  The  latter  is  readily  soluble  in  alcohol,  with  difficulty  in 
water,  and  melts  at  152 — 153°.  It  is  converted  into  a.-naphthoic 
acid  by  sodium  amalgam  and  water. 

Calcium  2-cTilor-a-naphthoatc,  (C;^gHgCl.C02)2Ca  -h  2H2O,  dis- 
solves in  150  parts  of  cold  water. 

Methyl  2-chlor-a-naphthoatc,  CigHgCl.COgCHg,  crystallizes  in 
white,  broad,  brittle  prisms,  and  melts  at  50°.^ 

-Chloo'-a-naphthoic  acid,  CjgHgCl.C02H,  is  formed  when 
chlorine  is  passed  into  a solution  of  a-naphthoic  acid  in  glacial 
acetic  acid  containing  iodine,  and  when  its  nitrile  is  heated 
with  hydrochloric  acid  under  pressure.  It  has  also  been  ob- 


^ Rabe,  Ber.  22,  392. 
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tained  from  4'-amido-a.-iiaplitlioic  acid  by  means  of  the  diazo- 
reaction.  It  forms  colourless  needles,  is  readily  soluble  in 
alcohol,  slightly  in  glacial  acetic  acid,  and  melts  at  245°,  but 
sublimes  in  elegant  needles  at  a lower  temperature  than  this. 
It  cannot  be  further  chlorinated.^ 

Calcium  -clilor-a-na'plithoatc,  (CjQHgCl.C02)2Ca  + 2H.2O, 
crystallizes  in  needles,  and  dissolves  at  the  ordinary  tem- 
perature in  118  parts  of  water. 

Ethyl  4i' -chlor-a-naplithoate,C^^QQ\.CO crystallizes  from 
alcohol  in  quadratic  tablets,  melting  at  42°. 

-Chlorona'phtJiamidc,  CjQHgCl.CO.NH^,  is  formed  when  the 
nitrile  is  boiled  with  alcoholic  potash  and  forms  plates  or 
tablets,  which  melt  at  239°. 

-Chloroncqdithonitrilc,  CigHgCLCN,  is  obtained  by  i^assing 
chlorine  into  a solution  of  a-naphthonitrile  in  carbon  disulphide 
containing  a little  iodine.  It  crystallizes  in  large  needles, 
melting  at  145°, 

V -Chlor-a-naphthoic  acid  has  been  prepared  from  the  corre- 
sponding amido-acid  by  allowing  an  alkaline  solution  of  the 
acid  and  the  calculated  amount  of  potassium  nitrite  to  drop 
into  hydrochloric  acid  cooled  by  snow,  and  running  the  liquid 
thus  obtained  into  a boiling  solution  of  cuprous  chloride  in 
hydrochloric  acid.  It  is  also  formed  in  small  quantity  in  the 
chlorination  of  a -naphthoic  acid.  It  crystallizes  from  weak 
alcohol  in  scales,  melts  at  167°,  and  readily  sublimes  in  tablets. 

Ccdcium  V -chlor-a-na'phthoatc,  (CjgHgCl.C02)2Ca  + 2H2O, 
forms  tabular  aggregates  of  long  hard  needles,  which  dissolve  in 
42  parts  of  water,  and  do  not  appear  to  be  more  soluble  in  hot 
than  in  cold  water. 

Ethyl  V -chlor-a-naphthoatc,  CigHgCl.C02C2Hg,  crystallizes  in 
long  hard  needles,  and  melts  at  50°. 

4' : V -Dichlor-a-nctjjUhoic  acid,  C10H5CI2.CO2H,  is  obtained  by 
chlorinating  the  preceding  compound,  and  has  also  been  obtained 
from  4'-chloro-I'-amidonaphthoic  acid  by  the  diazo-reaction. 
It  crystallizes  in  scales,  which  are  readily  soluble  in  alcohol, 
and  melt  at  186 — 187°. 

Its  calcium  salt,  (CioH5Cl2.C02)2Ca  + 2H2O,  crystallizes  in 
long  needles,  which  are  moderately  soluble  in  water.  The 
ethyl  ester  forms  slender  needles,  melting  at  61°. 

Trichloo^-a~naj)hthoic  acid,  CJQH4CI3.CO2H,  is  formed  by  the 
further  action  of  chlorine ; it  crystallizes  from  hot  water  in 

1 J.  Fr.  Chem.  II.  38,  139. 
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small  needles,  melting  at  103—164°.  It  is  accompanied  >y  an 
isomeride,  which  is  only  sparingly  soluble  in  alcohol,  also  crys- 
tallizes in  needles  and  melts  at  282°  (Ekstrand). 

^'-Bro'm-a-ncqMhoic  acid,  C10HyBr.CO.2H,  is  formed  when  a 
solution  of  a-naphthoic  acid  is  heated  with  bromine  in  the 
presence  of  iodine.  It  crystallizes  from  alcohol  in  slender  white 
needles,  which  melt  at  246°.  Its  salts  have  been  investigated  by 
Hansamann.i 

Ccdciimi  ^ -Irom-a-ncqMlioaU,  2(CioHoBr.C0.2).2Ca  -h  SHgO, 
forms  slender,  granular  crystals,  and  dissolves  at  20°  in  66-5 

parts  of  water. 

The  ethyl  ester  crystallizes  in  tablets  melting  at  48—49° 
(Ekstrand). 

‘^'-Brom-a-nwphtlionitrile,  CioHgBr.CN,  is  obtained  by  the 
action  of  bromine  on  a solution  of  a-naphthonitrile  in  carbon 
disulphide.  It  crystallizes  from  ether  or  chloroform  in  needles, 
which  melt  at  147°  and  readily  sublime.  On  heating  with 
alcoholic  caustic  soda  to  140 — 150°,  it  is  converted  into  the 
acid  (Hausamann). 

Tetrabrom-a-naplithoic  aeid,  C^oHgBr^.COgH,  was  prepared  by 
Hausamann  from  a-naphthoic  acid  by  gradually  heating  it  to 
350°  with  bromine  and  a little  iodine.  It  sublimes  in  slender 
needles  and  melts  at  239°. 


HALOGEN  SUBSTITUTION  PRODUCTS  OF 
/3-NAPHTHOIC  ACID. 

2682  Cliloov-^-naiMhoic  aeid,  CiyHyCl.COgH.  By  passing 
chlorine  into  a solution  of  /5-naphthonitrile  in  glacial  acetic 
acid  containing  a little  iodine,  Ekstrand  obtained  ^-eliloro- 
naphtkonitrile,  which  crystallizes  from  alcohol  in  needles,  melting 
at  138°.  On  heating  with  fuming  hydrochloric  acid  to  150°, 
this  is  converted  into  the  acid,  which  also  forms  needles,  and 
melts  at  261°.^ 

a-Chloro-^-naiohthoic  aeid  has  been  obtained  from  the 
corresponding  hydroxynaphthoic  acid,  which  is  first  converted 
into  a-chloro-/8-naphthenyl  chloride,  C^oHyCl.CClg,  by  the  action 
^ of  phosphorus  pentachloride,  and  this  substance  then  de- 
composed by  boiling  with  acetic  acid  and  a little  water.  It 

^ Ber.  9,  1518.  ' Bcilstcin’s  Handb.  2,  931. 
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crystallizes  from  benzene  in  slender  needles,  melting  at  176°, 
which  are  scarcely  soluble  in  cold  water. 

The  calcium  salt,  (CioHgCl.C02)2Ca  + 2H2O,  separates  from 
the  aqueous  solution  in  clear  crystals.^ 

Dichloo^o-^-naiolithoic  acid,  C10H5CI2.CO2H,  is  formed  when 
chlorine  is  passed  into  a hot  solution  of  /S-naphthoic  acid  in 
acetic  acid  containing  a little  iodine.  It  crystallizes  from  alcohol, 
in  which  it  is  only  sparingly  soluble  in  needles,  melts  at  291°, 
and  readily  sublimes. 

The  calcium  salt,  2(CioH5Cl2.C02)2Ca  + 5H2O,  crystallizes  in 
small  prisms,  and  dissolves  at  the  ordinary  temperature  in 
8018  parts  of  water.  The  ethyl  ester  crystallizes  from  alcohol 
in  long  needles,  melting  at  66°.^ 

Monohromo-^-naiohthoic  acid,  CjoH(jBr.C02H,  was  prepared 
by  Hausamann  in  a similar  manner  to  the  a-compound.  It 
crystallizes  from  alcohol  in  granules,  melts  at  256°,  and  sublimes 
in  slender  white  needles. 

Calcium  hromo-^-naplithoatc,  (CjQHgBr.C02)2Ca  + 3H2O,  forms 
nodular  crystals,  which  require  5000  parts  of  water  for  solution 
at  20°. 

Bromo-^-na'phthonitrilc,  C^QHgBr.CN,  melts  at  148 — 149°, 

and  sublimes  when  carefully  heated  in  broad  white  needles, 

which  are  extremely  like  those  of  benzoic  acid. 

%/ 

Hausamann  has  also  prepared  the  following  compounds, 
which  likewise  form  granular  crystals  or  needles,  and  sublime  in 
needles  : 

Melting-point. 

Tribromo-^-naphthoic  acid,  CjoH4Br3.C02H  . . . 269 — 270° 
Tetrabromo-^-naphthoic  acid,  C]^QH3Br^.C02H  . . 259 — 260° 


NITRO-SUBSTITUTION  PRODUCTS  OF 
a-NAPHTHOIC  ACID. 

2683  ^'-Nitro-a-na'phthoic  acid,  CioH(.(N02)C02H,  is  formed, 
together  with  I'-nitro-a-naphthoic  acid,  when  a-naphthoic  acid 
is  tlioroughly  moistened  with  twice  its  weight  of  nitric  acid  of 
sp.  gr.  1'41,  and  gently  heated  until  the  evolution  of  red  fumes 
ceases.  The  product  is  washed  witli  water  and  heated  with 
sodium  carbonate  solution,  a little  nitronaphtlialene  being  left 

" Ekstmml,  Bcr,  17,  1605. 


1 Wolflenstein,  Ber.  21,  1186. 
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imdissolved.  The  acids  are  precipitated  by  hydrochloric  acid, 
and  are  then  separated  by  the  action  of  hydrogen  chloride  on 
their  alcoholic  solution,  which  converts  the  4 -nitro-acid  alone 
into  the  ethyl  ester.  The  latter  is  separated  from  the  unaltered 
1 '-nitro-acid,  after  the  removal  of  the  alcohol  by  evaporation, 
by  treatment  with  sodium  carbonate  solution,  and  is  then 
hydrolysed  by  heating  with  concentrated  sulphuric  acid  on 
the  water-bath.^ 

4'-Nitro-a-naphthoic  acid  has  also  been  obtained  by  heating 
its  nitrile  with  hydrochloric  acid.^  It  crystallizes  from  hot 
alcohol  in  slender,  yellowish- white  needles,  and  melts  at  239° ; 
it  dissolves  in  187  parts  of  cold  commercial  alcohol  and  in  4820 
parts  of  cold  water,  freely  in  hot  alcohol,  and  moderately  in  hot 
water.  When  heated  it  readily  sublimes  in  needles. 

Calcium  -nitro-a-naphthoate,  [C^QHg(N02)C0.2]2Ca -1- 2H2O, 
crystallizes  in  yellow  needles,  which  are  somewhat  sparingly 
soluble  in  water. 

The  methyl  ester,  CioHg(N02)C02CH3,  forms  small  needles, 
melting  at  109 — 110°,  and  the  ethyl  ester,  CioH(.(N02)C02C2H5, 
crystallizes  in  long,  matted,  almost  colourless  needles,  which 
melt  at  92 — 93°. 

4'-Nitro-a-naphthoic  acid  is  oxidized  by  alkaline  potassium 
permanganate  solution  and  by  dilute  nitric  acid  to  v-nitro- 
phthalic  acid  ; ^ when  it  is  heated  for  some  time  with  an  excess 
of  nitric  acid  of  sp.  gr.  1‘3,  1 ; 4'-dinitronaphthalene  is  formed 
(Ekstrand). 

^ -Nitro-a-naphthonitrile,  CioHg(N02)CN,  is  formed  together 
with  isomeric  compounds  by  the  nitration  of  a-naphthonitrile  ; 
it  crystallizes  in  fine  needles,  melts  at  205°,  and  is  readily 
soluble  in  hot  alcohol.^ 

V -Nitro-a-naphthoic  acid  crystallizes  from  alcohol  in  yellowish- 
white,  hard  prisms,  which  melt  at  215°,  and  do  not  sublime  even 
when  heated  above  the  melting-point  for  a considerable  time. 
It  dissolves  at  the  ordinary  temperature  in  21 '5  parts  of  com- 
mercial alcohol  and  in  2590  parts  of  water ; it  is  readily  soluble 
in  hot  alcohol  and  glacial  acetic  acid,  somewhat  less  freely  in 
boiling  water. 

Calcium  V -nitro-a-naphthoate,  [C2oH(.(N02)C02]2Ca -f  3H.,0. 

^ Ekstrand,  J.  Pr.  Chem.  II.  38,  155  and  241. 

2 Graeff,  Bcr.  16,  2246. 

3 Graeff,  Per.  15,  1125. 

•*  Graeff,  Ber.  14,  1063  ; 16,  2246. 
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crystallizes  in  long  yellow  tablets,  which  dissolve  in  159  parts 
of  cold  water. 

The  ethyl  ester,  C^oHo(N02)CO.,C2H5,  is  not  formed  by  the 
action  of  hydrogen  chloride  on  the  alcoholic  solution  of  the  acid, 
but  was  prepared  by  Ekstrand  from  the  silver  salt  and  ethyl 
iodide  ; it  forms  hard,  yellow,  octohedral  crystals,  and  melts  at 
bb — 69°.  On  continued  heating  with  nitric  acid  of  sp.  gr.  1*3, 
the  acid  is  converted  into  1 : I'-dinitronaphthalene. 

4 : -Dinitro-a-na-plithoie  aeid,  Cj^oH5(N 02)2002!!,  is  obtained, 

accompanied  by  isomerides,  by  the  action  of  red,  fuming  nitric 
acid  on  a-naphthoic  acid,  and  is  the  chief  product  of  this  re- 
action, but  cannot  be  completely  separated  from  the  other  pro- 
ducts by  crystallization.  The  pure  acid  can,  however,  be  obtained 
by  converting  the  crude  substance  into  the  ethyl  ester  and  then 
decomposing  the  latter.  !t  can  be  prepared  more  readily  and 
purer  by  heating  4-nitro-a-naphthoic  acid  with  fuming  nitric 
acid.  !t  crystallizes  from  hot  alcohol  in  yellowish-white  needles, 
which  melt  at  265°. 

The  ealeium  salt,  [CioH5(N02)2C02]2Ca  4- 3H2O,  crystallizes 
in  needles,  which  are  moderately  soluble  in  hot  water. 

The  ethyl  ester,  CioH5(N02)2C02.C2H5,  forms  slender  needles, 
melting  at  143°. 

When  the  acid  is  heated  with  tin  and  hydrochloric  acid, 
1 : 1'-diamidonaphthalene  is  formed. 

4' : V -Dinitro-a-nafphthoie  aeid  is  obtained,  together  with  the 
preceding  compound  and  with  that  next  to  be  described,  from 
4'-nitro-naphthoic  acid  ; it  separates  from  hot  alcohol  in  rhombic 
crystals,  which  melt  at  218°. 

The  ealeium  salt,  [CjqH5(N02)2C02]2  4-  THgO,  is  readily  soluble 
in  water,  and  crystallizes  in  broad,  lustrous-yellow  needles. 

The  ethyl  ester  is  not  formed  by  the  action  of  hydrogen 
chloride  on  the  alcoholic  solution  of  the  acid,  but  has  been 
prepared  from  the  silver  salt  and  ethyl  iodide ; it  forms  long, 
hard  yellow  needles,  melting  at  129.° 

On  reduction  the  acid  is  converted  into  amidonaphtho- 
styril. 

4' : ^-Dinito'o-a-naphthoie  aeid  crystallizes  from  alcohol  in 
small,  broad,  colourless,  silky  plates  or  broad  needles,  which 
melt  at  215°. 

The  ethyl  ester  is  readily  formed  wlien  hydrogen  chloride  is 
passed  into  the  alcoholic  solution  of  the  acid,  and  crystallizes  in 
slender  matted  needles,  melting  at  137°  (Ekstrand). 
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a-TrinUro-a-naiMlwic  add,  C,,-E,(:NO,yfiO,R,  is  formed, 
too-etlier  with  /3-trinitronai3hthaleiie,  by  the  action  of  a mixtme 
of'’ concentrated  sulphuric  acid  and  fuming  nitric  acid  on 
l'-nitro-a-nai3hthoic  acid.  It  crystallizes  from  alcohol  m arge 
broad,  brown  needles,  melts  at  283°,  and  has  such  an  intense  y 
bitter  taste  that  the  least  trace  produces  a very  persistent  loath- 
ino-.  This  is  in  so  far  remarkable  as  among  all  tlie  other  deriva- 
tives of  a-naphthoic  acid  investigated  by  Ekstrand,  the  only  one 
which  possesses  a similar  property  is  dichloronitronaphthoic 
acid,  a substance  described  below.  This  fact  may  perhaps  point 
to  a similar  constitution  of  the  two  compounds. 

^-Trinitro-a-najMhoic  add  is  obtained,  together  with  the 
following  compounds,  when  4 : 4'-dinitronaphthoic  acid  is  heated 
with  sulphuric  acid  and  fuming  nitric  acid  ; it  is  readily  soluble 
in  alcohol,  and  crystallizes  in  hard,  light  yellow  needles,  melting 

at  236°. 

y-Trinitro-a-najdithoic  add  is  only  sparingly  soluble  in  alcohol, 
and  forms  small,  light  yellow,  hard,  cubical  crystals,  melting  at 

293°.  . 

-Chloro-V -nitro-a-naphthoic  add,  CioH5Cl(N02)C02H,  ^ is 
formed  when  4 -chlor-a-naphthoic  acid  is  dissolved  in  fuming 
nitric  acid.  It  crystallizes  in  prismatic  needles,  which  melt 
with  decomposition  at  224—225°.  On  further  heating  with 
nitric  acid  it  is  converted  into  /3-dinitrochloronaphthalene. 

Its  ethyl  ester  forms  hard  tablets,  melting  at  121  , which  are 
readily  soluble  in  alcohol. 

V -Chloronitro-a-naphthoic  add  has  been  prepared  from 
I'-chlor-a-naphthoic  acid,  and  crystallizes  in  plates  or  hard 
prisms,  melts  at  227°,  and  is  also  readily  soluble  in  alcohol. 
The  ethyl  ester  forms  light  yellow  scales,  melting  at  84  . 

Dichloronitro-a-nap)hthoic  add,  CiqH^C12(N02)C02H,  is  obtained 
from  4' : I'-dichloronaphthoic  acid  and  forms  a light  yellow  crys- 
talline mass,  melts  at  165°,  is  very  readily  soluble  in  alcohol  and 
glacial  acetic  acid,  and  has  an  intensely  bitter,  repulsive  taste. 

-Bromo-V -nitro-a-naphthoic  add,  CjQH_;jBr(N02)C02H,  was 
prepared  by  Ekstrand  from  4'-brom-a-naphthoic  acid ; it 
crystallizes  from  alcohol  in  small,  yellowish  prisms,  melting  at 
260°. 
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NITRO-SUBSTITUTION  PRODUCTS  OF 
/5-NAPHTHOIC  ACID. 

2684  a-Nitro-^-naiMhoic  CioH(.(N02)CO,H,  was  first  ob- 
tained by  GraefF  from  its  nitriled  It  is  also  formed,  together  with 
isomeiides,  when  /3-naphthoic  acid  is  dissolved  in  boiling  glacial 
acetic  acid,  an  excess  of  fuming  nitric  acid  added  and  the 
solution  allowed  to  boil  gently  for  some  time.  Tlie  product  is 
converted  into  the  sodium  salts  and  the  solution  concentrated. 
The  salt  of  the  a-acid  soon  separates  out  on  cooling  in  thin, 
rhombic  tablets,  with  a golden  lustre,  which  are  then  decomposed 
with  hydrochloric  acid.^ 

a-Nitro-^-naphthoic  acid  crystallizes  from  boiling  alcohol 
in  long,  yellowish  hair-like  needles,  which  melt  at  293°,  and 
readily  sublime  in  small,  almost  colourless  needles. 

Ccdcmm  a-nitro-^-naiMlioaU,  2[CioHg(N02)C02]2Ca  7H2O, 

crystallizes  in  small,  coarse  needles,  united  in  stellate  groups. 

The  methyl  ester,  CioHg(N02)C02.CH3,  forms  large,  light 
yellow  needles,  melting  at  112°. 

The  ethyl  ester,  C\oHq(N02)C02.C2H5,  crystallizes  from  alcohol 
in  long,  slender,  yellow  needles,  and  melts  at  110 — 111°. 

a-Nitro-^-naiMhonitrile,  CioHg(N02)CN,  is  formed,  together 
with  other  products,  by  the  nitration  of  yS-naphthonitrile,  and 
separates  from  hot  alcohol  or  glacial  acetic  acid,  according  to  the 
concentration  of  the  solution,  in  simple  or  arborescent  crystals, 
with  a splendid  golden  lustre,  which  melt  at  172 — 173°. 

^-Nitro-^-naphthoic  acid  is  readily  soluble  in  alcohol,  and 
crystallizes  in  slender,  colourless  needles,  melting  at  269°. 

Its  ethyl  ester  forms  small  yellow  tablets  or  plates,  which 
frequently  form  needle-shaped  aggregates,  and  melts  at  93°. 

y-Nitro-(B-nax>hthoic  acid,  which  is  separated  from  the  /3-  and  3- 
acids  by  means  of  its  ethyl  ester,  crystallizes  in  small,  almost 
colourless  needles,  which  are  sparingly  soluble  in  alcoliol,  and 
melt  at  288 — 289°. 

The  amimonium  salt  crystallizes  in  long  yellow  needles,  which 
are  very  sparingly  soluble  in  water  at  the  ordinary  temperature. 

The  ethyl  ester  forms  elongated  rhombic  tablets,  melting  at 
121°. 

On  oxidation  with  potassium  permanganate  it  yields  a mixture 
^ Ber.  16,  2246.  - Ekstraiicl,  Bcr.  18,  1204. 
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of  nitrophthalic  and  trimellitic  acids.  Both  this  acid  and  the 
a-acid  yield  a-naphthylamine  on  reduction  and  elimination  of 
the  carboxyl  group,  so  that  they  are  probably  the  l'-y8  and  4'-^ 
isomerides.^ 

h-Nitro-^-nwpMhoic  acid  forms  stellate  groups  of  small  needles, 
melting  at  285°.  The  ethyl  ester  crystallizes  in  small  needles 
and  melts  at  75°.^ 

a-Bmitro-^-nafhthoic  acid,  CiqH5(N02)2C02H,  is  formed, 
together  with  the  following  compound,  when  /3-naphthoic  acid 
is  dissolved  in  fuming  nitric  acid.  On  the  gradual  evaporation 
of  the  alcoholic  solution,  the  a-acid  sejDarates  out  in  woolly 
needles,  whereas  the  ^-acid  crystallizes  in  small  prisms.  It  is 
best  prepared  by  heating  7-nitro-/3-naphthoic  acid  with  5 jDarts 
of  fuming  nitric  acid,^  and  is  purified  by  recrystallization. 

a-Dinitro-/S-naphthoic  acid  forms  long,  slender,  silky  needles, 
or  hard  yellow  crystals,  and  melts  at  226°.  Its  ethyl  ester  is 
very  soluble  in  hot  alcohol,  and  crystallizes  in  matted,  silky 
needles. 

!3-Dinitro-^-na])hthoic  acid,  which  is  best  prepared  by  heating 
a-nitro-(5-naphthoic  acid  with  fuming  nitric  acid,  forms  small, 
hard,  rectangular  prisms,  melting  at  248°.^ 

The  calcium  salt  crystallizes  in  jDrismatic  needles,  and  is 
moderately  soluble  in  hot  water ; the  ethyl  ester  separates  from 
hot  alcohol,  in  which  it  is  not  very  readily  soluble,  in  small, 
hard,  wedge-shaped  crystals,  melting  at  165°.® 


AMIDO-a-NAPHTHOIC  ACIDS. 

2685  4i-Dimcthykimido-a-naphthoic  aeid,  CiQHgN(CH3)2C02H, 
is  obtained  by  heating  dimethyl-a-naphthylamine  with  carbonyl 
chloride  to  60 — 70°,  and  treating  the  product  with  sodiimi 
amalgam.  It  crystallizes  from  alcohol  in  white  pointed  needles, 
melts  at  163 — 165°,  and  combines  both  with  bases  and  acids.® 
-Amido-a- naphthoic  acid,  CioHg(NH2)C02H,  is  formed  when 

^ Ekstrand,  J.  Pr.  Chon.  II.  42,  5^95. 

Ekstrand,  J.  Pr.  Chon.  II.  42,  304. 

^ Ekstrand,  J.  Pr.  Chon.  II.  42,  300. 

Ekstrand,  J.  Pr.  Chon.  II.  42,  286. 

Ekstrand,  Per.  17,  1600. 

Friedliinder  and  Welnians,  Per.  21,  3126. 
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the  corresponding  nitro-acid  is  dissolved  in  ammonia  and  ferrous 
sulphate  added.  On  the  addition  of  acetic  acid  to  the  filtrate 
it  separates  out  in  slender  needles,  whicli  soon  become  coloured 
violet.  It  melts  at  211—212°,  is  sparingly  soluble  in  ether, 
somewhat  more  freely  in  alcohol  and  acetic  acid,  and  combines 
both  with  acids  and  bases. 

Galdiim^'-amido-a-naiMliocde,  [CioHg(NH2)C02]2Ca  + 3H2O, 
crystallizes  in  hard,  faintly  violet  coloured  needles,  which  are 
very  soluble  in  water. 

Amido-a-napUhoic  acid  hydrochloride,  CioH(.(NH3Cl)COoH, 
crystallizes  from  hot  water  in  long,  faintly  violet  coloured 
needles,  which  are  only  sparingly  soluble  in  cold  water. 

The  nitrate  CioHg(NH3N03)C02H,  forms  long,  violet  needles, 
and  the  sul'phate  [CjqH(.(C02H)NH3]2S0^,  crystallizes  in  reddish 
needles,  and  is  even  less  soluble  in  water  than  the  hydro- 
chloride. 

-Acetamido-a-naiMhoic  acid,  CioHg(NH.CO.CH3)C02H,  is 
obtained  by  boiling  the  amido-acid  with  acetic  anhydride,  and 
crystallizes  from  hot  alcohol  in  microscopic  needles  meltino- 
above  280°.i  "" 

V-Chloramido-a-ncqMhoic  acid,  CioH5Cl(NIl2)C02H,  was  pre- 
pared by  Ekstrand  by  the  reduction  of  the  corresponding  nitro- 
acid  ; it  forms  colourless  needles,  and  its  hijdrochloridc  crystallizes 
in  long  hard  needles. 

1 ~A.iiiiido~cL~naphthoic  add  is  obtained  from  the  corresponding 
nitro-acid  in  a similar  manner  to  the  4'-a-compound.  It  separates 
from  the  ammoniacal  solution  on  the  addition  of  acetic  acid  in 
small  needles.  The  calcium  salt,  [Ci(,H(.(NH2)C02]2Ca  + OHgO, 
is  very  readily  soluble,  and  forms  indistinct  crystalline  aggregates, 
consisting  of  slender  needles. 

When  hydrochloric  acid  is  added  to  a solution  of  the  sodium 
salt,  the  hydrochloride  is  precipitated  in  slender  needles,  but 
rapidly  changes  to  the  following  compound. 

Naiihthostyril  is  also  formed  when  the  amido-acid  is  heated 
with  water  or  alcohol : 


10  <1  \ 

\X).OH 


= C H ^ \ 


NH 


> + H.,0. 


Its  formation  can  readily  be  understood,  since  the  amido-acid  is 
’ Ekstrand,  J.  Pr.  Chem.  II.  38,  244. 
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a peri-compound  ; the  constitution  of  naplithostyril  is  therefore 
expressed  by  the  formula  : 

NH-CO 


It  crystallizes  from  alcohol  in  slender,  greenish  needles,  melts  at 
180 — 181°,  and  readily  sublimes  in  small,  yellow  needles.  It 
dissolves  in  alkalis,  the  corresponding  salts  of  the  amido-acid 
being  formed,  whereas  hot  hydrochloric  acid  dissolves  it  without 
change,  forming  a solution  from  which  it  separates  out  again  on 
cooling. 

Acdonaphthostyril,  C^QHgCO(N.CO.CH3),  is  obtained  by  heat- 
ing the  amido-acid  with  acetic  anhydride  on  the  water-bath.  It 
separates  out  on  cooling  in  stellate  groups  of  needles,  and 
crystallizes  from  alcohol  in  long,  white,  hair-like  needles, 
melting  at  125°. 

Benzonaphthostyril,  Cj^oHgCO(N.CO.CgH5),  is  formed  when 
naplithostyril  is  heated  with  benzoyl  chloride.  It  crystallizes 
from  alcohol  in  slender  needles,  and  melts  at  170°. 

Ekstrand  has  also  prepared  the  following  compounds  : ^ 

Melting-point. 

a-Naphthoylnaphthostyril,  needles 152° 

aphthoylnaphthostyril,  needles 197 — 198° 

Chloronaijhtliostyril,  C^oHgCl(CO.NH),  is  formed  by  the  re- 
duction of  4'-chloro-l'-nitronaphthoic  acid,  and  crystallizes  from 
alcohol  in  golden-yellow  needles,  which  melt  at  270°. 

Diclilorona^hthostyril,  C^gH^Cl2(CO.NH),  is  produced  by  a 
remarkable  reaction,  together  with  carbon  dioxide  and  chloro- 
naphthalene,  when  I'-nitro-a-naphthoic  acid  is  heated  with  an 
excess  of  fuming  hydrochloric  acid  to  140 — 150° : 

CioHg(N02)CO.OH  -f-  4HC1  = 

CigH4Cl2(CO.NH)  -h  3H2O  d-  CI2. 

It  is  also  formed  by  the  action  of  chlorine  on  naplithostyril,  and 
crystallizes  from  glacial  acetic  acid  in  golden-yellow  needles, 
which  melt  at  26 4 — 265°. 

BromonajiMliostyril,  CigHgBr(CO.NH),  is  prepared  by  the 

^ J.  Pr.  Chem.  II.  38,  159. 
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reduction  of  4'-bromo-r-nitronaphthoic  acid,  and  crystallizes 
from  alcohol  in  brown  needles,  melting  at  257°. 

^ Dihrommiaphthostyril,  C;^QH^Br2(CO.NH),  is  formed  when 
1 -nitio-a-naphthoic  acid  is  heated  with  hydrobromic  acid  to 
1/0  , and  also  when  a solution  of  naphthostyril  in  glacial 
acetic  acid  is  heated  with  bromine  and  a little  iodine.  It 
crystallizes  from  alcohol  or  acetic  acid  in  golden-yellow  needles, 
and  melts  at  268  270  . When  it  is  boiled  for  a considerable 

time  with  acetic  anhydride,  acetodibromonaiMliostyTil,  CioH4Br2 
(CO.N.CO.CH3),  is  formed.  This  substance  crystallizes  in  small 
yellow  needles,  melts  at  185  , and  only  dissolves  in  alkalis  with 
difficulty. 

_ ^ -NitromiiMliostynl,  CioH,(N02)(CO.NH),  may  be  obtained 
either  by  the  nitration  of  naphthostyril  or  by  heatino'  4'  : 1'- 
dinitro-a-naphthoic  acid  with  tin  or  hydrochloric  acid.  It 
crystallizes  from  glacial  acetic  acid  in  orange-yellow  needles, 
which  melt  at  about  300°. 

-Amidoncqjhthostyril,  CjqH5(NH2)(CO.NH),  is  formed  when 
the  preceding  compound  is  submitted  to  the  further  action  of 
, tin  and  hydrochloric  acid.  It  crystallizes  from  alcohol  in  broad 
1 ed  needles,  and  melts  at  239 — 240°.  If  the  amido-group  be 
replaced  by  chlorine  the  chloronaphthostyril  described  above  is 
obtained.  The  hydrochloride,  CioH5(NH3Cl)(CO.NH),  forms 
yellow  needles. 

Dinitronaphthostyril,  CioH4(N02)2(CO.NH),  is  obtained  by  the 
action  of  fuming  nitric  acid  on  dibromonaphthostyril  and  on 
nitronaphthostyril.  It  crystallizes  in  yellow  prisms  or  tablets, 
which  melt  above  290°. 

Na2Jhthostyo<lquinone,  CioH402(CO.NH),  is  formed  by  the 
action  of  chromium  trioxide  on  an  acetic  acid  solution  of 
naphthostyril,  and  crystallizes  from  glacial  acetic  acid  in  long 
red  needles,  which  melt  at  about  278°.  It  is  a derivative  o1‘ 
/3-naphthoquinone,  since  it  is  converted  by  o-diamidotoluene 
into  nciphthostyriltohtqttinoxaline,  CioH4(N2C(.H3.CH3) (CO.NH), 
which  forms  a yellow  crystalline  powder.^ 


^ The  quinoxalines  are  feeble  bases,  which  are  formed  by  the  action  of  ortho- 
diketones on  ortho-diamines.  The  simplest  member  of  the  group  is  obtained 
from  o-diamidobenzene  and  glyoxal : 


.mi, 

CeHZ  -P 
^Nlla 


CHO 

I 

CHO 


N=:CH 


— CgHj..  I -f  2 HjO. 

^N—CH 


This  and  the  other  rpiinoxalines  will  be  subsequently  described.  (See  also  Part  III. 
p.  73). 
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The  constitution  of  naplithostyrilquinone  must  therefore  be 
expressed  by  one  of  the  following  formulae  : 


NH-CO 


NH-CO 


O 


AMIDO-^-NAPHTHOIC  ACIDS. 

2686  These  compounds  have  been  obtained  by  Ekstrand  by 
the  reduction  of  the  nitro-acids  with  ammonia  and  ferrous 
sulphated 

a-Amido-^-napUhoic  acid,  CioH6(NH2)C02H,  crystallizes  in 
microscopic  lustrous  rhombic  tablets,  which  soon  become  coloured 
violet,  and  melt  at  232°.  The  hydrochloride,  CioHg(NH3Cl) 
COgH,  forms  long  violet  needles,  the  nitrate,  CioHg(NH3N03) 
COoH,  large  brown  needles,  and  the  sulfhatc  well  developed 
almost  colourless  needles. 

Acctyla'iiiiido-^-na'phthoic  acid,  C-^QHg(C02H)NH.C2H30,  is 
obtained  by  heating  the  acid  with  acetic  anhydride.  It  is  very 
sparingly  soluble  in  alcohol,  and  crystallizes  from  acetic  acid  in 
small  tablets,  melting  at  291°. 

Calcium  a<imido-^-na‘phthoatc,  [CjoHg(NH2)C02]2Ca  + 4H2O, 
is  readily  soluble  in  water,  and  crystallizes  in  short,  lilac-coloured 
needles  or  prisms. 

^-Amido-^-na'phthoic  acid  crystallizes  from  dilute  alcohol  in 
small  needles,  melts  at  211°,  and  soon  becomes  coloured  violet. 

y-Am%do-^-na'phthoic  acid  is  precipitated  from  its  solution  in 
acetic  acid  in  small  yellow  needles.  It  crystallizes  from  weak 
alcohol  in  hair-like  colourless  needles,  which  on  drying  take  a 
violet  colour,  and  melt  at  219°. 

. The  hydrochloride  ahd  sulphcttc  form  small  prisms,  whilst  the 
nitrate  crystallizes  in  large  thin  plates.  The  salts  are  readily 
soluble  in  water,  forming  cheiTy-red  solutions. 

Acetyl-y-amido-^-7iap)hthoic  acid  is  very  readily  formed  by  the 
action  of  acetic  anhydride  on  the  acid.  It  crystallizes  from 

’ Ber.  18,  1204. 
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alcohol  in  slender  needles,  melting  at  258°.  The  diacetyl  deri- 
vative forms  thick,  hard  crystals,  and  melts  at  181°.  The  mon- 
acetyl derivative  is  converted  by  nitric  acid  into  nitro-acetamido- 
^-na^dithoic  aoid,  Cj(jH5(N02)(NHC2H30)C02H,  which  crystal- 
lizes from  alcohol  in  slender  needles,  and  melts  at  27 0°.^ 

a-Nitro-ar,iido-^-ncqMhoic  acid,  CioH5(N02)(NH2)C02H,  is 
prepared  by  the  action  of  alcoholic  ammonium  suliDliide  on  the 
a-dinitro-acid.  It  is  precipitated  by  acetic  acid  in  stellate 
groups  of  small  needles,  melting  at  235°.  Its  hydrochloride 
forms  slender  reddish  needles. 

a-Diamido-^-na'phthoic  acid  forms  slender  colourless  needles, 
melting  at  130 . The  di-hydrochloridc  crystallizes  in  long 
needles  and  is  moderately  soluble  in  pure  water.^ 

^-Biamido-^-naiMhoic  acid,  CioH5(NH2)2C02H,  is  obtained 
by  reducing  the  corresponding  dinitro-acid  with  ferrous  sulphate 
in  ammoniacal  solution.  It  forms  greenish-yellow  needles,  melts 
at  202°,  and  partially  sublimes  on  heating.  The  monohydro- 
chloridc  forms  glimmering  plates,  melting  at  above  285°. 


/CO,H 

SULPHONAPHTHOIC  ACIDS,  CioHg;;  “ 

\SO3H 

2687  a-Sulq)ho-a-ua2)hthoic  acid  is  formed,  together  with  the 
compounds  next  to  be  described,  by  the  action  of  slightly  fuming 
sulphuric  acid  on  a-naphthoic  acid,  and  is  separated  from  its 
isomerides  by  means  of  the  barium  salt.^  It  is  readily  soluble  in 
water,  and  crystallizes  when  the  solution  is  allowed  to  evapo- 
rate in  a desiccator  in  well  developed  j^risms  which  are  not 
deliquescent,  and  melt  at  235°  with  decomposition. 

Kormcd  larium  a-suliiho-a-naqihthoatc,  CioHg.S03BaC02  -f 
4H2O,  crystallizes  in  transparent,  lustrous,  monosymmetric 
prisms,  which  are  slightly  soluble  in  cold,  moderately  in  boiling 
water. 

Acid  Ijarmm  a-suliiho-a-naidhthoatc,  [CioH(,(S03H)C02]2Ba 
+2H2O,  is  much  more  readily  soluble,  and  crystallizes  in  lustrous 
prisms. 

^-Sulpho~a-na.2'^hthoic  oxid  forms  a crystalline,  very  freely 
soluble  mass,  which  melts  at  218 — 222°  with  decomposition. 

1 Ekstrand,  J.  Pr.  Chem.  II.  42,  396.  2 Ekstrand,  loc.  cit. 

3 Battersliall,  Annalcn,  168,  114  ; Stumpf,  Antmlcn,  188,  1. 
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Normal  harium  ^-suli^ho-a-na])hthoate,  2CioHyS03BaC02 
4-7H2O,  forms  fascicular  groui3S  of  tliick,  colourless,  lustrous 
needles,  which  are  only  sparingly  soluble  in  water,  but  more 
readily  than  the  salt  of  the  a-suljiho-acid. 

Acid  harium  ^-sulflio-a-ncvplitliocdc,  [CjoH(.(S03H)C02].2Ba 
+ 4H.,0,  is  more  readily  soluble  than  the  normal  salt,  and  forms 
soft  nodular  aggregates. 

r^-Sulx>ho-a-na23lithocitc  is  readily  soluble,  and  crystallizes  in 
small  matted  needles,  melts  at  182 — 185°,  and  froths  ujj  and 
decomposes  at  187°. 

Normcd  harium  fy-sulidio-a-na^Mhocdc,  2C2oHg&03BaC02 
-f  3H2O,  is  moderately  soluble  in  water,  and  separates  when  the 
hot  solution  is  cooled  as  a lustrous,  hard,  crystalline  mass. 

Acid  harium  r'^-md'pho-a-ncupldliocdc,  [CigHg(S03H)C02]2Ba 
+ H2O,  is  precipitated  as  a crystalline  mass  when  barium  chloride 
is  added  to  a solution  of  the  free  acid  or  hydrochloric  acid  added 
to  a solution  of  the  normal  salt.  It  is  only  very  slightly  soluble 
even  in  hot  water,  from  which  it  separates  in  small  hard  nodules. 

B-Sul^yho-^-najjJdhoic  acid  is  readily  formed,  together  with  a 
very  small  amount  of  an  isomeric  acid,  when  yS-naphthoic  acid 
is  dissolved  in  fuming  sulphuric  acid.  It  is  readily  soluble  in 
water,  and  forms  a crystalline  mass,  melting  with  slight  decom- 
position at  229 — 230°. 

Normal  harium  B-sul^jlio-^-nctpldhocdc,  2CioHgS03BaC02  + 
I3H2O,  is  readily  soluble  and  crystallizes  in  fascicular  groups  of 
long,  silky  needles.  Battershall  obtained  it  in  monosymmetric 
crystals,  containing  one  molecule  of  water. 

Acid  harium  B-sidjdio-^-na’pldlioaU,  2[CiQHg(S03H)C02]2Ba 
+ I3H2O,  is  almost  insoluble  in  cold  water,  but  dissolves  to  a 
moderate  extent  in  hot  water,  from  which  it  crystallizes  in  large 
lustrous  plates,  or  long  silky  needles. 


/OH 

HYDROXYNAPHTHOIC  ACIDS,  CigHg/ 

\CO2H 

2688  Eight  of  these  compounds  are  at  present  known  ; the 
first  four  have  been  prepared  by  fusing  the  sulphonaphthoic 
acids  with  caustic  potash  (Battershall,  Stumpf). 

a-IIydroxynapldhoic  acid  crystallizes  from  boiling  water  in 
long,  thin,  matted  needles,  is  readily  soluble  in  alcohol,  melts  at 
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234  237  , and  when  carefully  heated  sublimes  without  much 

decomposition.  Its  a(|ueous  solution  gives  a dirty-violet  precipi- 
tate with  ferric  chloride.  On  heating  with  lime  it  decomposes 
into  a-naphthol  and  carbon  dioxide. 


Hydroxy naiihthoiC'  acid  is  readily  soluble  in  alcohol,  from 
which  it  separates  in  white  druses  covered  with  fine  hair-like 
foims,  whilst  it  crystallizes  from  hot  water  in  voluminous  masses, 
consisting  of  slender  needles.  It  melts  with  slight  decomjoosition 
at  245  247  . The  solution  is  not  coloured  by  ferric  chloride, 

but  a reddish-brown  preciiDitate  is  formed  on  heating.  When  it 
is  distilled  with  lime,  /S-naphthol  is  formed. 

’^-Hydroxyncvphthoic  acid  separates  from  hot  water  in  small, 
branched  needles,  melts  at  186 — 187°,  is  very  readily  soluble  in 
alcohol,  and  also  yields  y9-naphthol  on  heating  with  lime. 
Ferric  chloride  produces  a chocolate-coloured  precipitate  in  its 
aqueous  solution. 

h-HyclToxynctjjJithoic  acid  crystallizes  from  hot  water  in  long 
needles,  melting  at  212—213°,  and  separates  from  alcohol  in 
fascicular  groups  of  lustrous  needles.  Its  solution  gives  a dirty 
cai  mine-red  precipitate  with  ferric  chloride ; on  heating  with 
lime  it  yields  a-naphthol. 

P evilly dToxyna/plitlioic  acid  was  obtained  by  Ekstrand  by  dis- 
solving the  corresponding  amido-acid  in  dilute  caustic  potash 
solution,  adding  potassium  nitrite,  and  j^ouring  the  solution,  after 
cooling  with  ice,  into  cooled  dilute  sulphuric  acid.  On  heat- 
ing on  the  water-bath  nitrogen  is  evolved,  and  the  lactone 
separates  out  in  small  needles,  which  are  boiled  with  caustic  | 
potash  solution  to  obtain  a salt  of  the  acid.  The  latter  is  i 
then  precipitated  in  small  lustrous  needles  by  the  addition  of 
hydrochloric  acid.  It  is  readily  soluble  in  hot  water,  alcohol, 
and  ether,  from  which  it  crystallizes  in  nodular  aggregates  of 
minute  needles,  melting  at  169°. 

Calcium  pcrihydroxyna]pMhoatc,  2[CiqH(.(OH)CO  j2Ca-f  7H2O, 
crystallizes  in  tabular  aggregates  of  needles ; tlie  basic  salt, 
^'loHoOCaCOg,  separates  out  when  the  solution  is  boiled.  Ferric 
chloride  produces  a violet  precipitate. 


Naiiihtholactonc,  CiqIIj. 


CO. 

crystallizes  from  alcohol  in  long 


needles,  and  from  ether  in  thick  hard  tablets,  melts  at  108°,  and 
sublimes  in  slender  needles.  It  is  insoluble  in  cold  alkalis. 
Chloronaplitliolactonc,  CjoHr,Cl(O.CO),  is  formed  when  chlorine 
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is  passed  into  a solution  of  the  lactone  in  carbon  ^ disulphide 
containing  iodine.  It  crystallizes  from  alcohol  in  needles, 
melting  at  184—185°.  On  boiling  with  caustic  soda  it  is  con- 
verted into  cMoro23crihydroxyna2M}ioic  acid,  CjqH5C1(0H)C02H, 
which  is  precipitated  by  hydrochloric  acid  as  a ciystalline 
powder,  consisting  of  slender  needles,  and  melts  and  fioths  up 
at  190—191°. 

BromonapUholactonc,  forms  slender  white 

needles,  melting  at  192°. 

Nitrona2Jlitliolcictonc,  CiqH5N02(0.C0),  is  only  spaiingly 
soluble  in  alcohol,  and  crystallizes  from  glacial  acetic  acid  in 
slender  yellow  needles,  which  melt  at  242°,  and  readily  dissolve 
in  warm  caustic  soda  solution.  Hydrochloric  acid  added 
to  this  solution  precipitates  nitropcTiliydroxynapUlioic  acid, 
CioH5N02(OH)C02H,  as  a yellow  powder,  consisting  of  small 
rhombic  tablets,  which  also  melt  at  242  , the  lactone  being 
probably  formed.^ 

a-Hydroxy-^-nap)]ithoic  acid,  or  a-NcL2Mhol-^-carl)Oxylic  acid,  is 
obtained  by  the  action  of  carbon  dioxide  on  a mixture  of  a-naph- 
thol  and  sodium.'^  It  is  prepared  on  the  large  scale  by  heating 
sodium  a-naphthate  with  liquid  carbon  dioxide  to  130°  ^ (Pt.  IV. 
p.  299).  It  is  sparingly  soluble  in  water,  crystallizes  from  alcohol 
or  ether  in  stellate  groups  of  needles,  and  melts  at  185 — 186°, 
with  partial  decomposition  into  a-naphthol  and  carbon  dioxide, 
which  also  takes  place  on  continued  boiling  with  water.  Its 
aqueous  solution  is  coloured  blue  by  ferric  chloride. 

It  is  employed  instead  of  salicylic  acid,  since  it  is  a still  more 
powerful  antiseptic  than  this. 

Sodium  a-hydroxy-^-na2olitlioatc,  CioHg(OH)C02Na-|-3H20, 
crystallizes  from  hot  water  in  large,  thin,  pearly  plates,  and  from 
alcohol  in  well  developed  rhombic  plates.  With  concentrated 
nitric  acid  it  gives  a characteristic  violet  or  blue  colouration, 
which  gradually  changes  to  red.“^ 

Calcium  a-hydroxy-^-nci2olithoate,  (C^j^H.^03)2Ca,  crystallizes  in 
long  needles,  sparingly  soluble  in  water. 

Schmitt  and  Burkhard  have  prepared  a number  of  esters  and 
substitution-products,  but  merely  mention  their  melting-points. 

a-Hydroxy-^-na2ohthoplwsj)hoQ'iG  acid,  P0(0H)2.0.CiQHg.C02H. 

1 J.  Pr.  Chcm.  II.  38,  278. 

- Eller,  Annalcn,  152,  275  ; Scliaffer,  Annalen,  152,  279. 

^ Schmitt  and  Burkhard,  Per.  20,  2699  ; Schultz,  Steinkohlenthccr,  2,  976. 

* Elleuberger  and  Hofmeister,  Archiv  Pathol.  Pharmakol.  1888. 
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When  the  a-hydroxy-acid  is  treated  with  phosidioms  penta- 
chloride  it  yields  the  compound  POCl2(O.CioH6.CCl3),  which 
crystallizes  from  light  petroleum  in  transparent  prisms  melting 
at  115°.  On  exposure  to  moist  air  this  passes  into  the  above 
acid,  which  separates  from  acetone  in  slender  needles,  and  is 
cpiickly  resolved  by  water  into  phosphoric  and  a-hydroxynaphthoic 
acids.  If  the  chloride  be  further  heated  with  phosphorus  penta- 
chloride  at  180°,  it  is  converted  into  cliloronaphtho7nethinc 
chloride,  Cj^oHyCl.CClg,  crystallizing  from  light  petroleum  in 
rhombohedra,  which  melt  at  73°  and  are  converted  by  boiling* 
ac[ueous  acetic  acid  into  a-chloro-/8-naphthoic  acid.^ 

a- Hy dr oxy-^-siolplio- ^-naphthoic  acid,  C^oH5(OH)(S03H)C02H 
+ 5H2O,  is  formed  when  the  hydroxy-acid  is  added  to  a mixture  of 
2 parts  of  fuming  sulphuric  acid  containing  20  per  cent,  of  tri- 
oxide, and  3 parts  of  concentrated  sulphuric  acid,  cooling  well  with 
ice- water.  The  sulphonic  acid  separates  out  on  warming  to  60°, 
and  crystallizes  from  liot  water  in  small  glistering  needles.  On 
boiling  with  dilute  sulphuric  acid  it  readily  loses  not  only  carbon 
dioxide  but  also  the  sulpho-group  with  formation  of  considerable 
([uantities  of  a-naplithol,  whilst  with  dilute  nitric  acid  it  yields 
ordinary  dinitronaphthol  or  naplithol  yellow.  Wlieii  treated  with 
cold  nitric  acid  of  sp.  gi*.  1‘48  in  acetic  acid  solution  it  is  con- 
verted into  a-hydroxy-4-nitro-/3-naphthoic  acid,  which  is  also 
obtained  by  the  nitration  of  a-hydroxy-/S-naphthoic  acid ; with 
diazobenzene  chloride  it  yields  benzeneazo-a-naphtholsulidionic 
acid. 

Tlie  salts  are  more  stable  than  the  free  acid.  The  acid  sodium 
salt,  CioH5(OH)(S03Na)C02H,  separates  out  in  thin  elastic 
lustrous  needles  when  sodium  chloride  is  added  to  a warm  solu- 
tion of  tlie  acid.  The  normal  salt,  CioH5(OH)(S03Na)C02Na, 
is  obtained  by  neutralizing  the  acid  with  sodium  carbonate, 
whereas  by  warming  it  with  an  excess  of  caustic  soda  it  yields 
the  hasic  salt,  CjQH^(0Na)(S03Na)C02Na,  crystallizing  in  long 
glassy  needles  which  become  opaque  in  the  air. 

On  warming  the  hydroxy-acid  with  4 parts  of  fuming  sulphuric 
acid  it  forms  jthe  disulphonic  acid,  C^qH4(0H)(vS03H)2C02H -H 
411,0,  which  crystallizes  in  beautiful  stellate  groups  of  needles.^ 

^-Amido-a-hydroxy-(3-nap)hthoic  acid,  CjoH5(NH2)(OH)C02H. 
VVlien  an  alkaline  solution  of  hydroxynaphthoic  acid  is  mixed 
with  diazobenzene  chloride  it  forms  hcnzcncazohydroxynaplithoic 

^ WolfTenstein,  Her,  20,  1966. 

^ Konig,  Bcr.  22,  787  ; 23,  806. 
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acid,  C^H^.N  : which  crystallizes  from  acetic 

acid  in  lustrous  green  needles,  melts  at  192  , and  is  conveited  by 
stannous  chloride  and  hydrochloric  acid  into  aniline  and  the 
amido-acid.  The  latter  forms  a crystalline  powder  scarcely 
soluble  in  water,  alcohol,  or  acetic  acid,  and  decomposes  on 
heating  in  a current  of  hydrogen  chloride  at  230  into  carbon 
dioxide  and  1 : 4-amido-naphthold 

a-Hijdroxy-^-naiMlioliydTommw  acid,  CioH(j(OH)(O.NH.OH), 

is  formed  by  allowing  the  methyl  ester  of  the  hydroxy-acid, 
which  melts  at  78°,  to  remain  with  an  alkaline  solution  of 
hydroxylamine,  and  crystallizes  from  ether  in  microscopic 
octohedra,  soluble  in  alkalis  with  formation  of  green  salts. 
Ferric  chloride  colours  the  a(^ueous  solution  of  the  acid  violet. 

^-Hydroxy-a-naphthaldchyde,  CjoHy(OH)CHO,  is  prepared 
by  warming  an  alkaline  solution  of  ^-naphthol  with  chloroform, 
and  crystallizes  from  alcohol  in  beautiful  prisms,  which  melt 
at  76°  and  are  volatile  with  steam.  On  careful  fusion  with 
potash  it  is  converted  into  the  acid.^ 

l3-Hydroo:y-a-napht]ioic  acid,  or  /S-Ncqdilhol-a-carhoxylic  acid, 
CioH^(OH)C02H,  is  prepared  on  the  large  scale  from  ^-naphthol 
in  a manner  corresponding  to  that  employed  for  the  manufac- 
ture of  the  a-^-acid,  and  is  used  for  the  same  purposes.  It 
is  very  sparingly  soluble  in  water,  readily  in  alcohol,  and 
crystallizes  from  dilute  alcohol  in  slender  needles  which  melt  at 
150_157°  if  quickly  heated;  on  slowly  heating  they  decompose 
at  124 — 128°  with  evolution  of  carbon  dioxide,  and  they  are  con- 
verted into  ^-naphthol  and  carbon  dioxide  on  boiling  with  water. 
Its  aqueous  solution  is  coloured  blue  by  ferric  chloride.  The 
salts  are  somewhat  more  stable  than  the  free  acid,  the  sodium 
salt  being  only  coloured  greenish-yellow  by  fuming  nitric  acid. 

Schmitt  and  Burkhard  have  prepared  esters  and  other  deriva- 
tives of  this  acid,  but  have  given  no  details.  The  methyl 
ester  melts  at  69°,  and  is  converted  by  hydroxylamine  into 
/3-hydroxy-a-naphthohydroxamic  acid,  which  is  a yellow  amor- 
phous compound,  and  gives  a violet  colouration  with  ferric 
chloride. 

^-Hydroxy-a-nctphtJiophos2:)horic  acid,  P0(0H)20C;^QHg.C02H, 
is  prepared  in  the  same  manner  as  the  a-/?-compound.  The  first 
product  is  the  chloride,  P0C120.CjqH(..CC13,  crystallizing  in 

^ Nietzki  and  Guiterinann,  Bcr.  20,  1274. 

- Jeanrenaud,  Bcr.  22,  1275. 

® Kaufinann,  Bcr.  15,  804. 
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lustrous  needles,  which  melt  at  38°  and  pass  into  the  acid  on 
exposure  to  moist  air.  The  latter  forms  fascicular  groups  of 
needles,  melts  at  156°,  and  is  quickly  decomposed  by  boiling 
water  with  formation  of  phosphoric  acid,  carbon  dioxide  and 
/3-naphthol.^ 

These  two  naphtholcarboxylic  acids  correspond  to  salicylic 
acid,  their  constitutions  being  represented  by  the  formulae  : 


OH 

C — C.COgH 
CH=zCH 

a-)3-acid. 


CO^H 

I 

C iC.OH 

CHz=CH 

;3-a-acicl. 


^-Hydroxy-^-naphthoic  acid,  or  ^-Naplitliol- ^-carboxylic  acid, 
is  obtained  by  heating  sodium  yS-naphthate  in  a cuiTent  of 
carbon  dioxide,  the  reaction  taking  place  at  280 — 290°.  It 
crystallizes  from  water  in  beautiful,  lustrous,  yellow  rhombic 
plates,  which  are  sparingly  soluble  in  water,  readily  in  alcohol, 
and  melt  at  216°  without  decomposition.  Its  aqueous  solution 
gives  a blue  colouration  witli  ferric  chloride.  (Schmitt  and 
Burkhard). 

Its  methyl  ester  melts  at  73 — 76°,  and  is  readily  dissolved  by 
an  alkaline  hydroxylamine  solution,  but  undergoes  no  alteration. 


^ Rabe,  Ber.  22,  392. 
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DIMETHYLNAPHTHALENE  GKOUP 

2689  1 ; ^-Dimethylnaphthalene,  CjQHg(CH3).„  was  first  obtained 
by  heating  santonin  and  its  derivatives  with  zinc  dustd  It  is  also 
obtained  by  the  action  of  sodium  and  methyl  iodide  on  a toluene 
solution  of  1 : 4-dibromonaphthalene,  and  is  an  oily,  strongly 
refractive  liquid,  having  a slight  naphthalene  odour.  It  does 
not  solidify  at  — 18°,  and  boils  at  262 — 264°.  incrate  crystal- 

lizes in  orange  needles  which  melt  at  139°  and  are  fairly  soluble 
in  hot  alcohol.^ 

Dimethylnaphthalenes  also  occur  in  the  coal-tar  oils  boiling  at 
250 — 270°,  but  have  not  yet  been  obtained  pure.^ 

Hydroxydimethylnct'phthcdeiic,  or  Dimethylnaiilithol, 
(0113)2011,  is  prepared  by  heating  santonious  or  isosantonious 
acid  above  360°  with  caustic  baryta,  and  is  also  formed, 
together  with  dimethylnaphthalene,  propylene,  and  probably 
xylene  when  santonic  acid  is  distilled  with  zinc  dust.  It  crystal- 
lizes in  lustrous  needles,  melts  at  135 — 136°,  and  commences  to 
sublime  at  100°.  Under  reduced  pressure  it  may  be  distilled 
without  decomposition.  It  is  very  sparingly  soluble  in  water, 
more  readily  in  alcohol,  and  still  more  easily  in  ether  and  in 
alkalis,  from  which  latter  solution  it  is  reprecipitated  by  carbon 
dioxide.  When  heated  with  an  excess  of  zinc  dust  it  is  con- 
verted into  dimethylnaphthalene. 

Dimcthylnaphthol  methyl  ether,  CjoH5(CH3)20CH3,  is  formed 
by  heating  dimethylnaphthol  with  methyl  iodide,  methyl  alcohol, 
and  caustic  soda,  and  crystallizes  in  hard  prisms,  melting  at  68°. 
The  corresponding  ethyl  ether  is  a viscous  liquid  which  does  not 
solidify  in  a freezing  mixture. 

Dimethylnaphthyl  acetate,  0^0115(0113)20.021130,  is  prepared 

^ Cannizzaro  and  Carnellnti,  Gazzetta,  12,  293  ; Ber.  12,  1547  ; 13,  1516  ; 15, 
426.  2 Giovanozzi,  Gazzetta,  12,  147, 

^ Einmert  and  Reingruber,  Annalcn,  211,  365. 
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by  boiling  dimetliylnaplitliol  and  acetic  anhydride  in  presence  of 
sodium  acetate,  and  crystallizes  in  small  plates  which  melt  at 
77—78°. 

DimethyldihydrmicqjJithol,  C^QHy(CH3)20H,  is  obtained,  together 
with  propionic  acid,  when  santonions  acid  is  heated  above  320° 
in  a stream  of  carbon  dioxide  : 

.OH 

CioH,(CH3)2<;  = CioH-(CH3).,OH  + C.H^.CO^H. 

At  the  same  time  ethyl  propionate,  dimetliylnaplitliol,  and 
dimethylnaphthalene  are  formed.  Dimethyldihydronaphthol 
crystallizes  from  alcohol  in  silky  needles,  which  melt  at  113°  and 
are  volatile  with  steam.  On  heating  with  sulphur  it  is  con- 
verted into  sulphuretted  hydrogen  and  dimetliylnaplitliol,  whilst 
with  phosphorus  pentasulphide  it  yields  water  and  dimethyl- 
naphthalene.^ 


NAPHTHALENEDICARBOXYLIC  ACIDS, 

C,oH,(C02H)2. 

2690  1 : V-Ncqjhthalenedicarboxylic  acid,  Ci(,H(,(C02H)2.  By 
the  oxidation  of  acenaphthene  with  chromic  acid,  Behr  and  van 
Dorp  obtained  a dibasic  acid  of  the  composition  C^^HsO^  which 
like  phthalic  acid  readily  yields  an  anhydride;  on*  distillation 
with  lime  it  was  found  to  yield  carbon  dioxide  and  naphthalene, 
showing  that  it  is  a naphthalenedicarboxylic  acid,  whence  they 
gave  to  it  the  name  naiilithalic  acid?  It  is  also  formed  by  the 
oxidation  of  pyreneketone  ^ (p.  362). 

Bamberger  and  Philip  showed  that  the  carboxyl-groups  occupy 
the  peri-position,  by  preparing  it  synthetically  from  1 : 1'-nitro- 
napthoic  acid.  For  this  purpose  the  latter  was  converted  by 
reduction  into  the  hydrochloride  of  1 : I'-amido-naphthoic  acid, 
the  requisite  quantity  of  sodium  carbonate  and  sodium  nitrite 
added  and  the  mixture  allowed  to  drop  into  dilute  sulphuric 
acid,  cooling  well  with  ice.  The  resulting  solution  of  diazo- 

^ Cannizzaro,  Gazzclta,  13,  3Sr;  ; Ber.  16,  2604. 

' Annalcn,  172,  263. 

^ lianiljcrgcr  and  Pliilip,  Annalcn,  240,  180. 
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naphthoic  acid  was  slowly  poured  into  a boiling  solution  of 
cupric  sulphate  and  potassium  cyanide,  the  cyanonaidithoic  acid 
thus  formed  being  at  once  converted  into  the  acid  by  boiling 
with  caustic  potash  solutiond 

It  separates  on  addition  of  acids  to  solutions  of  its  salts  as  a 
voluminous  precipitate,  consisting  of  microscopic  needles.  It 
is  scarcely  soluble  in  water,  sparingly  in  ether,  but  easdy 
in  slightly- warmed  alcohol,  from  which  it  may  be  leadily 
crystallized  if  the  latter  is  not  too  strongly  heated  ; if  the 
temperature  be  raised  too  high  the  acid  passes  into  the 

anhydride. 

Potassium  napUlialate,  CioH6(C02K).2,  is  very  soluble  in  water, 
and  separates  on  evaporating  the  solution  in  vacuo,  paitly  in 
needles,  and  partly  as  an  efflorescence  at  the  side  of  the  dish. 
If  alcohol  be  added  to  its  concentrated  solution,  lustrous  plates 
of  the  composition  CioH(j(C02K)2  C2HQO  are  obtained.  The 
ammonium  salt  is  very  similar,  but  the  sodium  salt  is  precipitated 
as  a white  powder  free  from  water  or  alcohol. 

Barium  naiMlialaU,  CioH(.(C02)2Ba  -h  H2O,  separates  in 
small  lustrous  plates  when  barium  chloride  is  added  to  a 
moderately  dilute  solution  of  an  alkali  salt , in  dilute  solution 
it  separates  only  on  standing,  unless  the  solution  be  wanned, 
when  immediate  separation  takes  place. 

Calcmm  najohthalate,  CioHg(C02).2Ca,  is  obtained  in  a similar 
manner  as  spherical  crystalline  aggregates. 

Silver  naphthalate,  CioHg(C02Ag)2,  is  a heavy  white  floccular 
precipitate,  and  is  not  acted  upon  by  light. 

Methyl  naphthalate,  CioH6(C02CH3)2,  is  prepared  by  heating 
the  silver  salt  with  methyl  iodide,  and  crystallizes  fiom  alcohol 
in  well-developed  prisms,  which  melt  at  102  103  . 

NaiMhalic  anhydride,  CioH^;(CO)20,  is  formed  when  the  acid 
is  heated  at  100—150°,  and  sublimes  on  more  strongly  heating 
in  broad  zig-zag  plates ; it  is  also  obtained  by  boiling  an 
alcoholic  solution  of  the  acid,  and  crystallizes  out  on  cooling  in 
lono-  flat  needles,  which  melt  at  266°,  and  readily  dissolve  in 
alkalis,  forming  salts  of  the  acid.  It  is  unattacked  by  bromine 
and  concentrated  nitric  acid  even  on  heating,  but  dissolves  in 
cold  sulphuric  acid,  forming  a yellow  solution  with  a blue 
fluorescence,  and  on  warming  is  converted  to  a certain  extent 
into  a sulphonic  acid  ; the  greater  portion,  however,  separates 
out  unaltered  on  addition  of  water.  The  constitution  of  the 

^ Ber.  20,  237. 
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anliydride  is  represented  by  the  formula  below,  which  accounts 
well  for  this  extreme  stability  : 


O 


Naplithalimicle,  CioHg(CO)2NH,  is  formed  when  the  powdered 
anhydricfe  is  boiled  with  concentrated  ammonia.  It  is  thus 
obtained  in  slender,  well-developed  prisms,  which  melt  over 
280°,  and  sublime  on  further  heating ; it  is  siDaringly  soluble  in 
hot  alcohol,  and  crystallizes  from  it  in  long  needles  and  from 
dilute  caustic  potash  in  thin  lustrous  prisms.  If  an  alcoholic 
solution  of  silver  nitrate  be  added  to  a similar  solution  of 
naphthalimide  containing  ammonia  the  following  reaction  takes 
place  : 


2Ci2H,N02  -h  Ag^O  + NH3  = C,Ji,,Ag,-N,0,  + H,0. 

The  constitution  of  the  compound  formed  is  represented  by  the 
formula  : 


C,oHg< 


C,oHg< 


.CO.NHAg 


^CO- 


CO.NH.Ag 


Bromonap)ht1ialic  acid,  CjgH5Br(C02H)2,  is  obtained  by  the 
oxidation  of  bromacenaphthene,  and  crystallizes  from  benzene 
in  beautiful  white  needles,  which  melt  at  210°,  and  readily  pass 
into  the  anhydride.  On  boiling  with  ammonia  it  is  converted 
into  the  imide,  CjQH5Br(CO)2NH,  which  sublimes  in  yellow 
prisms,  melting  above  265°. 

Nitronaphthalic  acid,  CjqH;5(N02)(C02H)2,  is  formed,  together 
with  nitro-y-naphthoquinone,  by  the  oxidation  of  nitro- 
acenaphthene,  but  is  prepared  more  readily  and  with  a larger 
yield  by  boiling  acenaphthene  with  nitric  acid  of  sp.  gr.  1'2. 
Nitronaphthalic  acid  crystallizes  in  slender  yellow  needles, 
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which  are  scarcely  soluble  in  alcohol  and  ether ; it  dissolves  more 
readily  in  acetic  acid,  but  passes  tlien  into  the  cmliydQ'ide, 

melting  at  220°.  . 

Diliydroncvplithalic  acid,  CioHsCCO.^H).^,  is  prepared  by  acting 
with  sodium  amalgam  on  a boiling  solution  of  naphthalic  acid. 
The  product  is  extracted  with  ether,  which  removes  certain 
by-products  and  leaves  a mixture  of  hydronaphthalic  and 
naphthalic  acids.  This  is  boiled  with  acetic  acid,  which  converts 
naphthalic  acid  into  the  anhydride,  and  a mixture  of  the  latter 
and  hydronaphthalic  acid  separates  out  on  cooling.  A very 
short  treatment  with  sodium  carbonate  solution  dissolves  out 
only  the  hydronaphthalic  acid,  which  may  then  be  precipitated 
with  hydrochloric  acid.  It  forms  a crystalline  powder  which 
becomes  yellow  at  150 — 160°,  melts  with  frothing  at  199°,  but 
immediately  resolidifies  and  does  not  melt  again  even  at  275  , 
the  anhydride  and  other  products  being  formed.  It  differs  from 
naphthalic  acid  inasmuch  as  its  cold  alkaline  solution  instan- 
taneously reduces  potassium  permanganate.^ 

2691  1 : ^-NaplithaUncdicarhoxylic  acid  is  prepared  from 
1 : 4-bromonaphthalenesulphonic  acid,  the  potassium  salt  of 
which  on  distillation  with  potassium  cyanide  yields  the 
1 : ^-nitrile  ; this  crystallizes  in  yellow  needles,  melting  at  204°. 
The  acid  obtained  by  boiling  it  with  caustic  potash  is  practically 
insoluble  in  water,  and  is  precipitated  by  hydrochloric  acid  as 
a white  scarcely  crystalline  mass.  If  it  is  dissolved  in  alcohol 
and  the  solution  after  dilution  with  water  evaporated,  it  is 
obtained  in  microscopic  needles,  which  do  not  melt  at  240  . 

Barium  1 : ‘^-naplithcdcncdicarhoxylatc,  C^QHg(C0.2).2Ba  -|-  2H2O, 
forms  granular  crystals  readily  soluble  in  water.^ 

2 ; ^-NapUlicdcncdicarboxylic  acid  is  prepared  from  the 
corresponding  disulphonic  acid  in  a similar  manner  to  the 
1 : 4-acid.  The  intermediate  nitrile,  CioHg(CN)2,  sublimes  in 
long  needles,  and  melts  at  267 — 268°.  The  acid  is  most 

readily  obtained  from  it  by  boiling  with  caustic  potash  in  amyl 
alcoholic  solution,  which,  as  it  boils  at  a higher  temperature 
than  alcoholic  potash,  causes  the  reaction  to  take  place  more 
quickly.  The  nitrile  may  also  be  decomposed  with  hydrochloric 
acid  at  200 — 210°,  and  separates  on  cooling  in  long,  spear-shaped, 
transparent  needles,  whilst  from  boiling  alcohol,  in  which  it  is 


1 Anselm,  Bcr.  22,  859. 

2 Darmstadter  and  Wiclielliaus,  Annalen,  172,  309. 
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acids  to  solutions  of  its  salts  it  se]3arates  as  a jelly-like  precipitate, 
which  on  drying  falls  to  a white  apparently  amorphous  powder. 
It  melts  considerably  above  300°  with  decomposition  and 
formation  of  naphthalene,  but  may  be  sublimed  by  careful 
heating  in  small  lustrous  cauliflower-shaped  masses.  Its  calcium 
salt,  CioHg(C02).2Ca  -f  4H.,0,  is  precipitated  by  calcium  chloride 
from  a solution  of  the  ammonium  salt  in  small  needles,  only 
slightly  soluble  in  water. 

2 : -Naj)litlialcncdicarhoxylic  acid  is  obtained  by  the  usual 

reactions  from  /3-naplithalenedisulphonic  acid.  Its  nitrile  differs 
only  from  the  a-compound  in  melting  at  296 — 297°.  The  acid 
crystallizes  in  short  needles,  and  otherwise  closely  resembles  the 
a-acid.  The  calcium  salt,  2CioHg(C02)2Ca  -f  7H2O,  is  an  almost 
insoluble  precipitate  consisting  of  microscoi3ic  needles.^ 

Narccic  acid,  Cj^H^^NOg -f- 3H2O,  is  formed  when  narceine, 
one  of  the  opium  alkaloids,  is  dissolved  in  sulphuric  acid,  and 
carefully  oxidized  with  potassium  permanganate.  It  separates 
from  hot  water  in  small  lustrous  crystals  which  become 
anhydrous  at  110°,  is  a tribasic  acid  and  decomposes  on 
heating  at  180 — 200°  into  carbon  dioxide,  dimethylamine,  and 
dihydroxynaphthalenedicarboxylic  acid. 

Diliydroxyna]3litlicdcncdicarhoxylic  acid,  CjqII4(0  H)2(C0<,H)2, 
sublimes  in  snow-white  feathery  aggregates  of  needles,  and  melts 
at  162°.  The  harium  salt,  CjoH4(OH)2(C02)2Ba  + 2H2O,  is 
readily  soluble  in  water,  and  crystallizes  in  stellate  aggregates 
of  small  needles. 

When  the  acid  is  heated  for  a long  time  with  hydriodic  acid 
and  amorphous  phosphorus,  it  is  converted  into  a naphthalene- 
dicarboxylic  acid,  which  separates  from  its  alkaline  solution  on 
addition  of  hydrochloric  acid  as  a flocculent  precipitate,  melting 
at  250 — 253°.  On  heating  with  quicklime  it  is  converted  into 
carbon  dioxide  and  naphthalene.^ 

TctrahyclronaijlithcdencdicarljOQ^ylic  acid,  CiqHjq(C02H)2.  To 
obtain  this  acid  an  alcoholic  solution  of  o-xylylene  bromide, 
ethyl  acetylenetetracarboxylate  (Pt.  II.,  p.  554)  and  sodium 
is  heated  to  130°,  and  the  resulting  ester  boiled  with  alcoholic 

,CH2.C(C02C2H,)2 

CeH/  I + OKOH  = 

\CH2.C(C02C2HJ2 

^ Ebert  and  Merz,  Ber.  9,  604. 

“ Clairs  and  Meixner,  J.  Pr.  Chan.  II.  37,  1- 
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/CH...CH.COOH 

c.h/  ~ i + 4C2H5.0H  + 2K2CO3. 

" \CH2.CH.C00H 


The  acid  is  precipitated  from  solutions  of  its  salts  as  a crys- 
talline precipitate  consisting  of  rhomboid al  tablets,  which  are 
very  sparingly  soluble  in  cold  water,  but  readily  in  hot  water 
and  alcohol.  The  silver  salt  when  first  prepared  is  amorphous, 
but  quickly  becomes  crystalline,  and  decomposes  on  heating 
with  formation  of  the  anhydride  and  naphthalene  . 


CHiCH 

CeH/  1 
\CH:CH 


/CH,.CH.COOAg 

9P  H / 1 

' ''\CH2.CH.COOAg 

+ cm/  1 /O  4-  4Ag  + 2CO2  + H2O 
^CHg.CH.CO^ 


The  anhydride  may  also  be  readily  obtained  by  heating  the 
acid  to  199°,  and  is  readily  soluble  in  alcohol,  sparingly  in  ether, 
but  crystallizes  from  the  latter  in  exceptionally  large  prisms. 
It  melts  at  184°,  sublimes  on  stronger  heating,  and  is  readily 
soluble  in  hot  caustic  soda  solution,  with  re-formation  of  the 
acid.  When  its  vapour  is  passed  through  a red-hot  tube, 
naphthalene  is  formed  in  considerable  quantity.^ 

^ Baeyer  and  Perkin,  Ber.  17,  448. 
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ETIIYLNAPHTHALENE  GROUP. 

2692  a- Lthylnai^hthalene,  CjqH,j„C2H5,  is  formed  by  the  action 
of  sodium  on  a mixture  of  a-bromonaphthalene  and  ethyl 
bromide,  and  is  a strongly  refractive  liquid  boiling  at  256 — 259°. 
li^incratc  crystallizes  in  orange-yellow  needles,  melting  at  139°. 
It  is  converted  by  bromine  into  trih^omcthylna^Mhalenc, 

3 3 5^  3^  zes  from  ether  in  slender  needles, 

melting  at  127°.^ 

jB-Ethylnccplithcilcne  is  obtained  in  a similar  manner  from 
/3-bromonaphthalene,  or  by  the  action  of  aluminium  chloride  or 
biomide  on  a mixture  of  ethyl  chloride  or  bromide  and  najDhtha- 
lene.^  It  is  a liquid  which  boils  at  250 — 251°  and  solidifies  at 
— 19  (Brunei).  Its  incrate  forms  slender  yellow  needles,  meltino- 
at  69°. 

^-EthylncqMhol,  CioH(,(C2ll5)  OH,  was  obtained  by  Marchetti 
by  warming  /9-ethylnaphthalene  with  sulphuric  acid  and  fusing 
the  resulting  sulphonic  acid  with  potash.  It  is  scarcely  soluble 
in  water,  but  crystallizes  from  alcoliol  in  small  silvery  plates, 
which  melt  at  98°. 


Naphthylacetyl-Compounds. 

2693  a-Na][)hthylacctic  acid,,  C10H7.CH2.CO2H,  is  prepared  by 
heating  naphthylformic  acid,  C10H7.CO.CO2H,  with  hydriodic 
acid  and  a little  amorphous  phosphorus  at  160°.  It  is  sparingly 
soluble  in  cold,  readily  in  hot  water,  from  which  it  crystallizes 
in  long  silky  needles,  melting  at  131°. 

a-Naphthylctcdamide,  C10H7.CH2.CO.NH2.  To  prepare  this 
compound,  naphthylacetic  acid  is  treated  with  phosphorus 

1 Fittigand  Rem.sen,  Annalen,  155,  112  ; Carnelutti,  Ber.  13,  1671. 

2 Marchetti,  Gazzetta,  H,  26.5,  439  ; Brunei,  Ber.  17,  1179  ; Roux,  Ann. 
Chim.  Phys.  VI.  12,  289. 
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pentacliloride,  which  converts  it  rn^amMyla^tyl 
the  latter,  after  removing  the  phosphorus  oxychloride  by  distilla- 
tion, treated  with  ammonium  carbonate.  It  crystallizes  fioin 
boilino-  alcohol  in  beautiful  rosette-shaped  aggregates  of  needles, 
iiieltino-  at  180—181°.  On  heating  it  with  phosphoric  anhydru  e 
it  yields  naphthylacetoM.  C,„H,.CH,CN,  as  an  oily  liquid, 

which  boils  above  300°.  tt  nxj  P IT 

a-NaiMhylcthcnyldiphenyldiamine,  • 

CgHg,  is  formed  by  the  action  of  phosphorus  trichloride  on  a 
mixture  of  naphthylacetic  acid  and  aniline  : ^ 


3C10H7.CH..CO.2H  + 6C,H5.NH.2  + 2 PCI3  = 

3CioH7CH<,.C^  + P(0H)3  + 6HC1. 

“ \NH.C,H5 


It  crystallizes  from  dilute  alcohol  in  beautiful  needles,  melting 
at  130-5°. 

a-NapMhylglycollic  acid,  CioH,.CH(OH).CO,H,  is  prepared 
by  triturating  a-naphthoic  aldehyde  with  potassmm  cyanide  and 
a little  water,  cooling  the  paste  with  ice  and  adding  concentrated 
hydrochloric  acid  drop  by  drop  with  constant  Stirling.  The 
mtrile  thus  obtained  is  an  oily  liquid,  and  is  converted  into  the 
acid  by  allowing  it  first  to  stand  with  hydrochloric  acid  at  the 
ordinary  temperature  and  finally  heating  to  the  boiling-point. 
a-Naphthylglycollic  acid  crystallizes  from  concentrated  aqueous 
solution  in  colourless  rosette-shaped  aggregates  of  needles, 
melting  at  80 — 81°.^ 

O 


Naphthylmethyl-Compounds. 

2694  a- Naphtliylnictliylkctonc  or  Acetonaphthone,  C^^oH^.CO.CHg, 
is  formed  by  adding  acetyl  chloride  to  a light  petroleum  solution 
of  naphthalene,  and  then,  gradually,  aluminium  chloride  with 
frequent  agitation ; ^ or  the  latter  may  be  covered  with  carbon 
bisulphide,  and  the  calculated  quantity  of  acetyl  chloride  and 
naphthalene  gradually  added.”^  It  is  a yellowish,  almost  colour- 

* Boessneck,  Ber.  16,  639.  " Braiulis,  Bcr.  22,  2151. 

Painpel  and  Schmidt,  Bcr.  19,  2896. 

Clans  and  Feist,  Bcr.  19,  3180. 
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less  liquid,  wldcli  boils  at  295—297°,  and  solidifies  when  strongly 
cooled  to  a crystalline  mass,  and  after  being  well  pressed 
melts  at  34°.  The  oxwic,  Ci,H..C(N0H).CH3,  melts  at  145°, 
and  the  hydrazone,  : NgH-CgHJCHg,  crystallizes  from’ 

carbon  bisulphide  in  slightly  yellowish-red  needles,  meltino- 
at  137°. 

On  oxidation  with  potassium  permanganate  in  the  cold,  the 
ketone  is  converted  into  a-naphtoylformic  acid,  but  at  a higher 
temperature  it  yields  a-naphthoic  acid. 

a-Naphtoylmethyl  bromide,  C,oH7.CO.CH,Br,  is  obtained  by 
acting  with  bromine  on  a solution  of  the  ketone  in  carbon 
bisulphide,  and  is  a liquid  with  a slightly  pungent  smell. 

a-NapJitoylmethyl  thiocyanate,  CioH^.CO.CH^.SCN,  is  formed 
by  the  addition  of  an  alcoholic  solution  of  potassium  thiocyanate 

to  the  bromide,  and  separates  on  addition  of  water  in  iridescent 
crystals. 

a-Hydroxynaphtliyl-a-methylhctone,Q>x  4^-Aceto-l-na2Mhol,C^^Yl^ 
(C^^^)C0.CH3,  prepared  by  the  action  of  sulphuric  acid  on  an 
acetic  acid  solution  of  a-naphthol.  It  crystallizes  from  alcohol 
in  needles,  and  from  benzene  in  beautiful,  pale-green,  six-sided 
prisms,  which  melt  at  103  , and  dissolve  in  sulphuric  acid,  form- 
ing an  orange-yellow  coloured  solution,  which  is  reprecipitated 
by  the  addition  of  water.  It  gives  colouring  matters  with  diazo- 
compounds resembling  those  obtained  from  a-naphthol,  but 
which  have  a yellower  tinge.  When  the  warm  alkaline  solution 
is  mixed  with  o-nitrobenzaldehyde  it  assumes  a deep  reddish- 
brown  colour,  and  acids  then  precipitate  beautiful  orange-yellow 
flakes. 

On  cooling  the  yellow  alkaline  solutions  of  acetonaphthol, 
or  on  addition  of  sodium  chloride,  the  salts  separate  in 
large  citron-yellow  needles,  which  are  decomposed  by  carbon 
dioxide. 

a-Hydroxynaphthyl-a-nicthylkctoximc,  CioH(.(OH)C(NOII).CH3, 

is  obtained  by  adding  hydroxylamine  to  an  alkaline  solution  of 
the  ketone,  and  crystallizes  from  dilute  alcohol  in  long  yellowish 
needles,  which  melt  with  decomposition  at  168—170°. 

a-Hydroxymiphthyl  a-methylketonimidc,  CioH(.(OH)C(NH)CH3, 
is  formed  when  acetonaphthol  is  heated  with  alcoholic  ammonia 
at  180  200  , and  crystallizes  from  alcohol  in  long  golden-yellow 

spear-shaped  crystals;  it  is  readily  reconverted  by  acids  and 
alkalis  into  the  ketone.^ 

^ Witt,  Bor.  21,  231. 


329 


a-NAPHTHOYLFORMONITKILE 


a-Hydroxy7icqjhthyl-l3-mcthylket^^^^  or  ^-Accto-l-naphthol,  is 
prepared  by  the  distillation  of  benzylidenelevnlinic  acid  : 


,CH:C.CO.CHg 
CO-CH, 


= CeH,< 


,CH  : C.CO.CH3 

1 

^C=CH 


+ H,0. 


OH 


OH 


It  crystallizes  from  acetic  acid  in  long  yellowish-brown  needles, 
melts  at  168“,  and  dissolves  with  difficulty  in  water,  forming 
a yellowish-coloured  solution.  Its  hot  benzene  solution  is 
golden-yellow,  and  on  cooling  becomes  yellowish-green  or  paffi- 
oreen.  o-Nitrobenzaldehyde  gives  no  colouration  with  its 
alkaline  solution,  and  towards  alkalis  it  behaves  in  the  same 
manner  as  the  4 : 1 compound.  Its  oxime,  obtained  by  boiling  a 
solution  of  the  sodium  salt  with  hydroxylamine  hydrochloride, 
crystallizes  from  dilute  alcohol  in  colourless  prisms,  which  melt 
at  I74 — 175°.^ 

Sodium  2>-aceto-l-naplitliate,  CioH(.(ONa)CO.CH3,  crystallizes 
from  its  deep  golden-yellow  solution  in  yellow  plates  on  addition 
of  sodium  chloride.  Its  aqueous  solution  gives  the  a-naphthol 
reaction  with  I : 4-diazonaphthalenesulphonic  acid,  and  forms 
deep-blue  indophenols  with  quinone  chlorimide. 

^-Aceto-l-ncqjlithyl  acetate,  CjoHy(OC.2H30)CO.CH3,  is  formed 
by  boiling  3-aceto-l-naphthol  with  acetic  anhydride,  and  crystal- 
lizes in  compact  colourless  needles,  melting  at  108  109  . 


Naphthoylformyl  Compounds. 

2695  a-Naphthoylformonitrile,  CioH-.CO.CN,  is  pepared  by 
heating  a-naphthoyl  chloride  with  mercuric  cyanide  for  ten 
hours  on  the  water-bath.  The  product  is  extracted  with  watei 
and  then  with  ether,  and  the  latter  extract,  after  evaporating  off 
the  ether,  fractionated  under  diminished  pressure.  The  nitiile 
thus  obtained  crystallizes  from  ether  in  beautiful  yellow  needles, 
melts  at  101°,  and  boils  at  230°  under  85  mm.  pressure. 
On  boiling  with  water  or  alkalis  it  decomposes  into  a-naphthoic 
acid  and  hydrocyanic  acid,  but  when  allowed  to  remain  with  an 
acetic  acid  solution  of  hydrogen  chloride  it  is  converted  into 
naphthylformamide.^ 

^ Ei’clinaiiii,  Bcr.  21,  635  ; Annalcn,  254,  19/. 

^ Boessneck,  Ber.  15,  3064. 
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a-Naphthoylformic  acid,  or  Naphtliylglyoxylic  acid,  CiqH-.CO. 
COOH,  is  obtained  by  boiling  the  amide  with  hydrochloric  acid, 
and  also,  as  already  mentioned  (p.  328),  by  the  oxidation  of 
a-naplitbylmethylketone  with  a cold  solution  of  potassium 
permanganate^  It  is  readily  soluble  in  water  and  alcohol, 
sparingly  in  light  petroleum,  and  crystallizes  in  slender  needles, 
melting  at  113'5°.  When  its  solution  is  shaken  with  sulphuric 
acid  and  benzene  containing  tliioplien,  a brown  colouration  is 
formed,  and  on  addition  of  water  the  benzene  assumes  a beauti- 
ful crimson  colour.  When  a solution  of  the  acid  is  made 
Slightly  alkaline  and  reduced  with  sodium  amalgam  naphtliyl- 
glycollic  acid  is  formed. 

Calcium  naphtlioylformatc,  2(C]2Hy03)2Ca-|-9H20,  forms 
crystalline  crusts,  and  is  much  more  soluble  in  hot  than  in  cold 
water. 

a-Naphtlioylformamidc,  CjoHj,.CO.CONH2,  crystallizes  from 
alcohol  in  long  white  needles,  melting  at  151°. 

^ Claus  and  Feist,  Ber.  19,  3180. 
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DERIVATIVES  OF  NAPHTHALENE  CONTAININO 
MORE  THAN  TWELVE  CARBON  ATO:\IS. 

2696  ^-Isoproijylnaijhthalcnc,  is  formed  when 

aluminium  chloride  is  gradually  added  to  a heated  mixture  of 
naphthalene  and  propyl  bromide.  It  is  a strongly  _ refractive 
liquid,  which  has  an  aromatic  smell,  boils  at  265^  and  is  oxidized 
by  boiling  dilute  nitric  acid  to  /3-naphthoic  acid.  Its 
crystallizes  in  slender  yellow  needles,  and  melts  at  89  90  . 

(Cf.  Pt.  V.,  p.  288). 

^-Isobutylnaphthalene,  C;^qH7.C2H3(CH3)2,  is  obtained  m a 
similar  manner  from  isobutyl  chloride,  and  forms  a colourless 
liquid  boiling  at  280°,  whose  picratG  crystallizes  in  yellow 
needles,  melting  at  96°.^ 

a-Amyhiaphthalene,  CiqH7.C3H5(CH3)2.  Leone  obtained  this 
hydrocarbon  by  acting  on  a mixture  ot  amyl  bromide  and 
a-bromonaphthalene  with  sodium.  It  boils  at  303  , and  foims 
a picratG  crystallizing  in  slender  citron -yellow  needles,  which 
melt  at  85 — 90°.^ 

jB-AmylnapTitlialene  was  prepared  by  Roux  by  the  aluminium 
chloride  method  from  naphthalene  and  amyl  chloride.  ^ It  is 
an  aromatic  smelling  liquid,  which  boils  at  288  292  , and 

yields  /S-naphthoic  acid  on  boiling  with  dilute  nitric  acid.  Its 
jncrate,  like  that  of  the  a-compound,  crystallizes  in  cition- 

yellow  needles,  and  melts  at  110°. 

Lcqjcichoic  acid,  This  name  was  given  to  the 

colouring  matter  of  the  South  American  lapacho  wood  by 
Paternd,  who  also  showed  its  identity  with  tciiguic  acid, 
obtained  by  Arnaudou  from  the  taigu  wood  of  Paraguay.'^  The 

1 Roux,  Ann.  Chim.  Phy.s.  VI.  12,  289. 

- Wegscheider,  Monatfth.  5,  236. 

3 Oazze.tta,  12,  209  ; Ber.  15,  2236. 

Compt.  Rend.  46,  11.^ 4. 
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lattei,  like  tlie  lapacho  wood,  is  derived  from  a species  of  Tecoma, 
belonging  to  the  family  of  the  Bignoniacse.  It  is  very  hard,  resists 
the  action  of  moisture  very  well,  and  takes  a very  high  polish. 
It  is  used  for  the  purpose  of  dj^^eing  cotton  wool  an  orange 
colour,  the  wool  being  boiled  with  a solution  of  potassium 
carbonate,  dipped  into  a bath  of  the  colouring  matter,  and  fixed 
in  a dilute  acid  bath.  According  to  Stein,  taiguic  acid  is  also 
identical  with  Groenhartin,  which  was  obtained  by  de  Vry  in 
an  attempt  to  j^repare  bebireene.  The  latter  alkaloid  is  chiefly 
found  in  the  wood  known  as  Greenheart  {Nectandra  Rodiaci), 
v^diilst  the  wood  from  Surinam,  known  in  Holland  by  the 
similai  teim,  Groenhart,  contains  the  above  colouring  matter 
in  place  of  bebireene.^  The  latter  is  probably  the  wood  of 
hignonia  leulcoxylon,  which  also  occurs  in  commerce  under 
the  name  Greenheart.“  Lapachoic  acid  has  also  been  found 
by  Greene  and  Hooker  ^ in  Bethabarra  wood,  which  is  obtained 
on  the  West  Coast  of  Africa,  and  shipped  to  America  for  the 
manufacture  of  bows  and  fishinsf-rods. 

For  the  joreparation  of  lapachoic  acid  the  wood  is  boiled  with 
soda,  the  extracts  precipitated  with  hydrochloric  acid  and  taken 
up  with  ether,  which  leaves  behind  resinous  matter.  After 
evaporating  off  the  ether  the  residue  is  recrystallized  from 
benzene.  It  crystallizes  in  small,  well  developed  yellow  mono- 
symmetric  prisms,  which  are  readily  soluble  in  hot  alcohol,  and 
crystallize  out  on  cooling  in  thin  tablets,  melting  at  138°.  It 
dissolves  in  alkalis  and  alkaline  carbonate  solutions  with  a 


beautiful  red  colour,  whilst  with  sulphuric  acid  it  gives  a blood- 
red  colouration. 

Ammonium  la'padiocde,  CjgH^gOg.NH^,  crystallizes  in  brick- 
red  needles,  which  readily  lose  ammonia. 

Sodium  Ici'pachoate,  CjgH^gOgNa-f-oHgO,  is  a deep-red  radial 
crystalline  mass,  which  is  readily  soluble  in  water,  more 
sparingly  in  alcohol. 

Calcium  la'packoatc,  2(Cj^Hj303)2Ca-}-3H20,  is  a brick-red 
precipitate,  which  on  boiling  becomes  a brown  granular  powder. 

Barium  la]jachoate,  (Ci5Hi303)2Ba  + 7H20,  is  very  sparingly 
soluble  in  boiling  water,  and  crystallizes  out  on  cooling  in  long, 
very  slender  blood-red  needles. 


Lead  kqoachocdc,  (Cj5Hj303)2Pb,  is  an  orange-red  precipitate, 


^ J.  Pr.  Chcm.  99,  L 

^ Wiesner,  Eohstoffe  cles  Pfianzenrciclics,  589. 
^ Am.  Cliem,  Journ.  267. 
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which  is  somewhat  soluble  in  boiling  alcoliol,  ami  crystallizes 

from  it  in  small  brown  needles. 

Silver  IcqiachoaU,  Ci5H,303Ag,  is  a scarlet  precipitate. 

AnvlM^e  laimelwaU,  crystallizes  from 

water  in  small  orange-yellow  prismatic  needles,  winch  melt  at 

121—122°.  _ 

Acetyllax>cichoic  acid,  0^511^3(0.021130)03,  is  formed  by  heating 
the  acid  with  acetic  anhydride,  and  crystallizes  from  alcohol  in 
short  sulphur-yellow  prisms,  melting  at  82—83°. 

If  lapachoic  acid  be  treated  with  zinc  dust  in  alkaline  solution, 
it  is  converted  into  liydTolajpctchoic  acid.  The  lattei  sej3aiates 
on  addition  of  hydrochloric  acid  in  colourless  crystals,  which  are 
quickly  oxidized  in  the  air,  lapachoic  acid  being  re-formed. 

On  warming  lapachoic  acid  with  nitric  acid  of  sp.  gr.  1’38  a 
vigorous  reaction  takes  place,  and  a large  Cjuantity  of  phthalic 
acid  is  formed.  When  heated  with  zinc  dust  it  yields  naphtha- 
lene and  a hydrocarbon  boiling  at  250°,  and  melting  at  a lower 
temperature  than  naphthalene  ; volatile  hydrocarbons  which  are 
absorbed  by  bromine  are  also  formed,  dibromides  boiling  at 
149_1.52°,  and  at  217—222°  being  obtained.  The  former  has 
the  composition  C^HgBi'g,  and  is  probably  isobutylene  bromide. 

When  lapachoic  acid  is  heated  with  hydriodic  acid  and 
amorphous  phosphorus  it  yields  large  quantities  of  a hydio- 
carbon,  which  boils  at  304—306°,  and  forms  a picrate 

crystallizing  in  large  orange-red  needles,  and  melting  at  140 
141°.  Paternd  regarded  this  as  an  amylnaphthalene  and 
concluded  therefore  that  lapachoic  acid  is  amylcneliydroxy- 
naxhthoqninonc,  (CH3)2.CH.CH  : CH.CjqH^02(0H).  This  hydro- 
carbon is  not  identical  with  either  of  the  amylnaphthalenes 
described  above,  but  may  contain  normal  amyl  or  pentyl. 

Laqmchon,  is  isomeric  with  lapachoic  acid,  and  is 

formed  by  dissolving  the  latter  in  sulphuric  acid  and  repre- 
cipitating with  water.  It  crystallizes  from  alcohol  in  flat, 
orange-red,  silky  needles,  melts  at  155 — 156°,  and  is  insoluble 
in  cold  caustic  potash  solution.  When  heated  with  acetic 
anhydride  and  sodium  acetate  a green  solution  is  formed  from 
which  brown  tablets  with  a blue  surface  lustre  separate.  These 
appear  golden-yellow  in  transmitted  light,  and  yield  an  indigo- 
blue  powder  with  a cupreous  lustre,  and  though  scarcely  soluble 
in  alcohol  and  ether  impart  to  both  liquids  a sky-blue  colour. 

Paternd  gave  to  lapachon  the  formula  C3oH2gO(3,  but  Greene 
and  Hooker  found  that  the  molecular  weight  as  determined  by 
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Raoult’s  method  agrees  with  the  simpler  formula.  It  likewise 
behaves  as  a cpiinone,  and  its  constitution  is  derived  from 
that  of  the  following  compound.^ 

Hydroxyhydrolajpachoic  acid,  is  obtained  by  dissolving 

lapachon  in  hot  caustic  potash  solution  : 


Acetic  acid  precipitates  it  from  the  deep-red  solution  as  a reddish 
oil,  which  solidifies  to  a yellow  crystalline  mass.  It  is  readily 
soluble  in  alcohol  and  acetic  acid,  and  se23arates  on  concentrating 
the  solution  in  large  crystals,  melting  at  125°. 

The  hciTium  salt  crystallizes  witli  one  molecule  of  water  in 
orange-red  needles,  and  the  silver  salt  in  dark-brown  needles, 
which  likewise  contain  one  molecule  of  wa,ter  of  crystallization 
When  the  salts  are  treated  with  hydrochloric  acid  the  hydroxy- 
acid  first  formed  splits  up  more  or  less  completely  into  water 
and  lapachon.  The  latter  is  also  formed  in  all  probability  in  a 
similar  manner  from  lapachoic  acid,  the  elements  of  water  being 
first  added  and  then  again  eliminated. 

Lapachoic  acid  and  lapachon  appear  to  be  derivatives  of  /3- 
naphthoquinone,  as  the  aqueous  solution  of  the  latter  gives 
witli  a few  drops  of  caustic  soda  solution  a dark -red  colouration 
which  disappears  when  the  liquid  is  shaken  in  presence  of  air. 

2697  a-Naplithylproinonic  acid,  CjoH^.CgH^.COgH,  is  formed 
by  the  action  of  sodium  amalgam  and  water  on  naphthylacrylic 
acid,  and  crystallizes  from  alcohol  in  small  needles,  melting  at 

0 • • ^ O 

148  , and  fairly  soluble  in  water. 

a-Naplithyl-^-liroviopropionic  acid,  CioHy.CHBr.CHg.CO.,!!,  is 
formed  by  lieating  naphthylacrylic  acid  to  100°  with  a saturated 
acetic  acid  solution  of  hydrogen  bromide,  and  crystallizes  from 
chloroform  in  needles,  which  melt  at  216".  It  is  decomposed  by 
sodium  carbonate  solution  with  formation  oi a-napMhylcthylcnc,  or 
naphthalcncstyrolcnc,  CioH-.CHzzzCHg,  which  strongly  resembles 
styrolene  but  has  a fainter  smell.  It  yields  a dihromidc  which 
crystallizes  from  chloroform  in  small  tablets,  and  melts  at  168°. 
a - NapUhyldihromopropionic  acid,  CjoH-.C2H2Br2.CO2H,  is 


CH, 


0 


CH.C3H7  -p  KOH  = 


CH2.CH(0H).C3H 


OH 


’ Ber.  22.  1721. 
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formed  by  the  combination  of  bromine  and  naplithylacrylic 
acid,  and  crystallizes  from  chloroform  in  colourless  transparent 
plates,  melting  at  189°  (Brandis). 

a-NcqMhylacrylic  acid,  or  NaiMliocinnamic  acid,  CioH^.CHi^ 
CH.CO.,H,  is  prepared  by  heating  a-naphthoic  aldehyde  with 
acetic  anhydride  and  sodium  acetate  at  160 — 180°.  It  crys- 
tallizes from  alcohol  in  needles  which  dissolve  with  difficulty 
in  water,  but  readily  in  ether,  melt  at  211 — 212°,  and  are  not 
easily  volatilized.^  Its  ccdcimn  salt  crystallizes  from  hot  water  in 
lustrous  transparent  plates,  very  sparingly  soluble  in  cold  water. 

a - Hydroxyncqjhthylcicrylic  acid,  or  a-Na])litliocoumaric  acid, 
Ci()Hg(0H)C.,H2.C02H.  When  hydroxynaphthoic  aldehyde  is 
heated  with  acetic  anhydride  and  sodium  acetate  at  180°,  it  is 
converted  into  a-na^litliocoumarin,  C^gHgOg,  which  has  the 


following  constitution  : 


.-0- 


-CO 

I 


CH=CH 


It  crystallizes  in  felt-like  aggregates  of  needles,  which  have  a 
vitreous  lustre,  melt  at  118°,  and  are  very  sparingly  soluble  in 
hot  Avater,  but  readily  in  alcohol.  Its  aqueous  solution  shows  a 
bluish  fluorescence,  and  evolves  a slight  odour  on  warming  re- 
sembling that  of  coumarin.  It  dissolves  in  hot  dilute  caustic 
potash  forming  a yellow  solution,  but  is  reprecipitated  by  acids. 
If  however  it  be  heated  with  concentrated  potash  at  170°,  it  is 
converted  into  a-naphthocoumaric  acid,  which  is  precipitated  by 
acids  as  a crystalline  powder,  melting  at  170°,  scarcely  soluble 
in  water,  but  readily  in  alcohol.^ 

^-Napthocoumarin  is  prepared  by  heating  /9-naphthol  with 
malic  and  sulphuric  acids  : 


/CH=C.OH  CH,.COOH 

CoH^  I + I “ 

\CH=CH  CH(OH).COOH 


CHzzCH— CO 

I I 

c=c — o 

I + CO,  -f  3H,0. 
CH=CH 


^ Lugli,  Gazzetta,  H,  393  ; Brandis,  Ber.  22,  2153. 
^ Kanffmann,  Ber.  16,  683. 
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It  ciystallizes  from  dilute  alcohol  in  needles,  meltiner  at 

^-^aijlithomdliylcminarin,  is  obtained  by  the 

action  ol  sulphuric  acid  on  a mixture  of  /5-naphthol  and  ethyl 
acetoacetate  : 


C,oH,OH  + CH3.CO.CH2.CO2C2H5  = 
/O CO 

^io^6\  I + H.,0  + CgHg.OH. 

\C(CH3):CH 


It  crystallizes  from  dilute  alcohol  in  lustrous  white  needles, 
melts  at  161  162 , and  dissolves  in  sulphuric  acid  with  a 

uranium-green  fluorescence.^ 

NaiMlicdenddrarnrhoxylic  acid,  CioH4(C02H)4,  is  formed  by 
oxidizing  pyrenic  acid  (p.  362)  with  an  alkaline  solution  of 
potassium  permanganate. 


HO.OCs^ 

HO.OC^ 

HO.OC. 

HO.Oa 


.CH 


\ 


'CO' 

XOOH 

'COOH 


CH  -f  .50  = 


-p  CO9. 


It  is  precipitated  by  hydrochloric  acid  from  solutions  of  its  salts 
in  broad-pointed  lustrous  plates  or  spear-shaj^ed  needles,  re- 
sembling the  crystals  of  benzoic  acid,  and  is  moderately 
soluble  in  hot  water,  very  sparingly  in  alcohol.  It  is  not 
attacked  by  bromine  or  hot  sulphuric  acid,  and  nitric  acid  even 
on  heating  neither  oxidizes  it  nor  converts  it  into  a nitro- 
compound. On  heating  with  quicklime  it  is  resolved  into 
carbon  dioxide  and  naphthalene. 

Ammonium  naidithalenddracarhoxylate,  CjoH^(C02NH4)^, crys- 
tallizes in  beautiful  silky  needles,  readily  soluble  in  water. 

Barium  nciiMhadcnctctracarboozylatc,  C\oH^(C02)4Ba2,  is  a 
lieavy  crystalline  precipitate,  which  is  very  hygroscopic  and 
becomes  electrified  when  rubbed. 

NayMhalcnctdrciccirhox.ylic  anhydride,  0(CO)2.CioIl4(CO)20,  is 
formed  when  the  acid  is  gradually  heated ; if  the  heating  be 

^ Pecliinann  and  Welsh,  Ber.  17,  1646. 

^ Pechmann  and  Cohen,  Bcr.  17,  2190. 
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carried  out  too  quickly  lower  carboxylic  acids  of  naplitlialene 
are  formed.  It  is  also  obtained  by  recrystallizing  the  acid  irom 
acetic  acid,  or  by  lieating  the  latter  with  concentiated  nitiic 
acid  at  160°,  and  crystallizes  out  on  cooling  in  beautiful  glassy 
prisms,  whilst  from  acetic  acid  it  separates  in  small  white 
needleL  When  heated  above  300°  it  sublimes  in  long  lustrous 

needles. 

Ka2)hthalenetetracarhoxylic  imide,  NH(CO).2CioH4  (CO),NH,  is 
prepared  by  dissolving  the  anhydride  in  warm  ammonia,  and 
cpiickly  separates  either  in  fascicular  aggregates  of  microscopic 
straw-yellow  needles,  or  in  aggregates  of  cross-shaped  jirisms. 
It  sublimes  on  heating  above  2/0  in  small  yellow  needles, 
and  dissolves  in  caustic  soda  with  a lemon-yellow  colour,  the 
sodium  compound  being  formed.  This  is  insoluble  in  con- 
centrated alkali,  but  dissolves  on  addition  of  boiling  water,  and 
crystallizes  out  on  cooling  in  lemon-yellow  needles.  In  moist 
air,  or  on  boiling  with  water  it  is  reconverted  into  the  imide, 
which  is  attacked  with  great  difficulty  by  boiling  caustic  soda 
solution,  reforming  a very  small  quantity  of  the  acid. 

Naphthalenetetracarboxylic  acid  contains  at  least  two  car- 
boxyl-groups in  the  peri-position,  for  i^yrenic  acid  is  converted 
on  heating  into  pyreneketone,  and  this  is  oxidized  by  potassium 
permanganate  to  naphthalic  acid  (p.  320). 

/COOH 

>CH  -h  50  = -h  CO^. 

\COOH 


It  is  extremely  probable  that  the  second  pair  also  occupies  the 
peri-position,  as  both  pairs  behave  exactly  alike  in  every  respect, 
no  reaction  having  as  yet  been  found  which  is  confined  to  one 
pair.  The  stability  of  the  imide  towards  alkalis  also  agrees 
with  this  supposition,  as  other  compounds  containing  a ring  of 
four  carbon  atoms  and  one  nitrogen  atom  behave  in  a similar 
manner.^  The  constitutions  of  naphthalenetetracarboxylic  acid 
and  its  imide  are  therefore  represented  by  the  following 
formula?  : 


HO.OG;^^  ^CO.OH 
HO.OC/  ^CO.OH 


^ Bamberger  and  Philip,  Annalcn,  240,  147  Ber,  20,  365. 
VOL.  III. — PART  VI.  Z 
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Santonin,  Ci^Hig03. 

2698  Tlie  anthelmintic  properties  of  certain  varieties  of 
A.Ttc'niisici  liave  been  known  for  many  ages.  Thus  Dioscorides 
mentions  A.'\jrLv6Lov  OaXdaaLov  or  aepu^ov,  which  grew  in  Asia 
jVIinor,  and  whose  seeds,  taken  in  honey,  were  employed  as  a 
remedy  for  Ascarides  and  intestinal  worms.  The  kind  found  in 
the  country  of  the  Santones,  in  Gaul,  and  termed  therefore 
\y\rLv6Lov  cravTovLov  was  found  to  possess  similar  properties. 
Pliny  mentions  also  various  kinds  of  absinthium,  such  as 
Santonicum  and  Ahsintliium  maTinum}  Alexander  Trallianus, 
a physician  who  lived  in  Rome  in  the  sixth  century,  likewise 
recommends  a decoction  of  6a\aacria  dyjra-iiidca  as  a vermifuge, 
whilst  Serapion  Damascenus,  of  Baalbek,  who  lived  in  the  ninth 
or  tenth  century,  states  that  the  seeds  of  the  herb  Sandonica 
are  more  active  towards  worms  than  wormwood. 

The  worm  seeds,  semen  eontra  vermes,  lumbrieorum  semen,  are 
frequently  mentioned  in  later  times ; the  Italians  termed  them 
semenzina,  the  diminutive  of  semenza,  from  which  was  derived 
the  officinal  name  semen  eino3.  It  was  usually  reckoned  as  an 
Indian  product,  but  probably  came  to  the  latter  from  Central 
Asia.  At  the  end  of  the  seventeenth  century,  it  was  shown  by 
Paul  Hermami,  of  Leyden,  that  it  does  not  really  consist  of  seeds, 
but  of  the  unexpanded  flower-heads. 

The  worm  seeds  (Flores  cinac)  now  occurring  in  commerce, 
are  the  unopened  blossoms  of  Artemisia  maritima  or  its  varieties. 
The  product  is  collected  in  the  Kirgisen  steppe,  and  brought 
thence  in  large  quantities  to  Nijni-Novgorod,  from  which  it  is 
brought  through  Moscow,  St.  Petersburg  or  Revel,  to  Western 
Europe,  where  the  greater  portion  is  worked  up  in  the  manu- 
facture of  santonin.  Artemisia  maritima  is  also  found  in  Europe 
on  the  sea-coast,  and  in  inland  places  where  salt  is  abundant. 

Santonin  was  discovered  in  1830  almost  simultaneously  by 
the  pharmacist  Kahler  in  Diisseldorf,  and  by  Alms,  a pharmacist’s 
assistant  in  Penzlin  ; the  latter  also  showed  that  it  is  the  active 
constituent  of  worm  seeds  and  recommended  its  employment  in 
medicine.  In  the  same  year  another  pharmacist,  Oberdorffer, 
observed  that  it  is  soluble  in  alkalis,  and  Trommsdorf^  and 
Heldt,^  who  examined  it  more  closely,  found  that  although 

Nat.  Hist.  26,  28,  29.  - Anncdcn,  H,  190. 

^ Annalen,  63,  10. 


SANTONIN 


339 


perfectly  neutral  it  combines  with  bases  and  is  precipitated  by 
acids,  and  they  also  stated  that  in  combining  with  bases  it  did 
not  take  up  the  elements  of  water,  Gerhardt  therefore  believed 
it  to  be  an  acid,  which  view  was  generally  adopted  until  Hesse^ 
showed  that,  contrary  to  the  previous  supposition,  santonin  does 
take  up  the  elements  of  water  when  acted  on  by  bases,  yielding 
salts  of  scmtoninic  acid,  of  which  santonin  is  therefoie  the 
anhydride  or  lactone  ; its  constitution  and  that  of  its  derivatives 

was  determined  by  Cannizzaro.^ 

To  prepare  it  from  worm  seeds,  which  contain  1’5 — 2 per 
cent.,  these  are  first  freed  from  the  ethereal  oil  (Pt.  V.  p.  458), 
and  20  parts  then  boiled  with  7 parts  of  freshly-slaked  lime, 
40  parts  of  water,  and  40  parts  of  alcohol  of  sp.  gr.  O'SSO,  and 
this  treatment  subsequently  twice  repeated.  The  alcohol  is  then 
distilled  off  from  the  filtered  liquid,  and  the  latter  evaporated 
till  it  occupies  50  parts.  On  addition  of  a little  hydrochloric 
acid  a greenish  resin  separates  out,  which  is  removed  and  the 
filtrate  treated  with  a slight  excess  of  hydrochloric  acid.  The 
free  santoninic  acid  thus  formed  speedily  splits  up  into  water 
and  santonin,  the  latter  crystallizing  out.  The  crude  product  is 
extracted  with  a little  warm  water,  filtered,  the  residue  warmed 
with  10  parts  of  alcohol  and  a little  animal  charcoal,  finally 
heated  to  boiling,  and  filtered.  On  cooling,  pure  santonin 
crystallizes  out. 

It  forms  very  lustrous  rhombic  prisms  or  tablets,  which  have 
a slightly  bitter  taste,  melt  at  170°,  and  sublime  on  carefully  heat- 
ing in  small  quantities.  At  the  ordinary  temperature  it  dissolves 
in  5,000  parts,  at  the  boiling  point  in  250  parts  of  water ; it  is 
more  readily  soluble  in  alcohol,  being  dissolved  in  40  parts  of 
cold  and  8 parts  of  boiling  alcohol  of  sp.  gr.  0 830  ; the  alcoholic 
solution  is  laevo-rotatory  and  has  an  intensely  bitter  taste.  It 
also  dissolves  in  4 parts  of  chloroform  and  in  acetic  acid,  fatty, 
and  ethereal  oils.  On  exposure  to  light,  especially  to  direct 
sunlight,  it  is  coloured  yellow,  the  crystals  frequently  cracking  ; 
it  then  dissolves  in  alcohol  with  a pale  yellow  colour,  from  which 
solution  however  colourless  santonin  crystallizes  out  on  cooling. 

Taken  internally  it  has  not  infrequently  a remarkable  action 
upon  the  sight,  all  objects  appearing  at  first  to  have  a bluish  tinge, 
which  afterwards  becomes  yellow  or  greenish-yellow.  In  larger 
doses  it  causes  headache,  dizziness,  and  sickness,  and  often, 
especially  with  children,  convulsions  which  end  in  death. 

* Ber.  6,  1280.  - Ber.  18,  2746  ; 19,  2260  ; Gazzctta,  12,  393. 
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^ hen  santonin  is  distilled  with  zinc  dust  in  a current  of 


hydiogen  it  yields  dimethylnaphthalene,  dimethylnaphthol,  and  ' 
propylene. 

was  discovered  by  Cannizzaro.^  * 
It  is  best  prepared  by  boiling  4 parts  of  hydroxylamine  hydro- 
chloride, 0 jmrts  of  santonin,  50  parts  of  90  per  cent,  alcohol, 
and  4 parts  of  precipitated  calcium  carbonate  for  6—7  hours,  or 
preferably  by  heating  the  mixture  to  70—80°  for  3—4  days. 

It  is  insoluble  in  cold,  very  sparingly  in  hot  water,  and  crystal- 
lizes  in  white,  silky  needles,  which  melt  at  216—218°,  and  are  ^ 
la3vo-iotatory.“  It  is  also  used  as  a remedy  for  worms,  as  it  | 
is  non-poisonous,  but  3 5 times  the  dose  usually  given  of  i 

santonin  is  necessary.^  i 

Santoninphmylhydraxooie,  Ci,H,g(N2HC6HJ02,  is  formed  when  f] 
an  acetic  acid  solution  of  santonin  is  boiled  with  phenyl-  M 
hydiazine,  and  crystallizes  from  alcohol  in  lustrous  straw-yellow  ^ 
needles,  melting  at  220—221°  with  decomposition.  It  is  dextro-  J 
rotatory,  and  forms  a red,  unstable  hydrochloride.^ 

Santoninic  acid,  C^5H2(^0^,  was  obtained  by  Hesse  by  saturating  n 
a cold  solution  of  the  sodium  salt  with  dilute  hydrochloric  acid,  I 
and  at  once  extracting  the  milky  liquid  with  ether.  The  acid  j 
quickly  separates  from  the  ethereal  solution  in  crystalline  .1 
granules,  which  on  recrystallization  from  alcohol  are  obtained  1 
in  beautiful  rhombic  crystals.  These  do  not  become  yellow  on 
exposure  to  light,  are  very  sparingly  soluble  in  cold,  more  readily 
in  hot  water,  the  solution  having  an  acid  reaction.  When  heated 
for  a long  time  at  120°  it  decomposes  into  water  and  santonin, 
which  also  takes  place  on  addition  of  sulphuric  or  hydrocldoric 
acid  to  its  solution,  especially  on  warming.  Like  santonin  it  is 
laevo-rotatory. 

Sodium  santoninate,  2C^5Hij)04Na  4-  7H2O,  is  likewise  em- 
ployed as  a remedy  for  intestinal  worms,  and  is  obtained  by 
boiling  santonin  with  soda  crystals  and  dilute  alcohol.  It 
crystallizes  in  transparent  rhombic  prisms,  which  have  a bitter 
saline  taste,  and  an  alkaline  reaction.  They  are  readily  soluble 
in  water,  and  somewhat  less  easily  in  alcohol. 

Codcium  santoninate,  (Cj5Hjg04)2Ca,  is  prepared  by  warming 
an  alcoholic  solution  of  santonin  with  slaked  lime,  and  separates 


^ Ber.  18,  2746. 

- Gucci,  Bcr.  22,  731  c. 

^ Chcvi.  Zeit.  llep.  1889,  185. 

■*  Cristaldi,  Bcr.  20,  708  c.  ; 22,  732  c. 
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out  on  evaporating  the  solution  in  crystalline  ciusts,  which 
after  drying  form  a plastic  silky  mass,  readily  soluble  m water, 

and  have  an  alkaline  reaction. 

Santonious  acid,  is  formed  by  the  long-contmue 

boiling  of  santonin  with  hydriodic  acid  and  amorphous  phos- 
phorus. It  is  scarcely  soluble  in  cold,  more  easily  in  boiling 
water,  and  very  readily  in  alcohol  or  ether,  from  which  it 
crystallizes  in  long,  lustrous  needles,  melting  at  178—1/9.  Its 
solutions  are  dextro-rotatory,  and  its  alkaline  salts  ^^i^soWe 
readily  in  water  and  alcohol.  The  sodium  salt,  CigH^gOgMa, 
crystallizes  in  very  small  needles,  and  the  larium  salt  forms 
readily  soluble  crystals  containing  water  of  crystallization.^ 

Ethyl  santonite,  is  obtained  by  the  action  of 

hydrogen  chloride  on  an  alcoholic  solution  of  the  acid,  ^and 
separates  from  ether  in  white  crystals,  melting  at  116  117  . If 

its  ethereal  solution  be  heated  with  sodium  under  piessuie  it 
yields  ethyl  sodiosantonite,  Ci5Hi8Na03.C.2H5,  as  a white  powder, 
which  on  treatment  with  ethyl  iodide  forms  diethyl  santonite, 
Ci5Hi803(C2H5)2.  The  latter  crystallizes  in  long  needles,  melting 
at  31 — 32°,  and  on  hydrolysis  yields  ethylsantonious  add, 
Cj5Hi8(C2H5)03,  which  also  crystallizes  in  long  needles  melting 


at  115-5— 116°. 

Isosantonioiis  acid,  is  obtained  by  heating  santonious 

acid  and  dissolving  the  resinous  product  in  warm  alcoholic 
potash.  The  acid  separates  on  addition  of  hydrochloric  acid 
in  small  plates,  melting  at  155°.  It  is  a strong  monobasic 
acid  and  optically  inactive. 

Ethyl  isosantonite  forms  white  crystals,  melting  at  123  , and 
is  converted  by  sodium  and  ethyl  iodide  into  diethyl  isosantonite, 
which  melts  at  54°.  From  the  latter  cthylisosantonious  acid, 

melting  at  143°,  may  be  prepared.^ 

As  already  mentioned  (p.  319)  santonious  and  isosantonious 
acids  decompose  on  heating  with  caustic  baryta  with  formation 
of  dimethylnaphthol,  which  is  also  obtained  mixed  with  di- 
methylnaphthalene  and  propylene  by  heating  them  with  zinc 
dust.2 

When  santonious  acid  is  heated  in  a current  of  carbon  dioxide 
at  320°,  it  splits  up  into  dimethyldihydronaphthol  and  pro- 
pionic acid  ; it  is  therefore  dimethylhydroxytetrahydronaphthyl- 
propionic  acid.  It  contains  two  hydrogen  atoms  more  than 


^ Cannizzaro  and  Carnelutti,  Gazzetta,  12,  393  ; Cannizzaro,  Gazzetia,  13 
385.  - Ber.  13,  1516. 
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santonin,  which  is  a lactone,  and  the  action  of  hydroxylamine 
and  phenylhydrazine  shows  that  it  is  also  a ketone. 

The  constitution  of  these  compounds  is  explained  by  the 
following  formulse  : 


Santonin. 

CH  CH.CH. 


HC  CH  CO  0 CO 

I I I I I 

HC  CH  CH— CH— CH, 


CH  CH.CH, 


Santoninic  Acid. 

CH  CH.CH, 

^\/\ 

HC  CH  CO  OH  COOH 

I I I I I 

HC  CH  CH— CH— CH, 

\/\/ 

CH  CH.CH, 


Santonious  Acid. 

CH  CH.CH., 

•^\/\ 

HC  C CH.OH  COOH 

I II  I I 

HC  C CH— CH.CH, 

CH  CH.CH, 


Hyposciiito'll'iiij  CJ5H2QO2,  is  obtained  by  the  action  of  sodium 
amalgam  on  an  acetic  acid  solution  of  santoninoxime  or  santonin- 
phenylhydrazone  : 


CH., 


CH., 


)C,H3< 


^C.CH2.CH2 


CH, 
CH,^' 


>C„H. 


.CH., 


.C=zN.NH.C,H5 

" + 4H  = 

2 

O CO 

+ NH3  + C,H,.NH2. 


C.CHg.CH, 

I i 

O CO 


It  forms  rhombic  dextro-rotatory  crystals,  melts  at  152° 
and  dissolves  in  solutions  of  the  alkalis  or  alkaline  carbonates 
only  on  warming.  Wlien  dissolved  in  a mixture  of  equal 
volumes  of  concentrated  sulphuric  acid  and  a very  dilute  ferric 
chloride  solution,  the  liquid  first  assumes  the  colour  of  peacli 
blossoms,  and  then  becomes  malachite  green.  On  warming  with 
dilute  acids  it  is  converted  into  isohyposantonine,  which  forms 
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rhombic  crystals,  melts  at  168-5°,  is  la^vo-rotatory,  dissolves 
in  alcohol  and  benzene  less  readily  than  hyposantomne,  and 
may  be  sublimed  in  a current  of  carbon  dioxide  (Cristaldi  and 

Gucci).  1 • 1 n 

2699  Photoscmtonic  acid,  C15H22O5,  was  first  obtained  by 

Sestini,  who  exposed  an  acetic  acid  solution  of  santonin  for  a 
long  time  to  direct  sunlight.  Cannizzaro  and  Fabris  found  that 
the  isomeric  isophotosantonic  acid  is  formed  at  the  same  time. 
To  prepare  the  acids  1 kilo  of  santonin  is  dissolved  in  o2  litres 
of  acetic  acid  of  sp.  gr.  T054,  and  exposed  in  a number  of  flasks 
to  the  light  for  several  months,  after  which  -^th  of  the  acetic 
acid  is  evaporated  off  under  diminished  pressure.  On  cooling, 
photosantonic  acid  crystallizes  out,  and  is  washed  first  with 
dilute  acetic  acid,  and  then  with  water,  the  filtrates  being  added 
to  the  mother  liquor.  On  addition  of  water  to  the  latter  a less 
pure  photosantonic  acid  evaporates  out,  whilst  the  isophoto- 
santonic acid  and  a little  photosantonic  acid  remain  in  solution. 

The  latter  crystallizes  in  hexagonal  prisms,  which  are  scarcely 
soluble  in  cold,  with  difficulty  in  hot  water,  but  readily  in  alcohol 
and  ether,  the  solutions  being  Isevo-rotatory.  It  is  a dibasic 
acid,  melting  at  125—130°,  and  when  quickly  heated  undergoes 
conversion  into  'pliotosantolactonc,  Cj5ll2oG^,  which  is  moie 
snarinc''ly  soluble  in  alcohol  and  ether  than  the  acid,  and  melts 
at  153"°. 

Etliylphotosantolactonc,  or  Photosantonine,  C;^5Hj9(C2Hfj)04,  is 
formed  by  the  prolonged  exposure  to  sunlight  of  a solution  of 
santonin  in  65  per  cent,  alcohol,  and  crystallizes  in  colouiless 
plates,  melting  at  68 — 69°. 

When  photosantonic  acid  is  heated  in  a stream  of  carbon  di- 
oxide at  the  melting-point  of  lead,  it  loses  carbon  dioxide, 
yielding  the  monobasic  acid,  C14H20O2,  which 

forms  crystals  soluble  in  alcohol  and  ether,  melting  at  94'3  ? It 
is  also  formed  by  warming  photosantonic  acid  with  hydriodic 
acid  (Cannizzaro  and  Fabris).  On  distillation  with  caustic  baryta 
it  yields  a liquid  hydrocarbon,  CJ3H20,  boiling  at  221'5 — 223  , 
which  is  probably  an  ethylamylbenzene. 

Isoiihotosantonic  acid,  C15H22O5,  is  scarcely  soluble  in  water,  but 
readily  in  alcohol,  and  separates,  on  evaporating  the  latter 
solution,  in  thick  rhombic  crystals.  These  lose  water  at  100°, 
forming  isopliotosantolactonc,  C15II29O4,  which  is  monobasic  and 
dextro-rotatory. 

’ Bcr.  19,  2260.  ^ Sestini  and  Danesi,  Bcr.  15,  1200  ; Gazzetta,  12,  83. 
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Acctyliso^liotosanU^^^^  C,,H,,(CO.CHJO,,  is  formed,  to- 
gether with  the  following  compound,  in  the  preparation  of  the 
acic , and  ciystallizes  from  alcohol  in  transparent  needles, 
melting  at  183°  It  is  also  formed  by  heating  the  acid  with 
sodium  acetate  and  acetic  acid. 


Dmcdylisopkotosantolactone,  C,,H,,(CO.CH,)„  forms  crystals 
melting  at  163—166°,  winch  readily  pass  into  the  monacetyl  com- 
pound on  recrystallization  from  alcohol  or  more  quickly  on 


heating  at  120 


Cannizzaro  assumes  that  in  the  formation  of  photosantonic 
acid  one  ring  of  the  dimethylnaphthalene  is  split,  and  the 
carbonyl  converted  to  carboxyl,  whilst  in  isophotosantonic  acid 
remains  closed,  and  the  carbonyl  forms  the  group 
C(0H)2.  For  the_  lactones  he  gives  the  following  formulae  : 


Photosantolactoiie, 

CH  CH.CH, 

^\/\ 

HC  CH  CO.OH 

II  / \ 

HC  CH  CH^— CH.CH,,CO 

\/\/ 

CH  CH.CH, 


Isophotosaiitolactoiie. 

CH  CH.CH, 

^\/\ 

HC  CH  C(OH), 

I I I / \ 

HC  CH  CH— CH.CH,.CO 

\/\/ 

CH  CH.CHj 


Pyrophotosantonic  acid  is  probably  an  ethylphenylcaproic 
cicici  r 

CH  CH,.CH„ 

“ 

HC  C 

I II 

HC  C CH2.CH,.CH,.C00H 
CH  CH.CH3 


2700  Santonic  acid,  C^^HgoO^,  is  prepared  by  boiling  santonin 
for  twelve  hours  with  saturated  baryta  water,  and  after  saturating 
the  pioduct  with  hydrochloric  acid,  is  extracted  with  ether.  It 
forms  rhombic  crystals  which  melt  at  161—163°,  and  are  unacted 
upon  by  light.  It  dissolves  with  difficulty  in  cold  water, 
readily  in  alcohol,  forming  solutions  which  are  more  strongly 
laevo-rotatory,  and  much  more  stable  than  those  of  santoninic 
acid.i  When  santonic  acid  is  boiled  with  hydriodic  acid  it 
yields  the  hydrocarbon  santone,  C^^Hg^,  boiling  at  235—240°, 

^ Cannizzaro  and  Sestini,  Bcr.  6,  120. 
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and  iodomntmu,  C,,H,,I,  which  decomposes  mi 

The  salts  of  santonic  acid  are  for  the  most  part  obtained  ciystal- 

line  with  difficulty,  but  its  esters  crystallize  well. 

Mhyl  scmtonate,  obtained  by  passing  liydrog^en 

chloride  into  an  alcoholic  solution  of  the  acid,  foims  i lom  ic 
crystals  melting  at  94 — 95°. 

Acetylsantonic  acid,  C,5H,,(C0.CH3)03,  is  prepared  by  heating 
santonic  acid  with  acetyl  chloride,  and  crystallizes  from  chloro- 
form in  large  jirisms,  which  melt  at  139-—140  . n ong 
continued  boiling  with  water  it  decomposes  into  santonic  and 
acetic  acids ; if,  however,  it  be  heated  at  180—200°,  santonin 
and  acetic  acid  are  formed.^ 

Santonyl  elilm-uh,  CisHigOsCl,  forms  rhombic  crystals,  which 
melt  at  170—171°,  are  dextro-rotatory  and  are  decomposed  by 
alcohol  with  formation  of  ethyl  santonate. 

The  constitution  of  santonic  acid  and  also  of  the  compounds 


about  to  be  described  has  not  yet  been  ascertained. 

Hydroscmtonic  acid,  C15H22O4,  is  obtained  by  the  action  of 
sodium  amalgam  and  water  on  santonic  acid,  and  separates  fiom 
ethereal  solution  in  rhombic  crystals,  which  melt  at  170°  with 
decomposition.^  It  is  monobasic,  and  on  heating  with  acetic  acid 
at  150°  is  converted  into  hydrosantonidc  C15H20O3,  which  likewise 
forms  rhombic  crystals  melting  at  155 — 156°,°  and  is  converted 
by  heating  with  alcoholic  potash  into  the  acid,  of  which  it  is 
therefore  -the  lactone. 

Acctylhydroscmtonidc,  Ci5Hjg(C0.CH3)03,  is  formed  by  the 
action  of  acetyl  chloride  on  hydrosantonic  acid,  and  ciystallizes 
from  ether  in  needles  melting  at  204 — 204'5  . On  heating  with 
alcoholic  ammonia  it  yields  acetamide  and  hydrosantonamide 
Ci5H2i(NH2)03,  which  forms  crystalline  flakes  melting  at  190 
with  decomposition. 

Mctasantonic  acid,  CJ5H20O4,  was  first  obtained  by  Cannizzaro, 
by  lieating  silver  hydrosantonate  with  water.  It  is  more 
readily  obtained  by  distilling  santonic  acid  under  diminished 
pressure.  If  the  latter  be  boiled  with  acetic  acid,  and  the 
residue  heated,  santonidc,  C\5Hjg03,  and  the  isomeric  parasanto- 
nide  are  obtained.  Santonide  forms  rhombic  crystals  melting 


^ Cannizzaro  and  Amato,  Ber.  7,  1103. 

- Cannizzaro  and  Valente,  GazzcUa,  8,  309. 
3 Sestini,  Jahrcsh.  1875,  608. 

Cannizzaro,  Gazzettx,  6,  341. 

» Cannizzaro  and  Valente,  GazzcUa,  8,  309. 
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at  127  , and  is  converted  into  metasantonic  acid  when  boiled 
with  aqueous  caustic  potash.  On  warming  santonin  with 
sulphuric  acid  it  is  converted  into  isosantonin  ; the  latter  melts  at 

on  treatment  with  sodium  carbonate  solution 
yields  metasantonic  acid.  This  forms  rhombic  crystals  meltino- 
at  161—167°. 

Melting-point. 

Methyl  metasantemate,  Ci5Hjg(CH3)04,  mono- 

symmetric  tablets 101 ’5 102‘5° 

Metasantonyl  chloride,  C15H19O3CI,  rhombic 

crystals 139° 

Parasantonic  acid,  The  imrasantonide  mentioned 

above  likewise  crystallizes  in  the  rhombic  system,  and  melts  at 
110°.  On  solution  in  warm  dilute  hydrochloric  acid,  or  on 
boiling  with  caustic  soda  it  is  converted  into  ‘parasantonic  acid, 
which  forms  large  rhombic  crystals.  It  is  a monobasic  acid, 
faiily  soluble  in  water,  and  by  the  action  of  phosphorus  chloride, 
acetyl  chloride,  or  acetic  anhydride  re-forms  parasantonide. 

Ihe  methyl  ester  crystallizes  in  rhombic  prisms  and  melts  at 
183—184°. 

\\  hen  parasantonide  is  heated  for  a long  time  with  hydriodic 
acid  and  amorphous  phosj)horus  the  following  compounds  are 
formed.^ 

a- Metasantonin,  This  compound  crystallizes  from 

ether  in  thin  elastic  rhombic  tablets,  which  are  soluble  in 
alcohol  and  boiling  water,  and  melt  at  160'5°.  It  boils  at 
238 — 240°,  is  unattacked  by  phosphorus  chloride,  acetyl  chloride, 
and  acetic  anhydride,  and  may  be  crystallized  unaltered  from 
caustic  potash  solution. 

(3- Meta, santonin  crystallizes  in  long  monosymmetric  prisms, 
melts  at  136 , and  in  other  respects  closely  resembles  the 
a-compound. 


^ Cannizzaro  and  Carnellutti,  Oazzeita,  10,  461. 
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indole  derivatives  of  naphthalene. 

a-Naphtkindole,  C,AN.  When 

a-naphthylhydrazonepyi'oracemic  aeid  is  heated  wi  i 
chloride  at  195°,  it  yields  ethyl  a-naphth»id^lcearhoxylatc . 

CH3 

W‘"^<CO.C.H,  ' 

.NH. 


+ NH3 


It  forms  clear  transparent  needles  which  are  volatile  with 
steam,  and  on  hydrolysis  yield  the  acid.  This  crystallizes  m 
small  needles,  melting  at  202°,  readily  soluble  in  alcohol  but 
sparingly  in  water,  and  decomposes  on  distillation  into  carbon 
dioxide  and  a-naphthindole.  The  latter  is  very  sparingly 
soluble  in  hot  water,  somewhat  more  readily  in  dilute  acetic 
acid,  from  which  it  crystallizes  in  beautiful  plates,  melting  at 
174_175°,  and  readily  soluble  in  alcohol.  It  is  slightly  volatile 

with  steam,  and  has  only  a faint  odour. 

A piece  of  pine-wood  saturated  with  its  alcoholic  solution  is 
coloured  red  by  hydrochloric  acid,  and  when  its  hot  solution  is 
mixed  with  a similar  solution  of  picric  acid  a cherry-red  coloured 
solution  is  obtained,  from  which  the  picrate  crystallizes  out  on 
cooling  in  beautiful  red  needles.  When  the  dilute  acetic  acid 
solution  of  a-naphthindole  is  boiled  with  hydrogen  dioxide  it 
becomes  bluish-green,  and  a precipitate  of  the  same  coloui 
separates  out.  The  latter  contains  traces  of  a colouring  matter 
which  is  probably  the  indigo  of  the  naphthalene  series,  and 
dissolves  in  chloroform  with  a bluish-green  colouration  ; on 
heating  the  residue  it  volatilizes,  forming  a reddish-violet 

vapour. 

The  constitution  of  a-naphthindole  is  represented  by  one  of 


the  following  formulae  : 


CH 


CH  NH 
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^ a-HydronaiM}\indoh,  is  formed  by  gradually  adding 

zinc  dust  and  liydrocldoric  acid  to  an  alcoholic  solution  of 
a-naphthindole,  and  forms  a crystalline  mass  which  docs  not 
give  the  pine-wood  reaction.  It  readily  forms  salts,  and  its 
alcoholic  solution  is  coloured  reddish-violet  by  ferric  chloride. 

is  obtained 

by  heatmg  acetone-a-naphthylhydrazone  with  zinc  chloride.  It 
IS  readily  soluble  in  alcohol,  moderately  in  hot  water,  and 
crystallizes  out  in  slender  needles,  which  have  a faint 
characteristic  odour,  melt  at  132°,  and  colour  pine-wood 
moistened  with  hydrochloric  acid  bluish-violet.  Its  acetic 
acid  solution  is  coloured  cherry-red  by  ferric  chloride,  and 
yields  on  addition  of  water  a precipitate  of  the  same  colour. 
Its  'picmte  crystallizes  from  benzene  in  dark-red  needles,  meltino- 
at  167— I68°.i  ^ 

Pr:2:  ^~Dhndhyl-a-nap^^^^^  CioH,.NH.C2(CH3)2,  is  pre- 
pared by  heating  /3-bromolevulinic  acid,  CHg.CO.CHBr.CHg. 
COOH,  with  a-naphtliylamine,  and  separates  out  from  alcoholic 
solution  in  white  granules  or  small  prisms  which  melt  at  150°. 
Its  hot  acetic  acid  solution  is  coloured  cherry-red  by  a trace 
of  feiiic  chloride,  and  deep-blue  by  potassium  dichromate.^ 

^-JSccphthylindolc  is  formed  by  heating  the  etliyl  ester  of 
/3-naphthylhydrazonepyroracemic  acid  with  zinc  chloride ; the 
gi eater  part  of  the  ^-ucip>lithindolccaod)oxylic  acid  first  formed 
decomposes  at  once,  and  is  therefore  only  obtained  as  a 
by-product,  which  crystallizes  in  slender  lustrous  plates,  melting 
at  226  with  evolution  of  carbon  dioxide. 

/^■N^pfifldndole  is  a licpiid  the  faint  smell  of  which  has 
none  of  the  indole  characteristics;  it  boils  above  360°  under 
atmospheric  pressure  and  at  220°  under  18  mm.,  and  colours 
pine-wood  bluish-violet  after  moistening  with  hydrochloric  acid. 
It  is  converted  by  ferric  chloride  into  complicated  solid 
oxidation  products.  Its  picraU  crystallizes  from  benzene  in 
slender  dark -red  needles. 

Its  constitution  is  represented  by  one  of  the  following  formulae : 


^ Schlieper,  Annalen,  239,  229.  2 ^.'cr.  21,  3360. 
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Pr  • 2-Methyl-/3-ncqjMhindolc  lias  been  prejiared  from  acetone- 
S-naplithylhycli-azone.  and  is  a thick  yellowish  oily  liquid 
which  has  no  fascal  smell,  boils  at  314—320°  under  223  mm. 
pressure,  and  gives  the  same  colouration  with  pine-wood  as  the 
foregoing  compound.  Its  picraU  crystallizes  in  reddish-brown 
needles,  and  melts  at  176°. 

Hydromethyl-l3-ncqyhm^^^^  .is  a golden- 

yellow  oily  liquid,  which  has  a scarcely  perceptible  odour  aod 
boils  at  190—200°  under  20  mm.  pressure.^ 
a-Pr:2:S-Dimdhyl-^-ncqdithindole,C-^^QiiQ.'^^-C.2{0}l^).2-  When 
/S-naphthylhydrazonelevulinic  acid  is  heated  with  zinc  chloiide 

it  yields  mctliyl-^-ncqjJithindoleace^^  acid  : 


CioH,.N2H=C< 


.CH3 

CH2.CH2.c00H 
-h  NH3. 


NH\ 

= C,,Ho<  \C.CH, 


C 


CH2.CO2H 


It  separates  from  hot  acetone  in  small  crystals  showing  a large 
number  of  surfaces,  which  have  the  composition  2CJ5HJ3NO2  -f 
C3HgO,  and  lose  acetone  on  heating.  They  are  readily  soluble 
in  alcohol,  sparingly  in  water,  and  melt  at  210°  with  evolution 
of  carbon  dioxide  and  formation  of  a light  brown  oil,  which 
distils  unchanged,  and  then  solidifies  to  a crystalline  mass  of 
dimethyl-^-naphthindole.  This  separates  from  alcoholic  solu- 
tion on  addition  of  water  in  lustrous  six-sided  tablets,  melts 
at  126°,  does  not  colour  pine  wood,  and  forms  a dark-red 
2ncrate.  Its  acetic  acid  solution  is  coloured  blue  by  ferric 
chloride. 

Hydrodimethyl-^-naiMUndole,  Ci2Hg(CH3)2N,  is  a light  yellow 
thick  oil,  which  gives  a red  colouration  with  ferric  chloride,  and 
is  readily  soluble  in  acids.^ 

/3-Pr  : 2 ; ^-Pimethyl-/3-ncqdi  fJiindole  is  formed  by  heating  /3- 
bromolevulinic  acid,  CH3.CO.CHBr.CH2.CO2H,  with  /S-naph- 
thylamine,^  and  crystallizes  from  alcohol  in  small  strongly  re- 
fractive brittle  tablets,  which  melt  at  132°,  and  become  violet 
in  the  air.  It  has  only  a faint  odour,  and  does  not  readily 
volatilize  with  steam.  Its  concentrated  alcoholic  solution 
shows  a violet  fiuorescence,  and  its  acetic  acid  solution,  on  boil- 

1 Schlieper,  Annalen,  236,  174.  - Steche,  Annalcn,  242,  367. 

3 AVolff,  Ber.  20,  425. 
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ing  with  ferric  chloride,  or  hydrochloric  acid  and  potassium 
dichromate,  assumes  a beautiful  green  colour.  Its  picrate 
crystallizes  in  dark-brown  lustrous  needles,  melting  at  175°.* 

The  existence  of  two  dimethyl-;S-naphthindoles  is  readily 
understood,  but  it  is  not  yet  known  which  is  the  1 : 2 and  which 
the  2 : 8 compound. 

2702  a-Naphthoxindolc,  Cj2HyNO.  When  an  alcoholic  solu- 
tion of  glyoxal  sodium  sulphite  and  a-naphthylamine  is  heated 
on  the  water-bath,  the  following  reaction  takes  place  : 


HC< 


CioH,.NH.3  -f- 


HC< 


-OH 

SOgNa 

SOgNa 

OH 


T0^^G\  ^ 


C.SO.Na  -f-  NaHSOo  + 2H,0. 


The  sodium  a-naphthindolesidpMte  thus  obtained  forms 
crystals  which  are  soluble  in  water,  and  have  a sweet  taste.  On 
warming  the  aqueous  solution  with  concentrated  hydrochloric 
acid  it  yields  a-naphthoxindole  : 


NH\ 

\C.0.S02Na  + HCl  = 


C,oH,< 


-NH 


^CO  -P  so,  -P  NaCl. 


The  latter  crystallizes  in  colourless  needles,  melting  at  245°, 
which  are  insoluble  in  boiling  caustic  soda  solution.  When 
sodium  nitrite  is  gradually  added  to  its  warm  solution  in  alcohol 
and  acetic  acid,  it  is  converted  into  isonitroso-a-nap)hthoxindole 
or  a-naphthisatinoxime  (compare  Pt.  V.  p.  91). 


UO'  ‘6'' 


.NH  N. 

>CO  or  >C.OH 

. C / ^0/ 


N.OH 

’ Bcr.  21,  3360. 


N.OH 


/3-NAPHTHISATIN 


S51 


This  compound  forms  pale-red  needles,  soluble  in  alcohol. 
On  reduction  with  tin  and  hydrochloric  acid  it  yields  aimdo- 
a-naiMhoxindole,  which  has  not  been  closely  investigated, 
but  on  oxidation  with  ferric  chloride  yields  a-nciiMUscdm, 


N 


C.OH. 


The  latter  crystallizes  in  small  red 


needles,  and  like  isatin  combines  with  acid  alkaline  sulphites, 
and  dissolves  in  alcoholic  potash  with  a deep-violet  colouration, 
which  changes  to  yellow  on  warming.  It  is  distinguished  from 
isatin  by  the  fact  that  it  does  not  give  a blue  colouration  with 
sulphuric  acid  and  benzene  containing  thiophen  (Part  IV.,  p. 
75). 

Its  phcnylliydrazonc  crystallizes  in  small,  lustrous,  yellowish- 
red  plates,  which  melt  at  268 — 270°,  and  have  the  following 
constitution  : 


CioHo 


< >C.OH 


^-Nctplithoxindole.  The  sodium  salt  obtained  by  warming  an 
alcoholic  solution  of  glyoxal  sodium  sulphite  and  ^-naphthyl- 
amine  is  a sandy  powder,  almost  insoluble  in  hot  water.  Boiling 
caustic  potash  converts  itmio  j)otassium  jS-iiaijlitliindolesidplionati' , 
Cj.2HgN.SO3K,  which  crystallizes  from  hot  water  in  beautiful 
white  plates  having  a sweet  taste.  The  (3-nap)hthoxindoIc 
obtained  from  it  crystallizes  from  alcohol  in  greenish  needles, 
melting  at  234°.  On  heating  with  baryta- water  at  140 — 150° 
it  yields  the  barium  salt  of  amidonaphthylacetic  acid,  CjqH^. 
(NH.2)CH2.C00H  ; the  solution  of  the  free  acid  has  a strongly 
acid  reaction,  and  is  reconverted  into  ^-naphthoxindole  on 
gentle  warming. 

jS-Najdithisatinoxwic  crystallizes  from  alcohol  in  slender 
yellowish-red  needles,  melts  at  about  240°  with  decomposition, 
and  is  soluble  in  alkalis. 

^-Naphthisatm  forms  slender  red  needles,  melting  at  248°, 
and  behaves  in  an  analogous  manner  to  the  a-compound.  Its 
phcnylhydrazone  crystallizes  in  beautiful  yellowish-red  plates.’ 


’ Hinsberg,  Bcr.  21,  HO. 
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ACENAPHTHENE  GKOUP. 

2703  Acenaphthene,  or  Peri-ethylcnenap)ht1ialene, 
was  first  obtained  by  Berthelot  togetlier  with  other  products  by 
passing  a mixture  of  naphthalene  vapour  and  acetylene  through 
a red  hot  tubed  Later  on  he  found  that  it  occurs  in  coal-tar." 
It  is  also  formed,  together  with  a large  quantity  of  naphthalene, 
when  the  vapour  of  ethylnaphthalene  is  passed  through  a 
porcelain  tube  heated  to  bright  redness,  or  when  it  is  heated 
with  1 molecule  of  bromine  at  180°,  and  the  product  boiled 
with  alcoholic  potash,^ 

CioH,.C,H,Br  = -f  HBr. 

Belli*  and  van  Dorp  found  that  it  yields  naphthalic  acid  on 
oxidation,  the  exact  constitution  of  which  was  ascertained  by 
Bamberger  and  Philip  (p.  320).  Hence  the  constitution  of 
acenaphthene  is  represented  by  the  following  formula  : 


CH2-CH2 


HC  C GH 

I II  I 

HC  C CH 

HC  CH 

In  order  to  prepare  it,  the  liquid  products  remaining  after  the 
separation  of  anthracene  from  coal-tar  oil  are  subjected  to 
fractional  distillation.  From  the  comhined  fractions  boiling  at 

^ Bull.  Soc.  Chim.  7,  275  ; Ferk.s,  Ber.  20,  661. 

2 Bull.  Soc.  Chim.  8,  245. 

2 Bertlielot  and  Bardy,  Annalcn,  166,  135. 
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265— .275°,  acenaphthene  separates  after  some  time  m flat 
prisms,  which  are  washed  with  cold  alcohol,  and  recrystallized 
from  the  hot  liquid.  It  is  thus  obtained  in  needles  often  over 
2 cm.  in  length,  and  occasionally  in  small  plates. 

It  melts  at  103°,^  and  boils  at  277'5°,  its  vapour  having  a sp. 
or  of  5-35°.3  Its  ^ncrate,  + CcH3(N02)30,  crystallizes  in 

orange-red  prisms,  which  melt  at  161—162°,  and  are  sparingly 

soluble  in  alcohol.  ^ i • 

Tetrahydroacenaphthene,  C12H14,  is  obtained  by  adding  thin 
slices  of  sodium  to  a boiling  amyl  alcohol  solution  of  acenaph- 
thene, and  forms  a colourless  thick  oily  liquid  which  has  a 
faintly  aromatic  odour,  and  boils  at  249’5  ^ 

Perhydroacenaphthmc,  C12H20,  is  prepared  by  heating  1 part 
of  acenaphthene,  I'25  parts  of  amorphous  phosphorus,  and  5—6 
parts  of  hydriodic  acid  (sp.  gr.  1’7)  for  12  16  hours  at 
250 260°.  It  is  a liquid  boiling  at  235 — 236°,  and  has  a re- 
markable sweetish  mouldering  smell.^ 

BromacenapUhene,  CioH5Br.C2H4,  is  formed  when  bromine  is 
added  to  an  ethereal  solution  of  acenaphthene  ; it  crystallizes 
from  alcohol  in  beautiful  tablets,  melting  at  52—53°,  and 
yields  bromonaphthalic  acid  on  oxidation  with  chromic  acid. 

DihromotetrahydroacenapUhene,  or  Diliydroacmaphtlrn'm  di- 
hromide,  Ci2Hi2Br2,  is  obtained  by  mixing  chloroform  solutions 
of  tetrahydroacenaphthene  and  bromine  in  a freezing  mixtuie. 
It  crystallizes  from  boiling  benzene  in  thick  glassy  rhombic 
tablets,  or  short  strongly  refractive  prisms,  which  are  sparingly 
soluble  m cold,  readily  in  hot  alcohol,  and  melt  at  138  . On 
heating  with  alcoholic  potash  it  is  converted  into  potassium 
bromide  and  acenaphthene.  In  addition  to  the  dibromide,  a 
liquid  bromacenaphthene,  boiling  at  302  307  , is  also  formed 

by  the  action  of  bromine  on  tetrahydroacenaphthene.® 

Dihromaccnapihthcne  tctrahromide,  C42Br2H3.Br4,  is  obtained  in 
white  crystals  when  bromine  is  added  to  a solution  of  acenaph- 
thene in  carbon  bisulphide.^ 

Nitro-accnapUhcMC,  C,oH5(N02)C2H4,  is  formed,  together  with 
the  following  compound,  when  nitric  acid  is  added  to  an  acetic 

1 Belli-  and  van  Dorp,  Annalen,  172,  263. 

2 SchifF,  Annalen,  223,  262. 

2 Graebe,  Annalen,  163,  364. 

Bamberger  and  Lodter,  Ber.  20,  3073. 

s Liebermann  and  Spiegel,  Ber.  22,  779. 

® Bamberger  and  Lodter,  Ber.  21,  840. 

" Blumenthal,  Ber.  7,  1092. 
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acid  solution  of  acenaplithene,  and  forms  large  yellow  crystals 
melting  at  101  102°,  which  are  soluble  in  light  petroleum,  and 

are  converted,  on  heating  with  dilute  nitric  acid,  into  nitro-y- 
naphthoquinone  and  nitronaphthalic  acid. 

Dinitro-accnaphthene,  C,oH,(NO.j2C2H4,  was  first  obtained  by 
Berthelot ; ^ it  is  insoluble  in  ligM  petroleum,  but  crystallizes 
from  alcohol  or  acetic  acid  in  small  yellow  needles,  which  melt 
at  206°  with  carbonization.^ 

AmidoacenapUhene,  CioH5(NH2)C2H4,  was  obtained  by 
Quincke  by  the  reduction  of  nitroacenaphthene  with  tin  and 
hydrochloric  acid  or  ammonium  sulphide,  the  nascent  hydrogen 
causing  a further  reduction  to  ammonia  and  acenaplithene.  It 
crystallizes  in  white  needles,  melting  at  108°,  which  become 
discoloured  in  the  air.  Its  hydrochloride  is  precipitated  from 
aqueous  solution  by  concentrated  hydrochloric  acid  in  slender 
needles,  and  the  picrate  separates  from  dilute  aqueous  solution 
in  yellow  crystals. 

Acetylamidoacenaphthenc,  Ci2Hg.NH.C2H30,  is  formed  when 
the  base  is  boiled  with  an  excess  of  acetyl  chloride,  and 
crystallizes  from  alcohol  in  dark-yellow  plates,  melting  at 
176°. 

DiaGctylamidoacenaphthene,  Ci2HgN(C2H30)2,  is  obtained  in  an 
unusual  manner  by  substituting  acetic  anhydride  for  acetyl 
chloride,  and  crystallizes  from  alcohol  in  pale-brown  spangles, 
melting  at  122°. 

Acenaphthylthiocarhamide,  is  obtained  by 

boiling  the  amido-base  with  carbon  bisulphide,  and  crystallizes 
from  toluene  in  yellowish  or  violet  asbestos-like  needles,  which 
melt  at  192°. 

AccnaphthylthiocarUmide,  CS  : N.Ci2Hg,  is  prepared  by  boil- 
ing the  mixture  of  amidoacenaphthene  and  carbon  bisulphide 
with  alcoholic  potash,  and  crystallizes  in  lustrous  brown  plates 
which  melt  at  96°. 

Diamidoaccnap)hthene,  CioH4(NH2)2C2H4,  crystallizes  in  small 
white  needles,  which  quickly  undergo  decomposition  with 
blackening ; its  salts  are  also  very  unstable. 

2704  Acenaphthylene  or  Periacctylenenaphthcdene,  C^H,, 

was  prepared  by  Behr  and  van  Dorp  by  passing  the  vapour  of 
acenaphthene  over  lead  oxide  heated  to  redness : ^ 

^ Bull.  Soc.  Chim.  8,  250. 

^ Quincke,  Ber.  21,  1454. 

® Loc.  cit.  ; Blumenthal,  Ber.  7.  1092. 
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.CH 


.oH/  II  + H,0  + Pb. 
\CH 


CH 


+ PbO  = C,oH, 


It  is  readily  soluble  in  alcoliol  and  crystallizes  in  yellow  plates 
or  tablets,  which  do  not  lose  their  colour  after  repeated  recrys- 
tallization. It  melts  at  92—93°,  volatilizes  somewhat  at  the 
ordinary  temperature,  boils  with  decomjDosition  at  265 — 275  , 
and  the  vapour  when  more  strongly  heated  carbonizes  with  re- 
formation of  acenaphthene,  on  which  account  the  vapour  density 
could  not  be  determined.  On  oxidation  with  chromic  acid  it 
yields  naphthalic  acid,  and  is  reconverted  into  acenaphthene  by 
the  action  of  sodium  amalgam  on  its  alcoholic  solution.  Its  ]pic- 
rate,  Ci2H8  + C6H3(N02)30,  crystallizes  in  dark-yellow  needles, 
which  are  sparingly  soluble  in  alcohol,  and  melt  at  201 — 202°. 

Acenaphthylene  Ironiide,  CjoHg.C2H2Br2,  crystallizes  from  abso- 
lute alcohol  or  benzene  in  needles,  melting  at  1 21 — 123°, 
and  is  also  oxidized  by  chromic  acid  to  naphthalic  acid. 
It  readily  loses  hydrogen  bromide,  passing  into  the  following 
compound. 

Bromacenaphthylcnc,  CioHg.CoHBr,  is  best  prepared  by  warm- 
ing the  dibromide  with  alcoholic  potash  ; it  is  an  oily  liquid, 
which  decomposes  on  distillation,  but  yields  a picrate,  Gi2H7Br 
+ CgH3(N02)30,  crystallizing  in  beautiful  yellow  needles. 

It  is  not  possible  to  remove  a second  molecule  of  hydrogen 
bromide;  on  heating  it  with  alcoholic  potash  at  140°,  acenaph- 
thylene is  re-formed,  the  alcohol  being  oxidized  to  aldehyde. 


Dihromacenaphthylene,  CjoH5Br.C2HBr,  is  obtained  by  acting 
on  the  previous  compound  with  bromine,  and  crystallizes  in 
beautiful  orange-red  plates,  which  do  not  yield  naphthalic  acid, 
but  probably  bromonaphthalic  acid  on  oxidation. 

Dibroniaccna2jhthylene  h^omide,  C^2Hg®^’4’  formed  by  adding- 
bromine  to  a carbon  bisulphide  solution  of  the  dibromide,  and 
separates  out  in  rosette-shaped  aggregates  of  crystals,  which 
are  insoluble  in  alcohol,  and  melt  with  decomposition  at 
161—162°. 

Acencqohthylene  glycol,  CigHg.C2H2(OH)2,  is  prepared  by  boil- 
ing the  monacetate  with  caustic  potash  and  methyl  alcohol,  and 
separates  out  on  cooling  in  long  needles,  melting  at  204 — 205°, 


CioHg.C2HBr  -h  C2HgO  -h  KOH  = 
CioHg.C2H2  + C2H4O  + KBr  4-  H2O. 
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and  sparingly  soliiblG  in  cold  alcohol  and  hot  water, 
Alkaline  potassium  permanganate  oxidizes  it  to  naphtlialic  acid. 

The  monacetate,  CioH^..C2H2(OH)(OC2H30),  is  obtained  by 
boiling  the  bromide  with  acetic  acid  and  potassium  acetate ; it 
crystallizes  from  alcohol  in  long  slender  needles,  melting  at 
122 — 122-5°,  and  passes  on  heating  with  acetic  anhydride  into 
the  diacetate,  CjoHy.C2H2(OC2H30)2,  melting  at  130°. 

Acenaphthyl  henzoate,  CioHg.C2H2(OH)(OC7HyO),  is  formed  by 
the  action  of  silver  benzoate  on  an  ethereal  solution  of  the 
bromide,  and  crystallizes  in  small  colourless  needles,  melting  at 
189—190°. 

Acenaphthylene  ketone,  Ci2HgO,  is  prepared  by  heating  the 
glycol  with  sodium  ethylate  : 


It  crystallizes  from  alcohol  in  pale-yellow  needles,  melts  at 
119 — 119-5°,  and  forms  a phenylhydrazone.^ 


‘\ 


CH.OH 


CH.OH 


CO 


^ Ewan  and  Cohen,  Jonrn.  Chem.  Soc.  1889,  I.  578. 
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PYKENE  GROUP. 

2705  Pyrene,  CioH.CCA)^.  In  1837,  Laurent  found  that 
when  the  tar  obtained  in  the  destructive  distillation  of  coal  or 
fatty  substances,  is  fractionated,  a reddish-yellow  product  is 
obtained  towards  the  end  of  the  operation.  This  is  more  or 
less  solid,  and  he  was  able  to  isolate  from  it  two  new  hydio- 
carbons,  one  of  which  he  termed  Chrysene,  from  its  yellow 
colour,  whilst  to  the  other  he  gave  the  name  Pyrene,  believing 
that  it  is  frequently  obtained  by  the  action  of  fire  on  oiganic 
substances.  He  gave  to  pyrene  the  formula  CisH^o  ? ^ Graebe 
showed  however  later  on  that  Laurents  compound  is  a mixtuie, 
the  chief  constituent  of  which  is  a hydrocarbon,  foi 

which  he  retained  the  name  pyrene.^ 

In  order  to  prepare  pyrene,  the  portions  which  pass  over  in 
the  distillation  of  coal  tar  just  previous  to  the  coking  of  the 
residue  are  extracted  with  carbon  disulphide,  which  dissolves 
out  pyrene  and  fluoranthene,  whilst  chrysene  remains 

behind.  After  evaporating  off  the  carbon  bisulphide  the  residue 
is  dissolved  in  alcohol  and  mixed  with  an  alcoholic  solution  of 
picric  acid  \ the  picrates  of  pyrene  and  fluoranthene  ciystallize  out, 
and  are  separated  as  far  as  possible  by  repeated  fractional  ciys- 
tallization  from  alcohol,  and  reconverted  into  the  hydiocarbons  by 
ammonia.  The  latter  are  also  recrystallized,  again  converted 
into  the  picrates,  and  the  same  treatment  repeated,  until  at 
length  both  compounds  are  obtained  pure.^ 

Pyrene  also  forms  a constituent  of  a by-product  obtained  in 
smelting  the  ores  of  mercury  at  Idria,  known  as  “ Stuppfett. 
In  the  distillation  of  the  ores,  besides  mercury  a black  plastic 
mass  is  obtained  in  the  condensation  chambers.  This  product, 
termed  “ Stupp,”  contains  large  quantities  of  mercury,  which  can 

1 Ann.  Ghini.  Phys,  66,  136.  - Annalcn,  158,  285. 

3 Fittig,  Gebhanl  and  Hiiitz,  Ber.  10,  2141. 
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only  be  partially  separated  by  mechanical  means,  15 — 20  per  cent, 
lemaining  behind.  To  obtain  the  last  portions  of  the  mercury  the 
^ stupp  is  redistilled  ; in  the  condensation  cliambers  are  then 
found  mercury  and  finely  divided  “ stupp,”  together  with  a 
partially  crystalline  mass  saturated  with  oil,  to  which  the  name 
stuppfett  is  given.  It  is  a mixture  of  various  substances,  and 
its  colour  likewise  varies  from  yellow  to  greyish-green  and 
brown.  Goldschmiedt  and  Schmidt  found  in  100  parts  of  “ stupp- 
fett, o parts  of  naphthalene,  CjoHg ; 45  parts  of  phenanthrene, 
^14^^10  > parts  of  fluoranthene,  ; and  20  parts  of  pyrene, 

^16^^10-  addition  to  these,  small  quantities  of  the  following 
compounds  were  obtained  : chrysene,  C;^gHj2;  anthracene, 
methylnaphthalene,  C10H-.CH3  ; ethylnaphthalene,  CioH^.CgHg  ; 
acenaphthene,  C^QHg.C^H^ ; diphenyl,  Cj.2Hjo ; diphenylene  oxide, 
j quinoline  CgH^N.^ 

Its  composition  naturally  varies  considerably  ; thus  Bamberger 
and  Philip  obtained  from  10  kilos  of  “stuppfett”  only  550  grams 
of  pyrene. ^ In  order  to  separate  the  latter  the  “stuppfett"’’  was 
warmed  with  G kilos  of  alcohol  on  the  water-bath  till  it  had 
melted  to  a dark  oil,  and  the  mixture  after  repeatedly  shaking 
allowed  to  cool.  After  separating  off  the  alcoholic  solution,  the 
lesidue  is  well  pressed,  and  extracted  with  30  kilos  of  boiling 
alcohol,  and  the  impure  pyrene  which  separates  out  again  well 
pressed  and  purified  by  conversion  into  the  picrate.^ 

Stuppfett  is  no  longer  obtained  in  Idria,  the  muffle-j^rocess 
in  which  it  is  obtained  having  been  given  up  in  1882.^ 

Pyrene  crystallizes  from  benzene  in  beautiful  lustrous  mono- 
symmetric  prisms  or  tablets,  and  melts  at  148—140°.  It 
boils  considerably  above  360°,  is  readily  soluble  in  ether  and 
carbon  disulphide,  but  sparingly  in  absolute  alcohol,  100  parts 
of  the  latter  dissolving  1-37  parts  of  pyrene  at  1G°,  and  3‘08 
parts  at  the  boiling-point.^  Its  characteristic  picrate,  CkjHjq  -|- 
crystallizes  in  long  lustrous  red  needles,  melting 

" ^lonatsh.  2,  1 ; Goldsclimierlt,  Bcr.  10,  2022.  2 Annalen,  240,  147. 

This  substance  appears  to  have  been  known  to  Paracelsus,  for  he  says, 
“Nimm  das  Ertz,  darauss  Mcrmriits  wechsst,  wiedu  es  in  der  ersten  Coagulation 
findest,  das  noch  nit  erhartet,  oder  in  ein  Corpion  gangen  ist,  aulf  20.  Pfundt, 
zerstoss,  si«ls  in  Rf^genwasser  auff  ein  Stund,  so  zerfallt  der  Wust  davon,  als 
dann  schleim  es.  Den  kyss  behalt,  setz  jn  in  ein  Viol,  distillier  jhn  mit  gimsein 
Fewr,  so  geht  ein  weisser  blawer  Safft  vber  sich,  den  behalt.  Deninach  so 
distillier  die  Feuchte  von  jm  durch  Balneum  Mariae,  so  bleibt  am  Boden  eine 
schwere  bligkeit,  nahendt  so  schwer  als  MercuriunB 
‘ Bechi,  Bcr.  12,  1976. 
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at  222°,  which  are  sparingly  soluble  in  alcohol,  readily  in  ether 
and  carbon  disulphide,  and  still  more  easily  in  benzene. 

Hexhydropyrene,  is  formed  by  heating  pyi;cne  with  an 

excess  of  phosphorus  and  hydriodic  acid  at  200°,  and  crystallizes 
in  prisms  or  -needles,  melts  at  127°,  and  is  readily  soluble 
in  ether,  benzene,  and  boiling  alcohol.  When  its  vapour  is 
passed  through  a red-hot  tube  it  is  reconverted  into  pyrene 

(Graebe).  _ -.i  4.1 

2706  Chloropyrenc,  Ci^HgCl,  is  obtained,  together  wi  1 le 

following  substitution  products,  when  chlorine  is  passed  into  a 
chloroform  solution  of  pyrene,  and  crystallizes  in  long  s en  ei 
lustrous,  golden-yellow  needles,  which  melt  at  118  119  , an 

are  readily  soluble  in  most  of  the  ordinary  solvents.  Its  solution 
in  sulphuric  acid  has  a beautiful  violet-blue  fluorescence 
With  picric  acid  it  yields  the  compound  CigHgCl  -b  Cg  3 
(N02)30,  crystallizing  in  beautiful  red  needles,  and  melting  at 


177—178°. 

a-Dichloropyrene,  CieHgCls,  crystallizes  in  flat  lustrous  sulphur- 
yellow  needles,  melts  at  154 — 156°,  and  readily  dissolves  in 
ether,  chloroform,  and  benzene,  the  solutions  showing  a greenish 
fluorescence.  It  is  sparingly  soluble  in  cold  alcohol,  but  dissolves 
in  the  hot  liquid  with  a blue  fluorescence,  and  on  strongly  warm- 
ing with  concentrated  sulphuric  acid  yields  an  intensely  violet- 
blue  fluorescent  solution.  It  does  not  yield  a picrate. 

^-DicJiloro'pyrme,  is  sparingly  soluble  in  alcohol,  somewhat 
more  readily  in  chloroform,  and  melts  at  194  196  . 

TrichloropyTene,  Cj^gHr^Clg,  forms  thin  plastic  matted  aggregates 
of  needles,  which  have  a slightly  yellowish -tinge,  and  melt  at 


256—257°. 

Tetrachloropyrcne,  C^^gHgCl^,  crystallizes  in  long  slender  elastic 
needles,  which  have  a pale-yellow  colour  and  a beautiful  silky 
lustre,  and  melt  above  330°. 

Dihromopyrene  dihromide,  C^gHgEr^,  is  obtained  by  the  action 
of  bromine  vapour  on  pyrene,  and  crystallizes  from  boiling 
nitrobenzene  in  yellowish  needles,  which  are  almost  insoluble 
in  alcohol  and  benzene  (Graebe). 

Trihromopyrmf,,  C^gH^Erg,  was  prepared  by  Graebe  by  allowing 
bromine  to  drop  into  a carbon  disulphide  solution  of  pyrene. 
It  crystallizes  from  nitrobenzene  in  colourless  needles,  which  are 
scarcely  soluble  in  alcohol  and  carbon  disulphide,  and  very 
sparingly  in  boiling  benzene. 

^ Goldschmiedt  and  Wegsclieider,  Monatsli.  4,  237. 
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Nitrcypyrene,  C^gHgN02,  formed  when  pyrene  is  treated 
witli  a mixture  of  equal  volumes  of  nitric  acid  (sp.  gr,  1‘2)  and 
water,  and  when  an  aqueous  solution  of  potassium  nitrite  is 
covered  with  an  ethereal  solution  of  pyrene,  and  very  dilute 
sulphuric  acid  gradually  addedd  It  is  sparingly  soluble  in  cold, 
readily  in  hot  alcohol,  from  which  it  crystallizes  in  needles  or 
prisms,  melting  at  149-5 — 150‘5°d 

Dinitropyrene,  CjgHg(N02)2,  prepared  by  boiling  pyrene 
with  nitric  acid  of  sp.  gr.  1*45,  and  crystallizes  from  acetic  acid 
in  slender  yellow  needles,  which  are  sparingly  soluble  in  alcohol 
(Graebe). 

Tetranitropyrmu,  CigHg(N02)4,  was  obtained  by  Graebe  by  the 
long  continued  boiling  of  pyrene  with  concentrated  nitric  acid. 
It  is  scarcely  soluble  in  alcohol,  sparingly  in  boiling  acetic  acid, 
from  which  it  crystallizes  in  lustrous  yellow  plates  or  broad 
needles. 

Amidopyo'enc,  CjgHgNH.2,  is  formed  by  reducing  nitropyrene 
with  tin  and  hydrochloric  acid,  and  crystallizes  from  dilute 
alcohol  in  lustrous  quadratic  plates,  which  form  bronze-coloured 
films  with  a metallic  lustre  on  filter-paper.  It  melts  at  116^ 
and  its  alcoholic  or  acid  solution  shows  a beautiful  blue 
fluorescence  which  is  intensified  by  dilution.  Thus  if  just 
sufficient  of  the  solution  to  wet  the  sides  be  placed  in  a flask  it 
appears  as  though  the  whole  flask  were  of  blue  glass.  The 
alcoholic  solution  of  the  hydrochloride,  which  crystallizes  in 
beautiful  needles,  colours  pine-wood  deep-red  (Goldschmiedt). 

Diamidopyrcne,  CjgHg(NH2).2,  is  prepared  by  the  reduction  of 
dinitropyrene  with  tin  and  hydrochloric  acid.  Its  hydrochlooddc 
forms  slender  yellow  needles,  and  readily  undergoes  decom- 
position ; the  free  base  is  also  very  unstable,  but  its  solution  has 
even  a more  intense  blue  fluorescence  than  that  of  amidopyrene.^ 

Pyrenesulphonic  acid,  CjgHg.SOgH,  is  obtained  by  heating 
pyrenedisulphonic  acid.  After  the  melt  has  assumed  a red 
colour,  the  heating  is  continued  for  a few  minutes,  and  the  mass 
then  added  to  dilute  sulphuric  acid.  Potassium  pijrcncsulphonatc, 
CigHg.S03H  -h  H2O,  separates  out,  and  crystallizes  from  alcohol 
in  microscopic  needles. 

Pyrenedisulphonic  acid,  CjgHg(S03H)2,  is  formed  by  warming 
pyrene  with  concentrated  sulphuric  acid.  From  the  product 
the  lead  salt  is  prepared,  and  its  solution  decomposed  with 

1 Goldschmiedt,  Monatsh.  2,  580.  2 Hintz,  Ber.  10,  2143. 

^ Jahoda,  Monainh,  8,  449. 
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sulphuretted  hydrogen.  On  evaporating  the  filtrate  a green 
pasty  mass  is  obtained,  which  dissolves  in  water  with  a green 
Lloiir,  the  solution  showing  a green  fluorescence.  The  jpotassiuin 
salt,  C,,H8(S03K).„  is  precipitated  from  its  aqueous  solution  by 
alcohol  as  a pale  yellow  powder  containing  water,  and  consisting 
of  microscopic  prisms  (Goldschmiedt  and  Wegscheider). 

2707  Pyrenequinone,  CigHgO.^,  was  obtained  by  Graebe  by  the 
action  of  chromium  trioxide  on  a hot  acetic  acid  solution  ot 
pyi-ene.  It  is  best  prepared  in  the  following  manner  : 10  grams  ot 
finely-powdered  pyrene  are  carefully  warmed  with  15  grams  ot 
potassium  dichromate  and  110  grams  of  sulphuric  acid  diluted 
with  four  times  its  volume  of  water,  the  heating  being  continued 
for  an  hour  after  the  somewhat  vigorous  evolution  of  carbon 
dioxide  has  moderated.  The  red  powder  which  separates  out  is 
well  washed,  and  repeatedly  digested  with  sodium  carbonate 
solution  at  50°  to  remove  the  anhydride  of  pyrenic  acid,  which 
is  also  formed  in  the  reaction.  The  residue  is  then  repeated  y 
crystallized  from  boiling  acetic  acid,  with  addition  of  animal 
charcoal,  until  it  is  found  on  microscopic  examination  to  be  free 
from  pyrene.^ 

Pyrenequinone  forms  pale  brick-red  lustrous  needles,  whic 
are  scarcely  soluble  in  alcohol,  ether,  chloroform,  and  benzene, 
but  readily  in  hot  acetic  acid  and  nitrobenzene,  and  also  in 
solutions  of  acid  sodium  sulphite.  It  melts  at  282  , becoming 
black  at  the  same  time,  and  sublimes  on  careful  heating  in  dark- 
brown  needles  with  a green  metallic  lustre,  or  in  purple -red 
matted  needles.  When  a drop  of  aqueous  caustic  soda  is  added 
to  its  alcoholic  solution,  the  latter  assumes  a beautiful  bordeaux- 
red  colour,  which  does  not  disappear  on  shaking  in  the  air ; it 
is  therefore  not  an  ortho-diketone,  as  the  colouration  given  by 
members  of  the  latter  group  is  not  permanent  in  the  presence 
of  air.^  A further  proof  of  this  is  that  it  yields  no  quinoxaline 
with  o-diamidotoluene  (Part  III.,  p.  73).  On  heating  with  zinc 
dust  in  a current  of  hydrogen  it  is  again  reduced  to  pyrene. 

Pyrenequinol,  Ci6H8(OH).2  is  formed  by  warming  the  quinone 
with  ammonia  and  zinc  dust,  a yellow  solution  being  thus 
obtained,  which  quickly  becomes  red  in  the  air.  When  the 
solution  is  filtered  in  absence  of  air  and  allowed  to  drop  into 
dilute  hydrochloric  acid,  pyrenequinol  separates  as  a yellow 
crystalline  precipitate,  which  dissolves  in  alcohol  with  a dark- 
blue  fluorescence,  and  rapidly  oxidizes  in  the  air. 

^ Goldschmiedt,  Monatsh.  4,  309  ; Bamberger  and  Philip,  Annalen,  240, 165. 

- Bamberger,  Ber.  18,  865. 
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Diacetyl'pyreneqiiinol,  Cj(.Hg(0.C2H30)2,  is  formed  by  boiling 
pyienequinol  with  acetic  anhydride  and  sodium  acetate,  and 
separates  on  evaporating  its  benzene  solution  as  a glittering 
crystalline  powder,  melting  at  166—167°  (Goldschmiedt). 

Pyrenic  acid,  Cj3Hy0(C02H)2,is  formed  by  the  further  oxidation 
of  pyrenequinone  with  potassium  dichromate  and  sulphuric  acid. 

+ oO  = + CO2. 

It  is  precipitated  from  its  alkaline  solutions  by  hydrochloric 
acid  in  beautiful  pale-yellow  iDlates,  which  blacken  above  250°, 
part  of  the  compound  subliming  as  anhydride.  It  is  sparingly 
soluble  in  alcohol,  more  readily  in  boiling  acetic  acid  and 
acetone ; it  is  also  dissolved  by  sulphuric  acid,  forming  an 
orange-red  solution,  and  separates  on  addition  of  water  in  pale- 
yellow  flakes.  When  dissolved  in  dilute  caustic  soda,  and  then 
mixed  with  a concentrated  solution  of  the  latter,  sodiwin  "pyTenatc 
is  precipitated  in  beautiful  golden-yellow  plates. 

Barium  'pyrcnatc,  Cj3Hg0(C02)2Ba  -f  HgO,  is  a voluminous 
ochre-yellow  precipitate,  which  becomes  anhydrous  at  130°. 

Pyrcnic  anhydride,  Cj3Hg0(C0)20,  is  best  prepared  by  boiling 
the  acid  with  acetic  acid,  and  crystallizes  out  on  cooling  in  short, 
lustrous  golden-yellow  prisms.  On  oxidation  with  alkaline 
potassium  permanganate  it  yields  naphthalenetetracarboxylic 
acid,  CioH4(C02H)4  (p.  336). 

Pyrenimide,  Ci3H(.0(C0)2NH,  is  formed  by  dissolving  the 
acid  in  ammonia,  and  quickly  separates  out  in  beautiful  glisten- 
ing yellow  plates. 

Phcnylhydrazoncj)yrcnic  acid,  Ci2Hg(C  : N.NHC6H5)(C02H)2 
-f  2H2O,  separates  out  when  solutions  of  sodium  pyrenate  and 
phenylhydrazine  hydrochloride  are  mixed.  It  crystallizes  in 
brass-yellow  lustrous  plates,  which  on  drying  assume  a beautiful 
bronze  lustre. 

The  formation  of  this  compound  shows  that  in  addition  to 
two  carboxyl  groups,  pyrenic  acid  contains  a carbonyl  group, 
which  is  furtlier  confirmed  by  the  fact  that  hydroxylamine 
hydrochloride  also  forms  an  oxime  when  mixed  with  a solution  of 
sodium  pyrenate.  Oximido'pyrenic  acid,  Ci2Hy(C  : N.0H)(C02H)2, 
crystallizes  in  yellow,  glistening  plates. 

Pyreneketone,  Cj2Hg(CO),  is  formed  when  barium  pyrenate  is 
lieated  with  a little  slaked  lime  : 

<^\2H6(C0)(C02H)2  = Ci2Hg(CO)  -f-  2CO2. 

It  crystallizes  from  alcohol  in  large  yellow  lustrous  needles, 
melts  at  142°,  is  sparingly  soluble  in  water,  and  only  volatile 
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with  difficulty  in  steam.  When  it  is  dissolved  in  a freshly- 
prepared  solution  of  acid  sodium  sulphite,  thick,  white  lustrous 
prisms  separate  after  a time,  which  are  decomposed  by  acids 
with  separation  of  the  ketone.  It  does  not  reduce  ammoniacal 
silver  solution,  or  redden  fuchsine-sulphuroiis  acid,  and  is  theie- 
fore  not  an  aldehyde.  It  dissolves  in  fuming  hydrochloric  acid, 
forming  a purple-red  solution,  from  which  the  ketone  is  repre- 
cipitated by  the  addition  of  watei . . • i i i r 

On  oxidation  with  potassium  permanganate  it  yields  naphthalic 
acid  or  naphthaleneperidicarboxylic  acid  (p.  320) ; the  formation 
of  the  latter  compound,  as  well  as  that  of  naphthalenetetra- 
carboxylic  acid  from  pyrenic  acid,  proves  that  pyrene  is  a 
derivative  of  naphthalene.  The  latter  acid  is  probably  a 
di-peri-derivative,  the  carboxyl  groups  occupying  the  positions 
1 : 4 ; 4'  : 1',  whence  it  follows  that  pyrene  and  pyrenequmone 
must  contains  four  carbon  atoms  in  these  positions.  As  pyrene- 
quinone  is  not  an  o-diketone,  its  constitution  must  be  lepie- 
sented  by  one  of  the  following  formulse  : 
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If  this  be  correct,  pyrene  will  then  be  represented  by  one  of 
the  following  : 


Ditrimethenyliiaphthalene. 

CH. 

>CH 
CH/ 


Dipropenylnaphthalene. 
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The  facts  above-mentioned  do  not  suffice  to  decide  between 
these  formulas,  but  Jahoda^  has  since  found  that  when  amido- 
pyrene  is  heated  with  glycerol,  sulphuric  acid,  and  nitrobenzene, 
it  is  converted  into  pyo'enoline,  C^gH^^N,  which  contains  the 
following  group  : 


CH 


— C 


II 

c 


N 


This  can  only  be  formed  if  amidopyrene  contains  the  group 
- HCz^C.NHg,  i.e.  if  pyrene  contains  the  group  - HC=CH  - ; 
hence  the  constitution  of  the  latter  is  represented  by  the  second 
of  the  formulae  given  above,  and  that  of  amidopyrene  by  one  of 
the  following  : 


CH 


NH, 

CH" 


CH 
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C^-NH. 
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C.NH, 


The  other  derivatives  have  therefore  the  following  constitu- 


tion : 


Pyrenic  Acid. 

HO.CO.  /CH. 

HO.CO/  ^CO^ 


CioHc 


Pyreneketone. 

/CH 

>CH. 
CO^ 


Pyrenccarhoxylic  acid,  CjfjHg.COgH,  is  formed  when  the  nitrile 
is  fused  with  caustic  potash  and  a little  water,  and  separates  on 
addition  of  dilute  sulphuric  acid  to  the  alkaline  solution  as  an 
opalescent  gelatinous  precipitate.  When  its  solution  in  a 
mixture  of  alcohol  and  ether  is  allowed  to  evaporate  it  separates 
in  yellow  nodules,  which  melt  at  267°,  and  are  readily  soluble 
in  absolute  alcohol.  On  carefully  warming  it  sublimes  in  long 
needles,  but  when  quickly  heated  partially  decomposes  into 
carbon  dioxide  and  pyrene,  a reaction  which  becomes  complete 
in  presence  of  lime. 


^ Monatsh.  9^  442. 
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Fw'<^necarhonitrile  or  Pyrene  eyanide,  CioHg.CN,  is  prepared 
by  heating  potassium  pyrenedisiilphonate  with  anhydrous 
potassium  ferrocyanide  and  iron  filings.  ^ It  crystallizes  from 
alcohol,  acetic  acid,  and  benzene  in  white  or  more  or  ess 
greenish-coloured  needles,  which  melt  at  149— loO  . Aii  its 
solutions  show  a green  fluorescence. 

Its  pierate,  2C,eH<,.CN  + C„Hs(N0j)30,  crystallizes  m brick- 
red  needles,  melting  at  133—134°,  wliicb  are  resolved  into  their 
constituents  by  hot  water  and  cold  alcohol. 

In  the  preparation  of  this  nitrile,  that  of  pyrenedicarboxylic 
acid  is  also  obtained  in  small  quantity ; it  is  a yellow  granular 
powder,  which,  like  the  corresponding  acid,  melts  above  300°.^ 

1 Goldschmiedt  and  Wegsclieider,  Monatsh.  4,  252. 
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DIPHENYL  GEOUP. 

2708  Di]jhc7iyl,  C^gHioj  was  first  obtained  by  Fittig  by  acting 
with  sodium  on  bromobenzene  diluted  with  an  equal  volume  of 
etherd  He  then  found  that  it  is  not  necessary  to  prepare  pure 
bromobenzene,  and  proceeded  as  follows  : a mixture  of  equal 
molecular  proportions  of  bromine  and  benzene  was  allowed  to 
remain  in  diffused  daylight,  as  long  as  hydrogen  bromide  was 
evolved,  the  latter  being  collected  in  water.  After  eight  to 
fourteen  days,  the  free  bromine  was  removed  by  caustic  soda, 
and  the  mixture  of  bromobenzene  and  benzene  washed  with 
water,  dried  by  calcium  chloride,  fractionated,  and  then  heated 
with  sodium.^ 

Berthelot  then  found  that  it  is  also  formed  when  benzene 
vapour  is  passed  through  a red-hot  iron  tube  filled  with  broken 

2CA  = CeH,.C„H,  + H,. 

Bronner  observed  its  formation  in  small  quantity  when 
benzoic  acid  is  distilled  with  lime,  and  pointed  out  that  it  was 
probably  frequently  formed  as  a decomposition  product  together 
with  benzene.^  Thus  Laurent  and  Chancel,  in  passing  ammonium 
benzoate  over  heated  baryta,  obtained  besides  benzonitrile  a 
crystalline  hydrocarbon,  which  was  also  formed,  together  with 
benzophenone,  by  the  distillation  of  calcium  benzoate.®  This 
hydrocarbon  was  doubtless  diphenyl,  as  was  also  the  “ metanaph- 
thalene ” obtained  by  Pelletier  and  Walter,  together  with 
benzene  and  other  hydrocarbons,  by  the  distillation  of  the  resin 
from  Pimts  maritima  ® (Pt.  IV.,  p.  3).  Bronner  therefore  con- 

’ Annalcn,  121,  361.  2 Annalcn,  132,  201. 

3 Annalcn,  142,  252.  ^ Annalcn,  151,  50. 

^ Annalcn,  72,  279  ; 80,  285  ; JahrcAj.  1849,  325. 

**  Ann.  Chim.  Phys.  67,  269  ; Pogg.  Ann.  44,  81. 
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eluded  that  diphenyl  must  be  present  in  coal  tar,  an  assumption 
which  was  proved  by  Fittig  and  Buchner, ^ and  by  Schultz.^ 

Its  formation,  together  with  benzene,  by  heating  phthalic 
anhydride  with  lime,^  or  phenol  with  potassium,^  may  be  readily 
understood.  It  is  also  formed  in  quantity  by  passing  a mixture 
of  benzene  and  stannic  chloride  through  a red-hot  tube : ^ 

2C6H,  -f  SnCl^  = C12H10  -}-  2HC1  -h  S11CI2. 

It  is  best  and  most  simply  prepared  by  Berthelot’s  method,®  in 
which  small  quantities  of  acetylene,  diphenylbenzene, isodiphenyl- 
benzene  and  other  hydrocarbons,  together  with  free  hydrogen 
and  carbon,  are  also  obtained.^  Luddens  recommends  passing  a 
mixture  of  benzene  vapour  and  carbon  dioxide  through  an  iron 
tube  filled  with  pumice-stone,  and  heated  to  a bright-red  heat, 
the  dilution  with  carbon  dioxide  lessening  the  formation  of 
carbon  and  hydrogen.  The  product  is  returned  to  the  dis- 
tillation flask,  two-thirds  again  distilled  over,  and  this  process 
repeated  several  times,  the  product  being  finally  heated  on  the 
water-bath,  and  the  diphenyl  driven  over  with  steam.^ 

According  to  Schmidt  and  Schultz,  the  following  process  is 
more  suitable.  An  iron  tube,  heated  in  an  inclined  combustion 
furnace,  has  at  the  upper  end  a separating  funnel,  from  which 
benzene  may  be  slowly  dropped  at  the  rate  of  20  drops  per 
minute ; the  funnel  also  forms  a safety  tube.  The  lower  end 
of  the  tube  is  connected  with  a flask,  which  is  heated  in  the 
water -bath,  where  the  diphenyl  condenses,  whilst  the  benzene 
vapour  passes  on  to  a condenser,  the  condensed  liquid  retaining 
any  diphenyl  which  is  carried  along  by  the  acetylene  and 
hydrogen  formed  in  the  reaction.® 

For  the  preparation  of  large  quantities  of  diphenyl  the 
apparatus  of  La  Coste  and  Sorger  (Fig.  I)  is  employed,  which 
allows  the  benzene  vapour  to  be  continuously  kept  at  a red  heat 
for  several  weeks,  and  may  be  suitably  employed  for  other  similar 
purposes.^® 

^ Ber.  8,  22.  - Ber.  17,  1203. 

^ Anschutz  and  Schultz,  Amialcn,  196,  48. 

Christomanos,  Ber.  9,  83. 

® Aronheim,  Ber.  9,  1898  ; W.  Smith,  Ber.  17,  722. 

^ Fittig  and  Doebner,  Annalen,  172,  109. 

^ Berthelot,  loc.  cii.  ; Schmidt  and  Schultz,  Annalen,  203  H8. 

® Ber.  8,  870.  * Annalen,  2 0 3,  108. 

Annalen,  230, 1. 
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A bolt-head  of  6 — 8 litres  capacity  is  half  filled  with  benzene, 
and  heated  by  means  of  a gas-stove  covered  with  a double  layer 
of  wire  gauze.  The  bolt-head  is  closed  by  a trebly-bored 
india-rubber  stopper.  Through  one  of  the  holes  is  passed  a 
leaden  tube  cut  off  obliquely,  the  ujoj^er  portion  of  which  forms 
a T joint  with  a wider  tube  of  the  same  metal.  During  the 
operation  the  lower  end  of  the  latter  is  closed  by  a glass  stopper, 
surrounded  by  an  india-rubber  ring,  whilst  the  upper  end  is 
soldered  to  an  iron  tube,  which  is  heated  to  a bright-red  heat 
in  an  inclined  furnace.  The  upper  portion  of  the  iron  tube  is 
bent  downwards,  and  soldered  to  a tube  connected  with  a leaden 
cylinder  30  cm.  in  length  and  0 cm.  in  diameter.  To  prevent  the 
Joint  being  melted,  the  portion  of  the  iron  tube  between  the 


Fig.  1. 


furnace  and  the  condenser  is  kept  cool  by  allowing  the  water 
from  the  condenser  to  pour  over  it.  The  leaden  cylinder  has 
an  outlet  near  the  top  leading  to  a reflux  condenser,  from  the 
top  of  which  a tube  passes  downwards  to  a flask  half  filled  with 
water,  serving  as  an  outlet  for  the  gases  formed  in  the  reaction. 
To  the  bottom  of  the  cylinder  a narrow  leaden  tube  about 
70  cm.  in  length  is  attached,  and  connected  by  a screw  joint 
to  a similar  tube  which  conveys  the  condensed  products  back 
to  the  distillation  flask.  The  benzene  vapours  thus  pass 
continuously  through  the  heated  tube,  whilst  the  diphenyl 
accumulates  in  the  flask.  The  latter  is  also  connected  with  an 
empty  safety  flask. 

The  apparatus  reipiires  very  little  watching ; losses  can  scarcely 
take  place,  as  if  the  tubes  become  blocked  the  distillate  and 
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contents  of  the  distillation  flask  simply  pass  into  tlie  safety  flask. 
The  contents  of  the  bolt-head  are  collected  from  time  to  time 
and  distilled  | after  removal  of  the  benzene,  the  diphenyl, 
of  which  the  vishl  is  very  satisfactory,  only  contains  slight 
quantities  of  higher  boiling  products,  and  is  piue  enough  foi 
ordinary  purposes  after  a single  distillation. 

Diphenyl  may  also  be  obtained  from  aniline  by  diazotizing, 
and  adding  first  alcohol  and  then  gradually  copper  powder, 
stirring  vigorously  during  the  operation,  allowing  to  stand  for 
an  hour,  and  distilling  with  steam.  As  soon  as  the  distillate 
gives  a solid  precipitate  with  water  it  is  collected  until  no  more 
crystals  of  diphenyl  pass  over,  the  yield  being  about  22  per  cent. 
In  place  of  copper,  zinc  dust  or  iron  powder  may  be  employed.^ 
Diphenyl  is  also  one  of  the  products  of  the  action  of  stannous 
chloride  on  diazobenzene  chloride.^ 

2709  Diphenyl  is  readly  soluble  in  hot  alcohol  and  ether,  less 
so  in  the  cold  liquids,  and  crystallizes  in  large  transparent, 
lustrous,  brittle  plates  or  monosymmetric  tablets,^  which  have 
the  sp.  gr.  IT 6 5.  It  has  a pleasant  though  peculiar  odour, 
melts  at  70’5°,  and  boils  at  254°,  yielding  a vapour  of 
sp.  gT.  5’36.^ 

It  is  not  attacked  by  dilute  nitric  acid,  or  by  dilute  sulphuric 
acid  and  potassium  dichromate  (Fittig),  but  is  converted  by 
chromium  trioxide  in  acetic  acid  solution  into  benzoic  acid. 
Most  of  its  substitution  products  yield  substituted  benzoic 
acids  on  similar  treatment,  and  the  reaction  is  employed  for 
ascertaining  their  constitution. 

To  distinguish  the  numerous  substitution  products  of  diphenyl 
the  carbon  atoms  are  numbered  in  the  following  manner : 


8'  2'  2 3 


They  are  frequently  termed  also  ortho-  meta-  and  para-com- 
pounds,  but  this  leads  in  many  cases  to  a good  deal  of  confusion, 
and  the  numbers  will  therefore  be  here  employed  throughout. 

^ Gattermann  and  Ehrhardt,  Ber.  23,  1226. 

- Culmann  and  Gasiorowsky,  J.  Pr.  Chem.  II.  40,  97. 

* Bodewig,  Zeitsch.  Krystallog.  3,  411. 

* Schmidt  and  Schiiltz,  Annalen,  203,  123. 
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By  the  action  of  chlorine  on  cliplienyl  two  monochlorodiphenyls 
are  obtained,  one  of  which  yields  on  oxidation  ^j-chlorobenzoic 
acid,  and  the  other  o-chlorobenzoic  acid  ; they  have  therefore 
the  following  constitutional  formula3 : 


4-Chlorodiplienyl.  2-Chlorodiphenyl. 

Cl 


On  further  treatment  with  chlorine  a dichlorodiphenyl  is 
obtained  which  likewise  yields  jJ)-chlorobenzoic  acid  on  oxidation, 
and  would  therefore  appear  to  be  a 2 : 4-compound.  This  is 
however  not  the  case,  as  it  is  also  obtained  by  the  diazo-reaction 
from  4 : 4'-diamidodiphenyl : 

h,n/  \nh,. 

The  constitution  of  the  diamido  derivative  is  shown  by  the 
fact  that  it  is  formed  by  the  reduction  of  the  4 : 4'-dinitro- 
compound.  The  latter  may  be  converted  into  nitramido- 
diphenyl,  C^2Hg(NC)2)NH2,  and  this  into  nitrobromodiphenyl, 
Cj.,Hg(N02)Br,  which  on  oxidation  yields  a mixture  of  j:?-nitro- 
benzoic  acid  and  j^:>-bromobenzoic  acid. 

By  the  action  of  nitric  acid,  diphenyl  yields  first  a mixture 
of  two  mononitro-compounds,  one  of  wliich  is  converted  on 
oxidation  into  j;-nitrobenzoic  acid,  whilst  the  second  is  com- 
pletely oxidized  by  chromic  acid,  a reaction  characteristic  of 
ortho-compounds.  That  the  nitro-group  does  really  occuj:>y  the 
position  2-,  is  shown  by  the  fact  that,  if  the  nitro-group  be 
replaced  by  bromine,  a bromodiplienyl  is  formed  which  on 
oxidation  yields  o-bromobenzoic  acid.  Of  tlie  two  mononitro- 
diphenyls,  the  first  yields  the  4 : 4'-comi)ound  on  further  nitration, 
whereas  the  second  forms  a dinitrodiphenyl,  which  on  oxidation 
is  converted  into  y>-nitrobenzoic  acid,  and  has  therefore  the 
constitution  : 


NO2 


The  constitution  of  the  other  diphenyl  derivatives  has  been 
determined  in  a similar  manner. 
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Diliydrodijplicnyl,  is  obtained  by  tlie  action  of  alcoliolic 

potash  on  tetrahydrodiphenyl  dibroraide,  and  forms  an  oily 
liquid  which  has  a smell  resembling  diphenyl,  and  boils  at 
247 — 249°.  Like  all  partially  hydrogenized  aromatic  hydro- 
carbons it  yields  a dibromide  which  evolves  hydrogen  bromide 
on  heating,  and  is  converted  into  hydrogen  bromide  and 
diphenyl  by  alcoholic  potash  d 

Tetrahydrodiphenyl,  is  prepared  by  the  action  of 

sodium  on  a boiling  solution  of  diphenyl  in  amyl  alcohol.  It 
is  a clear  thick  liquid,  has  a faint  smell  resembling  diphenyl, 
and  boils  at  244’8°  (716  mm.),  diphenyl  under  the  same  pressure 
boiling  at  232'9°.^ 

Tetrcdiydrodiplienyl  dibromide,  CjoHj^Br.^,  is  formed  when  a 
dilute  chloroform  solution  of  the  calculated  quantity  of  bromine 
is  added  to  a similar  solution  of  the  foregoing  compound  cooled 
with  ice  and  salt.  It  is  a heavy  yellow  oily  liquid,  which 
evolves  hydrogen  bromide  on  gently  warming. 

Broinotetrahydrodiphenyl  dibromide,  formed  when 

twice  the  above  qiiantity  of  bromine  is  taken,  and  crystallizes 
from  a mixture  of  boiling  alcohol  and  benzene  in  refractive 
glassy,  rhombic  tablets,  which  are  sparingly  soluble  in  alcohol 
and  ether,  and  melt  at  134°.  It  is  converted  by  alcoholic  potash 
into  bromodihydrodiphenyl,  Ci2lIjjBr,  a yellow  oil  which  splits  up 
completely  on  distillation  into  hydrogen  bromide  and  diphenyl. 
It  combines  with  bromine,  forming  bromodiliydrodip)henyl  di- 
bromide,  Ci.^Hj^Big,  which  readily  decomposes  into  hydrogen 
bromide  and  bromodiphenyl. 


HALOGEN  SUBSTITUTION  PRODUCTS  OF 

DIPHENYL. 

2710  Chlorine  alone  acts  on  the  fused  hydrocarbon  with 
great  difficulty,  but  on  addition  of  antimony  pentachloride  two 
monochlorodiphenyls  and  a dichlorodiphenyl  are  obtained. 

^-Ghlorodiphenyl,  CigHjjCl,  crystallizes  in  beautiful  mono- 
symmetric  pyramids,  melts  at  34°,  and  boils  at  267 — 268°.  It 
dissolves  in  benzene  like  sugar  in  hot  water,  and  is  also  readily 

^ Bamberger  ami  Lodter,  Ber.  21,  836. 

- Bamberger  and  Lodter,  Ber.  20,  3073. 
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soluble  in  light  petroleum.  Chromium  trioxide  converts  its 
acetic  acid  solution  into  o-chlorobenzoic  acid.^ 

^-Chloo'odiplienyl,  Cj2HgC],  was  first  obtained  by  Schultz  by 
the  action  of  phosphorus  pentachloride  on  4-hydroxydiphenyl,- 
and  crystallizes  from  alcohol  or  light  petroleum  in  plates  which 
melt  at  75°,  and  evolve  an  odour  resembling  oranges,  especially 
on  warming.  It  is  somewhat  less  soluble  in  benzene  than  the 
ortho-compound,  boils  at  282°,  and  is  oxidized  by  chromium 
trioxide  to  _p-chlorobenzoic  acid. 

4 : -DicMorodiidhcnyl,  Cl.CgH^.CgH^Cl,  was  prepared  by  Griess 

from  tetrazodiphenyl  platinochloride  by  the  action  of  lieat.^  It 
is  also  formed,  together  with  benzene,  diphenyl,  and  j;-chloro- 
diphenyl,  when  the  vapour  of  chlorobenzene  is  passed  through 
a red-hot  tube,^  by  acting  on  diphenyl  with  chlorine  in  iDresence 
of  iodine,  and  also  by  treating  4 : 4'-dihydroxydiphenyl  with 
phosphorus  pentachloride.^  It  crystallizes  from  hot  alcohol  in 
small  needles  or  lustrous  prisms,  melts  at  148°,  boils  at  315°, 
and  is  oxidized  by  chromic  acid  to  ^:>-chlorobenzoic  acid, 

Pentachlorodi'plienyl,  C12H5CI5,  is  prepared,  together  with  the 
foregoing  compound  and  other  products,  by  the  action  of  phos- 
phorus pentachloride  on  dihydroxydiphenyl,  and  is  a crystalline 
substance  which  melts  at  179°,  sublimes  in  long  needles,  and 
boils  much  higher  than  360°. 

PercMorodiphcnyl,  C^gCljo,  is  formed  by  the  exhaustive  chlor- 
ination of  diphenyl  or  ditolyl  in  presence  of  iodine®  or  antimony 
chloride,’^  or  by  heating  diphenyl  or  phenanthrene  (piinone  with 
an  excess  of  antimony  chloride  to  360°.^  It  ciystallizes  in 
tablets  or  prisms,  which  do  not  melt  at  270°,  and  are  not  con- 
verted into  perchlorobenzene  on  further  heating  with  antimony 
chloride,  but  remain  unaltered. 

’^-BromodAplimyl,  Ci2H^Br,  is  obtained  from  o-amidodiphenyl 
by  the  diazo-reaction,  and  is  an  oily  liquid,  which  has  a smell 
resembling  that  of  oranges,  boils  at  296 — 298°,  and  is  oxidized 
by  chromium  trioxide  in  acetic  acid  solution  to  j^-bromobenzoic 
acid.^ 

'^-Bromodiphenyl,  C\2Hf)®B  formed,  together  with  the  follow- 
ing compound,  when  bromine  is  added  to  a cooled  solution  of 

^ Kramers,  Annalen,  189,  174.  ^ Annalen,  174,  207. 

* Jahresb.  1866,  463.  Kramers,  Annalen,  189,  135- 

® Sclimidt  and  Scludtz,  Annalen,  207.  ” RnoH’,  Ber.  9,  1941. 

" Merz  and  Weith,  Ber.  12,  677  ; We])er  and  Sdllscher,  Ber.  16,  882. 

^ Merz  and  Weith,  Ber.  16,  2869. 

'•*  Schultz,  Schmidt,  and  Strasser,  Annalen,  207,  353. 
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diphenyl  in  twice  its  weight  of  carbon  disulphide,  and  the 
mixture  allowed  to  stand  till  no  more  hydrogen  bromide  is 
evolved.  It  crystallizes  from  hot  water  in  plates,  melting  at 
89°  and  has  a pleasant  odour,  especially  on  warming,  also  re- 
sembling oranges.  It  boils  at  310°,  and  yields  ^i-broniobenzoic 

acid  on  oxidation.^ 

4 : ^'-Dihromodwlienyl,  C«H,Br.C,H,Br,  is  a very  characteristic 
compound,  which  was  prepared  by  Fittig  by  triturating  dipheny 
Avith  bromine  under  water,^  whilst  Griess  prepared  it  from 
4 ; 4'-diamidodiphenyl  by  the  diazo-reaction.  It  is  insoluble  in 
cold,  sparingly  soluble  in  hot  alcohol,  and  crystallizes  fi’om  benzene 
in  thin  monosymmetric  prisms, ^ which  melt  at  164  , are  very 
refractive  and  have  a strong  diamond  lustre.  According  to 
Carnelley  and  Thomson,  when  it  is  crystallized  from  carbon 
disulphide,  beautiful  octohedra  are  obtained  together  with  the 
prisms.  These  have  the  same  melting-point,  but  are  less 
readily  soluble  in  a mixture  of  alchohol  and  ethei. 

4 : 4'-Dibromophenyl  boils  at  355—860°,  its  vapour  smelling 
like  oranges;  chromic  acid  converts  it  into  ^i-bromobenzoic  acid. 

Tril)Tornocli2Jhenyl,  CgH4Br.CgH.jBr.2,  was  obtained  by  Cainelley 
and  Thomson  from  diphenyl  by  the  action  of  an  excess  of 
bromine.  It  is  very  sparingly  soluble  in  alcohol,  crystallizes 
in  silky  needles,  melts  at  90°,  and  also  yields  ^-bromobenzoic 
acid  on  oxidation. 

4 : ^ -Bi-iododi'phmyl,  CgHJ.CgH J,  was  obtained  by  Schmidt 
and  Schultz  by  means  of  the  diazo-reaction  from  4 : 4'-diamido- 
diphenyl.  It  forms  yelloAV  plates  melting  at  202  , sparingly 
soluble  in  cold,  readily  in  hot  acetic  acid,  and  on  oxidation 
yields  _p-iodobenzoic  acid. 

4 : -Difiiiodiphemjl,  CgH^F.CgH^F,  is  obtained  in  a similar 

manner  to  the  fluo-derivatives  of  benzene  (Part  III.,  p.  100). 
Benzidine,  or  4 : 4^-diamidodiphenyl,  is  converted  into  a tetrazo- 
compound,  which  on  addition  of  piperidine  yields  d.iiilicnyltctTazo- 
'j)iperididc,  crystallizing  in  needles.  When  this  is  covered  with 
concentrated  hydrofluoric  acid  and  gently  warmed,  the  following 
reaction  takes  place  : 


CgH,.N=N.NCgH,g 

CgH,.N=N.NCgH,g 


-f  4HF 


^ Sclinltz,  Annalcn,  174,  207. 

^ Sliadwell,  Annalcn,  203,  123, 
Schultz,  Annalcn,  174,  216. 


CeH,F 

1 -f  2CgHjgNH.HF  -f  2N,. 

CgH,F 

- Anncdcn,  132,  201. 

Journ.  Chcm.  Soc.  1885,  I.  586. 
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DiHuodiplienyl  crystallizes  well,  is  readily  soluble  in  alcohol 
and  ether,  melts  at  88 — 89°,  and  boils  at  254 — 255°d 


Nitro-Substitution  Products  of  Diphenyl. 

2711  '^-Nitrodi'plicnyl , Cj2H().N02,  is  formed  by  dissolving- 
15  grams  of  diphenyl  in  60  grams  of  hot  acetic  acid,  and  after 
cooling  to  60°  adding  a mixture  of  48  grams  of  fuming  nitric 
acid  mixed  with  an  equal  quantity  of  acetic  acid,  the  tempera- 
ture of  the  latter  being  30°.  A slight  evolution  of  gas  takes 
place,  which  is  moderated  by  cooling.  When  the  solution  is 
cold,  the  4-derivative,  which  is  formed  simultaneously,  separates 
out  and  is  removed,  water  being  then  added  to  the  solution  as 
long  as  a crystalline  precipitate  is  formed.  On  further  addition 
of  water  an  oil  separates,  which  is  dissolved  in  boiling  alcohol ; 
on  cooling  4-nitrodiphenyl  again  separates  out,  and  the  mother- 
liquor  on  evaporation  over  sulphuric  acid  deposits  compact 
crystals  of  the  2-derivative,  which  are  purified  by  recrystal- 
lization.2  It  forms  thin  plates,  or  thick  rhombic  tablets,  melts 
at  87°,  boils  at  about  320°  (Schultz,  Schmidt,  and  Strasser), 
and  is  only  attacked  with  great  difficulty  by  oxidizing  agents, 
but  is  then  completely  oxidized. 

4f-Nitrodiiihenyl,  CjgHj^.NOg,  is  obtained  by  boiling  5 parts  of 
diphenyl  with  4 parts  of  concentrated  nitric  acid  and  10  parts 
of  acetic  acid,  or  by  ])ouring  8 parts  of  concentrated  nitric  acid 
on  to  2 parts  of  the  finely-divided  hydrocarbon,  and  after  some 
days  washing  the  product  with  water,  distilling  with  steam  to 
remove  unaltered  diphenyl,  and  recrystallizing  the  residue  from 
alcohol.^  It  may  further  be  prepared  by  dissolving  diphenyl 
in  8 parts  of  acetic  acid,  gradually  adding  about  the  same 
quantity  of  concentrated  nitric  acid  diluted  with  11  parts  of 
acetic  acid,  and  precipitating  tlie  pale-yellow  solution  with  water.^ 
It  crystallizes  from  hot  alcohol  in  long,  colourless  needles, 
melts  at  118°,  boils  at  340°,  and  is  converted  by  chromium 
trioxide  into  79-nitrobenzoic  acid. 

2 : 2' -Uinitrod^dumyl  is  prepared  from  the  corresponding 
2 : 2'-dinitrobenzidine  (p.  406)  by  eliminating  the  amido-grouj^s. 
It  crystallizes  from  alcohol  in  straw-yellow  needles,  which  melt 

^ Wallach,  Annalcn,  235,  255  ; Wallacli  and  Heu.sler,  Annalen,  243,  219, 

^ O.stcn  and  Liiddens,  Annalen,  209,  339.  ^ Schultz,  Annalcn,  174,  210. 

■*  Schultz  and  Osten,  Annalcn,  209,  340. 
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at  124°,  and  when  further  heated  become  black  and  explode. 

It  is  almost  insoluble  in  water,  sparingly  soluble  in  light  petro- 
leum readily  in  hot  alcohol,  benzene,  and  acetic  acid. 

4 U'-DmUrodiphenyl,  N0.,.C6H,.C,H,.N02,  is  formed,  together 
with  the  following  compound  by  the  action  of  concentrated 
nitric  acid  on  diphenyl.°-  In  order  to  prepare  it,  6 parts  of  con- 
centrated nitric  acid  and  1 part  of  sulphuric  acid  are  poured  on 
to  3 parts  of  diphenyl,  and  the  mixture  boiled  for  a short  time 
as  soon  as  the  first  violent  reaction  is  over.  The  product  is 
boiled  with  water,  washed  and  purified  by  extraction  with 
alcohol.^  4 : 4'-Dinitrodiphenyl  crystallizes  in  long  slender  white 
needles,  which  melt  at  233°,  and  are  very  sparingly  soluble  in 
cold,  somewhat  more  readily  in  hot  alcohol.  It  is  not  attacked 
by  chromium  trioxide  in  acetic  acid  solution,  and  may  be  puiified 
in  this  manner  if  it  still  possesses  a yellowish  colour, 

2 : -Dinitrodi^^hcnyl  is  contained  in  the  mother-liquors  of 

the  foregoing  compound,  and  is  also  formed  by  the  nitration  of 
2-nitrodiphenyl.  It  crystallizes  from  hot  alcohol  in  long  mono- 
symmetric  spear-shaped  crystals,  which  are  readily  soluble,  and 
melt  at  93’5°.  On  addition  of  chromic  acid  to  its  acetic  acid 
solution  no  action  takes  place,  but  on  warming  it  is  slowly  and 
completely  oxidized. 

3 : ^'-Dinitrodip)henyl  is  prepared  from  3 : 3'-dinitrobenzidine, 
Ci2Hc(N02)2(NH2)2,  by  triturating  it  with  sulphuric  acid,  and 
adding  sufficient  water  to  the  solution  to  form  a paste,  then 
carefully  adding  sodium  nitrite,  cooling  well  with  ice,  and  boiling 
the  clear  solution  with  absolute  alcohol.  It  crystallizes  from 
acetic  acid  or  alcohol  in  reddish-yellow  needles,  which  melt  at 
I97_I98°d 

Bichlorodinitrodiphenyl,  Ci2H(.Cl2(N02)2,  is  prepared  by  dis- 
solving dichlorodiphenyl  in  concentrated  nitric  acid  j it  crystal- 
lizes from  hot  alcohol  in  small  needles,  and  from  benzene  in 
long  asymmetric  transparent  prisms,  which  melt  at  140 
(Schmidt  and  Schultz). 

‘^-BromoA' -nitrodiplicnyl,  CgH4Br.C6H4N02,  was  obtained  by 
Schultz  by  warming  4-bromodiphenyl  with  nitric  acid,  and  by 
converting  amidonitrodiphenyl  into  the  diazoperbromide,  and 
boiling  the  latter  with  alcohol.  It  is  scarcely  soluble  in  cold, 
and  only  with  difficulty  in  boiling  alcohol,  and  crystallizes  from 
boiling  toluene  in  long  white  needles  consisting  of  chains  of 

^ Tauber,  Ber.  24,  197.  - Fittig,  Annalen,  124,  275. 

^ Schultz,  Annalen,  174,  221.  ■*  Brumier  and  Witt,  Ber.  20,  1023. 
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small  rhombohedra,  which  melt  at  173°,  and  boil  above  360° 
almost  without  decomposition.  On  warming  it  with  chromium 
trioxide  in  acetic  acid  solution,  it  yields  a mixture  of  ^:)-bromo- 
benzoic  acid  and  j;-nitrobenzoic  acid.^ 

‘^-Bromo-^  -oiitrodi^ohcnyl  is  formed  together  with  the  fore- 
going compound  by  nitrating  4-bromodiphenyl,  and  has  also  been 
obtained  from  the  corresponding  amidodinitrodiphenyl  by  the 
diazo-reaction.  It  separates  from  alcohol  in  beautiful,  lustrous, 
monosymmetric  prisms,  melts  at  65°,  boils  at  about  360°,  and  is 
oxidized  by  chromium  trioxide  to  ^-bromobenzoic  acid.^ 

Bihromonitrodiijlicnyl,  CgH^Br.CgH3Br.N02,  is  formed  by  the 
addition  of  the  most  concentrated  nitric  acid  to  a cold  acetic 
acid  solution  of  dibromodiphenyl,  and  separates  from  hot  alcohol 
in  crystals  melting  at  127°.^ 

Dihromodinito'odiplienyl,  Ci2HgBr2(N02)o,  is  prepared  by 
warming  dibromodiphenyl  with  fuming  nitric  acid.  It  is  very 
sparingly  soluble  in  alcohol,  and  crystallizes  from  benzene  in 
long  hair-like  needles,  which  melt  at  148°,  and  are  not  attacked 
by  chromium  trioxide.'* 

Dihromotrinitrodiijhenyl,  Ci2H5Br2(N02)3,  was  obtained  by 
Lellmann  by  dissolving  dibromodiphenyl  in  a large  excess  of 
nitric  acid  of  sp.  gi\  1*55  ; it  is  siDaringly  soluble  in  alcohol,  from 
which  it  crystallizes  in  small  needles,  melting  at  177°. 


Diphenyl-Sulphonic  Acids. 

2712  'I)i2')henyl-^-sul2jhonic  acid-,  Cj2Hg,S03H,  is  formed 
together  with  the  disulphonic  acid  by  warming  diphenyl  with 
sulphuric  acid.  If  the  product  after  dilution  with  water  be 
boiled  with  cupric  oxide  and  then  cooled,  c'lqwic  dijjhenylsulpJio- 
nate  (Cj2Hg.S03)2Cu  separates  in  })ale-green  plates,  which  are 
sparingly  soluble  in  water  and  alcohol,  but  much  more  readily 
in  40  per  cent,  alcohol. 

Potassium  di2')henylsulp)honatc,  Ci2HgS03K  4-  2H2O,  forms 
hair-like  needles,  which  dissolve  readily  in  water  and  40  j)er 
cent,  alcohol.  On  heating  it  diphenyl  sublimes,  and  almost  pure 
potassium  diphenyldisulphonate  remains  behind  : 

2C,2H,S03K  = C,2H,o  + C,2H3(S03K)2. 

’ AnnaUn,  174,  218.  Annalcn,  207,  351. 

3 Lellmann,  Be,r.  15,  2837. 

•*  Fittig,  AnnaUn,  132,  201  ; Schultz,  AnnaUn,  174,  218. 

Latschinow  and  Engelhardt,  Ber.  4,  163  ; 6,  191  ; BciUUin's  llandh.  2,  163. 
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Ethyl  is  obtained  by  acting 

with  ethyl  iodide  on  the  silmr  salt,  and  crystallizes  in  long- 
needles,  melting  at  73— 74°d  The  silver  salt  itself  forms 
rhombic  tablets. 

EiphcnylsulphocMoride,  Cj2H9-S02Cl,  is  prepared  by  the  action 
of  phosphorus  pentachloride  on  the  potassium  salt,  and  ciystal- 
lizes  from  acetic  acid  in  prisms,  melting  at  115°.  If  its  moist 
ethereal  solution  be  treated  with  sodium  amalgam,  it  yields 
diphcnylsulphinic  acid,  C^2H9-^^2^’  which  separates  on  addition 
of  hydrochloric  acid  as  a fine  granular  crystalline  precipitate. 
At  the  same  time  the  reduction  proceeds  further,  diphenyl  being 
formed  in  considerable  quantity  (Gabriel  and  Deutsch)  : 

C12H9SO2CI  + H2  = C1.2H10  + SO2  + HCl. 

Eiphcnylsulphctmide,  Cj.2Hc).S02.NH2,  is  formed  by  heating 
the  chloride  with  alcoholic  ammonia  at  100°,  and  crystallizes 
from  alcohol  in  spherical  aggregates  of  slender  needles,  melting 
at  227—230°. 

4>-NitTocUphmylA' -sulplionic  aarZ,  N02.CgH^.CgH4.S03H,  is  ob- 
tained by  warming  4-nitrodiphenyl  with  concentrated  sulphuric 
acid.  Its  sodium  salt  crystallizes  in  anhydrous,  sparingly  soluble 
nacreous  plates,  and  is  converted  by  phosphorus  pentachloride 
into  nitrodiphenyl  sulphochloride,  Cj2Hg(^^2)^^2^^’  which  is 
also  formed  when  diphenyl-4-sulphochloride  is  dissolved  in 
fuming  nitric  acid,  showing  that  it  is  a 4 : 4^-compound.  It 
crystallizes  from  acetic  acid  in  needles,  melting  at  178°.^ 

DiphenylAA' -disulphonic  acid,  CgH^(S03H)CgH4.S03H,  was 
prepared  by  Fittig  by  dissolving  diphenyl  in  warm  sulphuric 
acid.  Its  solution  solidifies  over  sulphuric  acid  in  long  prisms, 
which  melt  at  72'5°,  and  deliquesce  in  the  air,  forming  an  oil 
having  the  strongest  resemblance  to  concentrated  sulphuric  acid. 
Its  salts  also  so  closely  resemble  the  sulphates  that  an  admixture 
of  the  latter  is  very  difficult  to  detect. 

Potassium  diphenyldisulphonate,  2C;^gHg(S03K)2  -h  5H2O, 
crystallizes  in  long  transparent  prisms,  which  are  less  soluble  in 
water  than  potassium  sulphate.  An  acid  salt  could  not  be 
obtained ; on  adding  to  a solution  of  the  acid  one-half  the 
quantity  of  potassium  carbonate  necessary  for  complete  satura- 
tion, and  evaporating,  large  rhombohedra  of  the  composition 
^ioHs(S03K)2  -f  2H2O  separate  out. 

^ Gabriel  and  Deutsch,  Ber.  13,  386. 

■-  G.abriel  and  Dainbergis,  Ber.  13,  1408. 
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The  cold  solution  is  not  precipitated  by  calcium  chloride  ; on 
warming,  however,  the  calcium  salt  separates  as  a crystalline 
|)recipitate  which  is  scarcely  soluble  in  boiling  water.  This 
reaction  is  very  characteristic,  and  may  be  used  for  the  detection 
of  the  acid. 

Barium  chloride,  when  added  to  a boiling  solution  of  the 
potassium  salt,  gives  a crystalline  precipitate,  which  is  almost  as 
insoluble  in  water  and  acids  as  barium  sulphate. 

The  lead  salt  is  a heavy  crystalline  precipitate  soluble  in  acids, 
wdiilst  the  silver  salt,  obtained  by  adding  silver  nitrate  to  a hot 
saturated  solution  of  the  potassium  salt  crystallizes  in  small  plates.^ 

Bi'plienyldisidfliocliloride,  Ci2Hg(S02Cl)o,  crystallizes  from 
acetic  acid  in  prisms  which  have  a glassy  lustre,  and  become 
brown  and  melt  at  203°. 

Diphen^ul]jlmmide,  C;^2H8(S02NH2)2,  separates  from  boiling 
water  in  slender  white  needles,  which  melt  above  300°,  and  are 
sparingly  soluble  in  alcohol  and  benzene,  more  readily  in  ether 
(Gabriel  and  Deutsch). 

^-Nitrodijdicmyl-^l -sid'jdiouie  acid,  CgH4(N02)CgH4.S03H,  is 
formed  by  warming  4-nitrodiphenyl  with  suljDhuric  acid,  and 
separates  on  addition  of  water  as  a white  precipitate  which 
dissolves  on  further  dilution.^ 

The  sodium  salt,  Cj2Hg(N02)(S03Na),  forms  small  plates 
sparingly  soluble  in  water,  and  the  harium  salt  [Cj2Hg(N02) 
crystallizes  in  slender,  lustrous  needles,  readily  soluble 
in  water  and  alcohol,  whilst  the  cu'pric  salt  [C;^2H8(N02)S03]2Cu 
+ 4H.,0,  is  sparingly  soluble  and  forms  small  blue  rhombohedral 
crystals. 

Nitrodiidiciiyls'uljdiocMorid.c,  G,2Hg(N02)S02Cl,  is  obtained  by 
acting  on  the  sodium  salt  with  phosphorus  pentachloride,  or 
more  readily  by  dissolving  diphenylsulphochloride  in  fuming 
nitric  acid.  It  crystallizes  from  acetic  acid  in  needles  melting 
at  I 78°. 

Nitrodi2dienylsidj)liariiidc,  Cj2Hg(N02)S02.NH2,  forms  crystals 
melting  at  228°. 

NitrodiiihpAiyldisulidiochloQ'ide,  Cj2H-(N 02)(S0.2C1)2,  separates 
from  hot  acetic  acid  in  thick  yellowish  lustrous  crystals,  melting 
at  130—131°. 

J)initrodi2ihenyldis^d/p]iocldoridc,  iiT^^lts  at 

100°  (Gabriel  and  Dambergis). 

^ AnnaUn,  132,  209. 

- Dabnel  aixl  Dainljcrgis,  Ber.  13,  1408  ; Liidtleiis,  Annolcn,  209,  349. 
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Hydroxydiphenyls,  CigHg.OH. 

2713  ^-Hydroxycliplicnyl,  or  Diplunylol,  is  prepared  by  melt- 
ing diphenyl-4-sulplionic  acid  with  potash/  or  by  acting  with 
potassium  nitrite  on  a solution  of  4-amidodiphenyl  sulphate.- 
It  crystallizes  in  silky  plates,  is  sparingly  soluble  in  cold, 
more  readily  in  hot  water,  melts  at  164 — 165°,  and  is  vola- 
tile with  steam.  It  boils  at  305—308°,  and  is  readily  taken 
up  by  hot  ammonia  or  sodium  carbonate  solution,  but  may  be 
extracted  from  the  solutions  by  ether. 

Acetyl-4t-liy dr oxy diphenyl,  CjgHg.O.CO.CHg,  forms  plates  which 
are  readily  soluble  in  alcohol  and  ether,  and  melt  at  88  89  . 

Benzoyl A-liydroxy diphenyl,  CjgHg.O.CO.CgHg,  crystallizes  in 
tablets,  melting  at  152°. 

NitroA-hydTOxy diphenyl,  Ci2Hy(N0.2)0H,  is  formed  in  the  pre- 
paration of  diphen^dol  from  amidodiiDhenyl,  and  also,  together 
with  the  following  compound,  by  the  action  of  nitric  acid  of 
sp.  gr.  1’2  on  diphenylol,  and  volatilizes  on  distillation  with 
steam.  It  crystallizes  from  ether  in  large  citron-yellow  prisms, 
meltino-  at  67°,  and  forms  red  salts  with  alkalis,  which  on 
warming  or  dissolving  in  water  readily  lose  part  of  the  acid. 

BinitroA-hyclroxy diphenyl,  crystallizes  from 

alcohol  in  lustrous  golden  plates,  which  melt  at  154°.  Its 
sparingly  soluble  salt,  Cj2H7(N02)o0K  -f-  2H2O,  crys- 

tallizes in  ring-  or  ringlet-shaped  aggregates  of  plates. 

‘^-Nitro A' -hydroxy diphenyl,  CgH4(N02).C(.H^.0H,  is  obtained 
by  the  action  of  nitrous  acid  on  4-nitro-4'-amidodiphenyl,  and 
crystallizes  in  needles,  melting  at  170°.^ 

''l-Nitro-‘^ -hydroxy diphenyl,  prepared  in  a similar  manner 
forms  small  yellow  needles,  which  melt  at  138°.^ 

^ Latschinow,  Ueilstein’s  Handh.  2,  •'>72. 

- Hiibiier,  Annalen,  209,  348  ; Kaiser,  Annalen,  257,  101. 

Scliinidt  and  Scliiiltz,  Annalen,  207,  347. 

^ Schmidt  and  Schultz,  Annalen,  207,  351. 
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Dihydroxydiphenyls,  Ci2Hg(OH)2. 

2714  At  the  present  time  five  of  these  are  known;  they  are 
also  termed  diphenols,  and  are  all  converted  on  heating  with 
zinc  dust  into  diphenyl. 

a-Dip)henol  is  formed,  together  with  the  /3-compound,  salicylic 
acid,  hydroxybenzoic  acid,  and  a resin  which  yields  diphenyl- 
benzene  on  heating  with  zinc  dust,  when  phenol  is  heated  with 
an  excess  of  caustic  potash  till  the  melt  has  attained  a syrupy 
consistency.  It  is  then  dissolved  in  water,  acidified  with  sul- 
l^huric  acid,  and  extracted  with  ether.  The  solution  thus 
obtained  is  treated  with  aqueous  ammonium  carbonate,  the 
ether  distilled  off,  and  the  residue  fractionated  under  150  mm. 
pressure.  The  greater  jDortion  passes  over  at  310 — 380°,  and 
solidifies  to  a hard  crystalline  cake,  which  is  dissolved  in  a large 
quantity  of  hot  water,  and  mixed  with  a little  lead  acetate. 
The  brown  flakes  which  separate  are  filtered  off,  the  filtrate 
precipitated  with  lead  acetate,  and  the  precipitate  after  washing 
triturated  with  hot  water  and  decomposed  by  sulphuretted 
hydrogen.  The  mixture  of  a-  and  /8-diphenol  is  extracted  with 
etlier,  and  the  two  compounds  separated  by  fractional  crystal- 
lization from  hot  water,  in  which  the  /S-compound  is  much  less 
soluble. 

a-Diphenol  forms  long  slender  fiat  needles,  melts  at  123°,  and 
is  readily  soluble  in  alcohol,  ether,  and  benzene.  Its  aqueous 
solution  gives  with  ferric  chloride  a pure  corn-flower  blue 
colouration,  which  remains  for  weeks,  but  is  destroyed  by  the 
addition  of  soda.  It  is  volatile  without  decomposition,  the  sp. 
gr.  of  the  vapour  being  0-4.  On  heating  with  methyl  iodide, 
caustic  potash,  and  a little  methyl  alcohol,  it  yields  the  dnmetliyl 
ether,  or  dianisdil,  Ci2H8(OCH3).2,  which  is  a liquid,  and  boils 
at  810—320°. 

On  heating  phenol  with  sulphuric  acid,  a-diphcnoldisulphonic 
acid,  Ci2H(.(0H)2(S03H).2,  is  formed  as  a readily  soluble  crystal- 
line substance;  its  sodium  salt,  Cj2H(j(0H)2(S03Na)2  + 2H2O, 
forms  stellate  groups  of  needles. 

^-Di/phenol  is  formed  only  in  small  (juantity  in  the  above 
reaction,  and  crystallizes  in  small  glistening  plates,  which  melt 
at  100°,  and  are  readily  soluble  in  alcohol,  &c.  Its  aqueous 
solution  is  coloured  pale-green  by  ferric  chloride,  the  solution 
soon  depositing  green  flakes,  and  becoming  colourless.  Its 
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vapour  has  the  sp.  gr.  C'3!»,  and  its  iHmUlnjl  ether  crystallizes  in 
microscopic  octaliedra.^ 

rj-Diphcnol,  or  4 ; 4<'-Di]iydroxydiphenyl,  was  first  prepared  by 
Griess  by  the  action  of  nitrous  acid  on  benzidine ,2  and  is  also 
formed  by  melting  diplienyldisiilphonic  acid  with  potash,  or 

diphenylsiiccinic  acid  with  limed 

In  order  to  prepare  it,  50  grams  of  benzidine  are  dissolved  in 
60  c.c.  of  hydrochloric  acid,  and  1 litre  of  water ; the  mixture  is 
then  diluted  to  5 litres,  and  200  grams  of  sulphuric  acid  added. 
On  addition  of  a solution  of  37  grams  of  sodium  nitrite  in  five 
times  the  quantity  of  water,  the  benzidine  sulphate  dissolves, 
and  the  solution  is  then  heated  by  a current  of  steam.  After 
twenty  minutes  the  hot  liquid  is  filtered,  and  on  cooling  pure 


7-diphenol  separates  out.'*’ 

It  is  sparingly  soluble  in  water  and  benzene,  readily  in  alcohol 
or  ether,  and  crystallizes  from  alcohol  in  lustrous  plates  or 
fascicular  aggregates  of  needles,  which  dissolve  easily  in  alkalis 
and  in  ammonia.  It  melts  at  2/0  , and  boils  far  above  360  , 


its  vapour  having  the  sp.  gr.  6’5. 

On  solution  in  pure  sulphuric  acid  and  addition  of  a trace  of 
nitrogen  peroxide,  a beautiful  blue  coloration  is  obtained,  which 
is  also  given  by  common  sulphuric  acid.  Its  aqueous  solution  is 
not  coloured  by  ferric  chloride. 

ry-Diphenol  'ethyl  ether,  is  formed  by  boiling 

7-diphenol  with  alcohol,  potash,  and  ethyl  iodide.  It  crystallizes 
from  acetic  acid  in  needles  which  are  sparingly  soluble  in  cold. 


more  readily  in  hot  alcohol,  and  melt  at  174  1/6  (Hiisch). 

r^-Di'phenylene  aeetate,  Ci.2Hs(O.CO.CH3)2,  is  obtained^  from 
7-diphenol  and  acetic  anhydride,  and  forms  needles  melting  at 
159—160°. 

2715  Tetrachloro-<y -diphenol,  CgH2Cl2OH.CgH2Cl2.OH,  is  pre- 
pared by  acting  with  chlorine  on  7-diphenol  suspended  in  acetic 
acid,  and  crystallizes  from  dilute  alcohol  in  transjjarent  needles, 
melting  at  233°.  When  fuming  nitric  acid  is  added  to  its 
acetic  acid  solution,  tetraehlorodiphenolquinone,  C12H4CI4O2, 
separates  out  in  scales  which  have  a beautiful  violet  colour  by 
reflected  light,  but  appear  dark-red  by  transmitted  light.  It 


1 Barth,  Annalen,  156,  93  ; and  Schreder,  Ber.  H,  1332. 

- Jahresb.  1866,  461  ; Schmidt  and  Schnltz,  Annalen,  207,  334. 

3 Engelhardt  and  Latschinow,  Zeitsch.  Clicm.  1871,  259  ; Schmidt  and 
Schultz,  loc.  cit.  p.  336. 

■*  Schmidt  and  Schultz,  loc,  cit.  p.  344. 


Hirsch,  Ber.  22,  335. 
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does  not  melt,  is  insoluble  in  the  usual  solvents,  but  dissolves  in 
concentrated  sidpliuric  acid  with  a dirty  blood-red  colour,  which 
disappears  on  warming.  Its  formation  is  represented  by  the 
following  equation : 


CeH.CbOH 

I + ^ 

C^H^C^OH 


C,H,C1,0 

I 1 

C,H,CbO 


4-  H^O. 


Tdrabromo-^-di^jJienol,  CgH._,Br2(OH).C(.H^Br.pH,  is  obtained 
by  adding  bromine  to  a warm  solution  of  the  phenol,  and 
separates  from  absolute  alcohol  in  crystals  melting  at  264°.  On 
addition  of  fuming  nitric  acid  to  its  acetic  acid  solution,  it 
assumes  a deep-red  colour,  and  on  cooling,  scales  of  tctrahromo- 
di2Jhcnolquinone,  Cj2H4Biq02,  are  obtained.  These  have  a steel- 
blue  colour  by  reflected  light,  and  a dark  brownish-red  colour  by 
transmitted  light,  and  dissolve  in  sulphuric  acid  with  a beauti- 
ful violet  colouration.  On  heating  with  sulphurous  acid  it  is 
reduced  to  tetrabrornodiphenol.^ 

^d^'-Dinitro-^-dipKenol,  is 

formed  when  a solution  of  7-diphenol  in  acetic  acid  is  treated 
with  the  requisite  quantity  of  nitric  acid  of  sp.  gr.  l’4o,  and 
crystallizes  in  reddish-yellow  needles,  which  have  a golden 
lustre,  and  melt  at  280° ; its  diacctatc  forms  straw-yellow  needles 
melting  at  215°.^ 

^ -Dinitro-'y-diqjhcnol  ethyl  ether,  C42Hg(N0.2)2(0C2H5).„  was 
obtained  by  Hirsch  by  nitrating  7-diphenol  ethyl  ether  in  acetic 
acid  ; it  separates  from  this  solvent  in  needles  which  melt  at 
102 — 103°,  and  are  converted  into  3 : S'-dinitro-y-diphenol  by 
caustic  potash. 

Tetranitro-y-ddj)henol,  CqH2(N 02)2(0H).C(.H2(N 0.,)20H,  was 
first  prepared  by  Griess.  It  is  formed  not  only  by  the  nitration 
of  7-diphenol,  but  also  by  the  action  of  nitric  acid  on  benzidine,'^ 
whilst  Caro  also  obtained  it  by  converting  the  latter  into  a 
tetrazodiphenyl  salt,  and  treating  this  with  nitric  acid.  It  is 
most  conveniently  prepared  by  adding  an  excess  of  concentrated 
nitric  acid  to  a warm  acetic  acid  solution  of  7-diphenol  (Kunze). 
It  crystallizes  from  alcohol  in  yellow  needles,  melts  at  225° 
(Schiitz),  and  is  a true  colouring  matter  which  dyes  wool  and 
silk  a beautiful  orange-yellow. 

Its  sparingly  soluble  ammooiium  salt,  Ci2H4(N02)4(0NHJ, 

' jNIagatti,  Ber.  13,  224.  ^ 21,  3331  ; Scliiitz,  Bcr.  21,  3530. 

^ Sclimidt  ami  Schnltz,  Annalcn,  207,  335. 
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was  formerly  brought  into  comiuerce  as  “ Palatine  orange. 
The  sodium  salt  crystallizes  in  small  red  lustrous  needles,  which 
are  very  sparingly  soluble  in  caustic  soda  ; il  it  be  dissolved  in 
hot  water,  the  acid  salt,  C,,H,(NO,),(ONa)(OH),  separates  on 
cooling  in  brownish-red  needles.  Ihe  diacetate  forms  yellow 

needles,  melting  at  236°  (Schiitz). 

The  constitution  of  the  nitrodiphenols  is  discussed  together 
with  that  of  the  amidodiphenols. 

r^-Diphcnoldisulphonic  acid,  Gi2H^(0H)2(S03H)2,  is  prei^red 
by  the  action  ‘of  fuming  sulphuric  acid  on  7-diphenol,  and  forms 
a potasssiwn  salt  which  crystallizes  in  anhydrous  iDrisms,  and  is 
sparingly  soluble  in  cold  water 

ry-Piplbenoltetrasulidwnic  acid,  P^'®" 

pared  by  Griess  by  warming  tetrazodiphenyl  sulphate  with 
sulphuric  acid.  The  product,  after  dilution  with  water,  is 
neutralized  with  barium  carbonate,  and  the  solution  evaporated. 
From  the  residue  hot-water  extracts  the  trisulphonic  acid 
simultaneously  formed,  whilst  the  tetrasulphonic  acid  remains 
behind.  To  purify  it,  the  crude  acid  is  boiled  with  a solution 
of  ammonium  carbonate,  the  solution  concentrated,  and  the 
ammonium  salt  which  separates  recrystallized  from  hot  water. 

Barium  diphenoltetrasulphonate,  Cj2H^(0H)2(S03)4Ba2-|-  6H2O 
separates  on  addition  of  the  barium  chloride  to  a boiling 
solution  of  the  ammonium  salt  in  white  needles  or  prisms. 

The  free  acid,  prepared  from  the  latter  salt,  remains  on 
evaporating  the  solution  as  a syrup,  which  on  standing  over 
sulphuric  acid  crystallizes  in  white  non-deliquescent  needles  or 
small  tablets  ; the  trisulphonic  acid  is  very  similar.^ 

h-Diphcnol,  or  2 : -Dihydroxydiplicnyl,  was  first  obtained  by 

melting  phenol-y)-su]  phonic  acid  with  potash,^  and  is  also 
formed  together  with  catechol  from  phenol-o-sulphonic  acid.*^ 
It  is  also  obtained  in  large  quantity  by  saturating  a well-cooled 
solution  of  diphenyline  sulphate,  CioHg(NH2)2H2S04  (p.  411), 
with  nitrogen  trioxide,  and  boiling  with  water  the  oily  tetrazo- 
diphenyl sulphate  which  separates  on  addition  of  alcohol  and 
ether.^  It  crystallizes  in  slender  needles  or  small  mono- 
symmetric  prisms,  which  are  sparingly  soluble  in  water,  but 
readily  in  alcohol  and  ether.  It  melts  at  161°,  and  boils  at  342°, 
its  vapour  having  the  sp.  gr.  6'25.  It  forms  a colourless  solution 

^ Doebner,  Bcr.  9,  129.  " Journ.  Chem.  Soc.  1867,  98. 

* Lincke,  J.  Pr.  Chon.  II.  8,  43.  •*  Herzig,  Bar.  13,  2233. 

Schultz,  Schmidt,  and  Strasser,  Annalen,  207,  357. 
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ill  pure  sulpliiiric  acid,  but  gives  a bluish-green  colour  with  the 
commercial  acid. 

h-Bvphcnylem  diacctaic  crystallizes  from  alcohol  in  lustrous, 
})lates,  melting  at  94°. 

e-Diphcnol,  or  2 : -Dihydroxydiphenyl  is  obtained,  together 

with  other  products,  by  adding  Ruorene,  (CgH4)2CH2,  to  fused 
potash,  and  forms  yellowish  needles,  which  are  soluble  in  boiling- 
water,  and  melt  at  98°.^ 

The  following  substitution- products  of  diphenols  have  been 
prepared,  but  their  exact  constitution  is  as  yet  unknown  ; 

rercliloTodip)lienol,  Cj2Clg(OH)2,  is  formed  by  heating  perchloro- 
diphenyl  with  alcoholic  soda  at  140 — 160°,  and  crystallizes  from 
benzene  in  thick,  almost  quadratic  tablets,  which  melt  at 
233' 5 — 234-5°,  and  are  readily  soluble  in  alkalis  and  ammonia. 
On  heating  with  methyl  iodide,  potash,  and  methyl  alcohol,  it 
yields  the  dimethyl  ether,  Ci2^^8(^^®^3)2’  which  crystallizes  from 
alcohol  in  long  needles,  melting  at  226°.  On  treatment  with 
acetic  anhydride  and  sodium  acetate,  it  yields  the  diaeetate, 
Ci2Cl8(O.CO.CH3)o,  which  forms  spear-shaped  crystals,  melting 
at  194°.2 

Dinitrodiphenol,  CgH3(N02)(0H).CgH3(N02)(0H),  was  pre- 
pared by  Goldstein  by  the  action  of  potassium  jDermanganate 
on  e-nitroplienyl.  It  crystallizes  from  benzene  in  microscopic 
prisms,  sublimes  at  150°  without  melting,  in  golden-yellow 
needles,  and  dissolves  in  alkalis  with  a blood-red  colouration. 
On  heating  with  benzoyl  chloride  it  is  converted  into  the 
dihenzoate,  Ci2Hg(N02)2(0.C0.CgH5)2,  crystallizing  in  colourless 
needles,  which  melt  at  191°.^ 

2716  Bromorosoqiiinone,  Cj2H4Br402,  was  obtained  by  Schraube, 
together  with  phthalic  acid,  by  dissolving  5 grams  of  tetrabromo- 
phenolnaplithalei'n  in  250  grams  of  sulidiuric  acid,  adding  a 
mixture  of  5 grams  of  potassium  nitrate  and  50  grams  of 
sulphuric  acid,  and  cooling  well  during  the  process  ; 

/CgH2Br2.0H 
C f CgH2Br2.0H 

\0  -f  20  = 

QO/ 

/CO.  CgH.BraO 

>0  + I “ I + H.2O. 

\CO/  CgH2Br2.0 

1 Hodgkinson  and  Mattlie\v.s,  Journ.  Chem.  Soc.  1883,  L 168. 

2 Weber  and  Sdllclier,  Ber.  16,  882.  ^ j^er.  7,  734  ; H,  1848. 
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The  whole  is  well  shaken,  and  after  a few  minutes  poured 
into  water,  which  causes  the  separation  of  a granular  precipitate  ; 
the  latter,  after  washing  and  drying,  is  boiled  with  a mixture  ol 
alcohol  and  chloroform,  and  is  thus  obtained  in  beautiful  red 
crystals,  with  a steel-blue  lustre,  which  dissolve  in  sulphunc 
acid  with  an  intense  violet  colouration,  but  are  insoluble  in 
alkalis  and  the  ordinary  solvents.  Reducing  agents,  such  as 
sulphurous  acid,  or  alcoholic  potash,  convert  it  into  hromoroso- 
quinol,  Ci.^H.Br.COH)^.  The  latter  crystallizes  from  alcohol  in 
slightly  yellowish  plates,  which  are  soluble  in  alkalis,  melt 
at  264°,  and  sublime  with  slight  decomposition  in  microscopic 
needles.  If  it  be  dissolved  in  60 — 70  parts  of  acetic  acid,  and 
the  necessary  cpiantity  of  fuming  nitric  acid  added  to  the  boiling 
solution,  with  frecpient  shaking,  the  quinone  again  separates  in 
splendid  crystals.^ 

Diphcnylene  oxide,  CjgHs^’  prepared  by  distilling 

phenyl  phosphate  Avith  lime,^  and  is  also  formed  by  distilling 
phenol  with  lead  oxide,^  the  lead  phenate  first  formed  under- 
going the  following  decomposition  : 


C,H,0\ 

NPb 


CcH,. 

1 >0  -f  H„0  4-  Pb. 

CoH/ 


It  also  occurs  in  the  products  of  distillation  of  calcium  phenate,^ 
and  of  mucic  acid,^  and  also  in  ‘‘ Stupf)fett  ” (p.  357). 

In  order  to  prepare  it  phenol  is  mixed  Avith  1 — Id  times  its 
Aveight  of  lead  oxide,  and  heated  carefully  in  a retort  filled 
at  most  to  one-half  its  capacity,  in  order  to  avoid  overfloAving. 
Phenol  first  passes  over,  then  a mixture  of  the  latter  Avith 
phenylene  oxide,  Avhich  may  be  separated  by  the  action  of 
caustic  soda,  as  the  oxide  is  insoluble  in  that  liquid.  It  is 
purified  by  distillation  and  recrystallization  from  alcohol. 

It  is  fairly  soluble  in  alcohol,  from  Avhich  it  crystallizes  in 
small  plates,  readily  soluble  in  ether,  acetic  acid,  and  benzene. 
It  smelts  at  80 — 81°,  boils  at  287 — 288°  (mercury  completely 
in  vapour),  and  has  a vapour  density  of  5d)7.  It  is  not  attacked 

^ Annalcn,  202,  121. 

- Lcsimple,  Annalcn,  138,  376;  Hoffineister,  Annalcn,  159,  191  ; see  also 
Kreysler,  Bar.  18.  1720. 

^ Graebe,  7,  396  : Annalcn,  174,  190  ; Bein'  ami  v,  Doi'ii,  Ber.  7,  398. 

^ XiederhaHisen,  Bcr.  15,  1119. 

Klinklumlt,  J.  Pr.  <Jhein.  II.  25,  19. 
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by  hydriodic  acid  at  250°,  and  may  be  distilled  without  alteration 
over  red-hot  zinc  dust. 

With  picric  acid  it  forms  the  compound  C\.2H^fHC(.H3(N02)30, 
which  separates  from  alcohol  in  yellow  crystals,  melting  at  94°.^ 

Dihromodi]}hcnylcne  oxide,  Oj^oH^jBr.^O,  was  prepared  by 
Hoffineister  by  adding  bromine  to  a carbon  disulphide  solution 
of  diphenylene  oxide.  It  crystallizes  from  alcohol  in  small 
plates  melting  at  185°. 

Dinitrodiplicnylenc  oxide,  Cj2Hy(N02)20,  forms  indistinct 
crystals,  sparingly  soluble  in  water,  and  melts  at  200°. 


Tetrahydroxydiphenyls,  CY2Hy(OH)^. 

2717  Dicatechol,  (OH)2CyH3.C(.H3(OH).2,  is  formed  by  fusing 
a-phenoldisulphonic  acid  with  potash,  and  crystallizes  in  slender 
matted  needles,  which  are  extremely  unstable,  and  very  sensitive 
to  the  action  of  light.  On  heating  in  a current  of  hydrogen  it 
sublimes  in  small  tpuintity,  and  then  melts  at  84°.  Its  aqueous 
solution  is  coloured  pale  green  by  ferric  chloride,  the  colour  on 
addition  of  soda  changing  first  to  dark  blue,  then  becoming 
violet,  and  finally  red.  It  shows  therefore  the  same  colour  reac- 
tions as  catechol,  on  which  account  it  obtained  the  above  name.^ 

Diresorcinol,  Ci2H(.(OH)^  4-  2H2O,  is  obtained  together  with 
a large  quantity  of  phloroglucinol  when  resorcinol  is  heated 
with  an  excess  of  caustic  soda.  It  is  sparingly  soluble  in  cold 
water,  and  crystallizes  from  the  hot  li([uid  according  to  the  con- 
centration in  microscopic  oblique  prisms  or  long  fiat  needles, 
which  melt  at  310°,  and  are  almost  insoluble  in  acetic  acid.  Its 
acpieous  solution  is  coloured  a somewhat  pale  blue  by  ferric 
chloride,  and  on  heating  with  zinc  dust  it  is  reduced  to  diphenyl.'^ 

Diresorcinol,  and  also  its  tetra-ethyl  ether  and  tetracetate, 
may  be  recognized  by  the  fact  that  they  dissolve  in  sulphuric 
acid  with  an  intense  citron-yellow  colouration,  which  changes 
on  addition  of  acetic  anhydride  to  a beautiful  bluish-violet,  tlie 
l.atter  disappearing  when  a large  (piantity  of  water  or  an  excess 
of  alkali  is  added 

Tetray-ethoonyliresorcinol,  or  Diresorcinol  tctra-etliyl  ether, 

(^  ^^•2^5)4’  formed  by  heating  diresorcinol  with  the  ret[uisite 

^ Goldscliiniedt  .and  Sclunklt,  Moitntuh.  2, 

2 Bartli  and  Schredov,  IJer.  11,  1336. 

2 Barth  and  Sclu-eder,  Jkr.  11,  1336;  Beiiedikt,  1,355:  Brnedikt 

and  Julias,  Monalsh.  5,  177.  llcrzigand  Zedsed,  Monatsh.  H,  421. 
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([^uaiitity  of  ethyl  iodide  and  alcohol  potash  ; it  crystallizes  from 
hot  alcohol  in  large  plates,  melting  at  110°d 

Tetmcetyldiresorcinol,  CioH,3(OOO.CH3)^,  is  formed  when 
anhydrous  diresorcinol  is  boiled  with  acetic  anhydride  and 
sodium  acetate,  and  crystallizes  from  alcohol  in  lustrous  prisms 
melting  at  259°. 

Hcxhroinodiresorcinol,  GY2Brg(OH)^,  is  prepared  by  the  action 
of  bromine  on  an  ethereal  solution  of  diresorcinol,  and  crys- 
tallizes in  microscopic  transparent  granules.  Its  tetmcetate, 
Ci.2Br^.(O.CO.CH3)^,  forms  crystals,  melting  at  259°,  and 
almost  insoluble  in  alcohol. 

DecabromodiresoQxinol  is  formed  when  an  alkaline  solution 
of  diresorcinol  is  mixed  with  a solution  of  bromine  in  fuming 
hydrobromic  acid,  and  separates  in  beautiful  crystals  whicli  lose 
bromine  in  the  air,  and  are  converted  into  hexbromodiresorcinol 
by  sulphurous  acid. 

Hcxnitrodiresorcinol,  C22(N0.2)g(0H)^,  is  obtained  by  warming 
the  acetate  with  fuming  nitric  acid,  and  forms  yellow  crystals, 
which  unlike  other  similar  compounds  are  readily  soluble  in 
water.  It  decomposes  with  explosion  on  heating  to  230°. 

Diquinol,  C22H(.(OH)^.  This  compound  is  formed  together 
with  other  products  (Part  III.,  p.  199)  when  quinol  is  fused 
with  10  times  its  weight  of  caustic  soda,  and  crystallizes  from 
hot  water  in  fairly  large  though  badly  developed  crystals,  which 
have  a pure  sweet  taste,  and  melt  at  237°,  becoming  brown  at 
the  same  time. 

On  addition  of  ferric  chloride  to  its  aqueous  solution  the  latter 
is  coloured  red,  and  diquinhydronc,  C\2Hg04,  separates  out  in 
needles  which  have  a bluish-violet  or  green  surface  lustre  ; these 
dissolve  in  alcohol,  forming  a red  solution,  and  decompose  on 
heating  without  melting. 

On  addition  of  ferric  chloride  to  the  hot  concentrated  solu- 
tion, it  assumes  a light  yellow  colour ; and  on  quickly  cooling, 
diqmnone,  Ci2llg04,  separates  out  in  straw-yellow  needles,  which 
melt  with  decomposition  at  186 — 187°.'^  Its  constitution  is 
probably  represented  by  the  formula  ; 

CO-CH,^  CO-CH.^ 

CH^  >C— Of  >CH. 

00/  \CH— 00/ 

1 Pukall,  L'er.  20,  H43. 

- IJarth  ai:d  Schreder,  Monat^l . 5,  580. 
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Sappanin,  When  the  commercial  extract 

of  the  East  Indian  sappan-wood,  employed  as  a red  colouring 
. matter,  is  fused  with  caustic  soda,  the  above  compound  is. 
obtained,  together  with  resorcinol  and  a little  catechol.  It  crys- 
tallizes from  hot  water  in  glistening  plates,  which  are  readily 
soluble  in  alcohol  and  ether,  sparingly  in  cold  water,  and  in- 
soluble in  chloroform  and  benzene.  Its  aqueous  solution  is 
coloured  deep  cherry-red  by  ferric  chloride,  and  grass-green  by 
soluble  hypochlorites,  the  latter  colour  quickly  passing  to  brown. 
It  becomes  anhydrous  at  100°,  melts  on  further  heating,  and 
distils  almost  unchanged ; it  reduces  ammoniacal  silver  solution 
and  Fehling’s  sohition,  yields  trinitroresorcinol  Avith  nitric  acid,^ 
and  is  reduced  by  heating  with  zinc  dust  to  diphenyl.^  On 
addition  of  bromine  to  its  acetic  acid  solution,  pcntahromo- 
sairpanin,  Cj2HBr5(OH)^,  is  formed,  and  crystallizes  from  alcohol 
in  brown  needles.^ 

TctTacetylsappanin,C^.^Q{O.CO.CYi.^^,  crystallizes  from  alcohol 
in  small  prisms. 

Bapliiin,  which  has  the  same  composition  as  Sappanin,  is 
found  in  the  red  dye  wood  known  as  bar  wood  or  cam  wood  from 
Bapltia  nitida,  a tree  growing  on  the  West  Coast  of  Africa,  and 
used  by  the  native  women  for  painting  their  bodies.  Baphiin 
crystallizes  from  alcohol  in  glistening  plates,  smelling  like  orris 
root,  and  assumes  a reddish-yellow  or  light-purple  colour  when 
exposed  to  the  air ; ^ it  has  not  yet  been  sufficiently  examined, 
and  is  probably  not  a diphenyl  derivative. 


Hexhydroxydiphenyls,  Ci2H4(OH)(j. 

2718  a-HcxliydTOxydip)lienyl  was  discovered  by  Liebermann  in 
the  course  of  his  investigation  of  a blue  compound  Avliich  is 
obtained  in  the  purification  of  crude  pyroligneous  acid,  and 
wliich  he  termed  coeroliynonc,  This  is  a quinone-like 

substance  which  on  reduction  is  converted  into  the  colourless 
liydrocoerolignone,  CjgH^gOg.  On  heating  the  latter  with  hydro- 
chloric acid  at  200°,  it  yields  methyl  chloride  and  tlie  compound 
Cj2lIigOg,  which  on  distillation  with  zinc  dust  yields  diphenyl. 

^ Schreder,  Bcr.  5,  372.  - Barth  and  Schreder,  Her.  12,  506. 

^ I>eru‘dikt,  Monatsli.  1,  356. 

^ Anderson  and  Mills,  Journ.  (Jhcm.  Roe.  1876,  H.  582. 
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It  is  therefore  a-hexhyclroxydiplienyl,  and  liydrocoeiolignone  its 
tetramethyl  ether, 

^-H0xhydroxydipheiiyl  crystallizes  from  hot  watei  in  silvei} 
plates,  which  are  so  thin  that  when  laid  one  on  the  othei  the\ 
have  the  appearance  of  silver-foil.  It  dissolves  in  dilute  caustic 
potash  with  a bluish-violet  colour  which  remains  for  days. 
Baryta-water  gives  with  the  aqueous  solution  a white  pre- 
cipitate, which  quickly  becomes  blue,  and  on  drying  assumes  a 
green  metallic  lustre.  This  could  not,  however,  be  obtained 
pure,  as  was  also  the  case  with  the  potassium  compound  pre- 
cipitated from  the  alkaline  solution  by  alcohol  in  violet  plates, 
which  immediately  undergo  further  oxidation.^ 

Liebermann  remarked  that  this  hexhydroxydiphenyl,  no  iso- 
merides  of  which  were  then  known,  was  probably  the  pyrogallol 
of  the  diphenyl  series.  The  correctness  of  this  siq^position  was 
shown  later  on  by  Hofmann,  who  j)roved  that  coerolignone  is 
an  oxidation-product  of  pyrogallol  dimethyl  ether.  In  each 
phenyl  group,  therefore,  the  three  hydroxyl  groups  are  in  the 
adjacent  position ; their  exact  position  in  each  ring  is  unknown, 
but  it  is  probable  that  two  of  them  occupy  the  para-position 
(p.  393). 

a-Heo:hydroxydi;plienyl  tetramethyl  ether,  a- Dihydroxy tetra- 
mcthoxydiiihenyl,  or  Hydrococrolignonc,  Ci.2H^(OCH3)^(OH)2,  is 
best  obtained  by  passing  sulphuretted  hydrogen  into  boiling 
water  containing  coerolignone  in  suspension,  or  boiling  the  latter 
with  zinc  dust  and  hydrochloric  acid.  It  is  scarcely  soluble  in 
water  or.  ether,  but  dissolves  somewhat  readily  in  alcohol  and 
benzene,  crystallizing  out  in  lustrous  monosymmetric  2^1’isms. 
From  superheated  aqueous  solution  it  sejDarates  in  long  asbestos- 
like needles,  which  melt  at  190°.  On  further  heating  a j^ortion 
distils  over,  the  remainder  undergoing  carbonization,  and  on 
oxidation  it  readily  reforms  coerolignone.- 

Fotassmm  hydrococxolignone,  Ci2H4(OCH3)4(OK).2  -f  4H2O,  is 
obtained  by  boiling  hydrocoerolignone  with  caustic  2)otnsh,  and 
separates  on  cooling  in  long  golden-yellow  jdates. 

a- Hexmethoxy diphenyl,  or  Dimethylhydrocoerolignone , 
(0CH3)^,  is  formed  by  heating  the  potassium  salt  with  methyl 
alcohol  and  potassium  methyl  sulphate  at  140°,  and  crystallizes 
from  alcohol  in  silky  needles,  melting  at  120°.-'^ 

Diacetylhydrocoerolignone , C\2H4(OCH3)4(OCOCH3)2,  is  sj^ar- 

^ Annalen,  169,  241.  - Annalcv,  169,  22G. 

=»  Ewaia,  L'er.  H,  162:1. 
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ingiy  soluble  in  alcohol,  from  which  it  crystallizes  in  needles 
melting  at  225°. 

a-Hcmcetoxydiplicnyl,  CjoH4(OCO.CH3)g,  crystallizes  in  beau- 
tiful prisms,  and  melts  at  145°. 

Dichlorohydrococwligmne,  C\2H2Cl.,(OCH3)^(OH)2.  When  di- 
acetylhydrocoerolignone  is  heated  with  phosphorus  pentachloride, 
substitution  takes  place  in  the  diphenyl  residue,  with  formation 
of  diacctyldicldoTohydrococTolignone,  which  crystallizes  in  small 
well-developed  prisms,  melting  at  172°,  and  is  decomposed  by 
alcoholic  potash  with  formation  of  dichlorohydrocoerolignone. 
The  latter  crystallizes  from  hot  alcohol  in  small  very  lustrous 
rhombic  tablets,  melting  at  220°.  Its  fotcminm  salt,  Ci2^2^^2 
(0CH3)^(0K)2,  is  insoluble  in  alcohol,  and  crystallizes  from 
water  in  needles.^ 

HcxnLetlioxydichlorodiphcnyl,  C;^2H2^^2(^^^3)6’  formed  by 
adding  chlorine  water  to  an  acetic  acid  solution  of  the 
hexmethyl  ether,  and  crystallizes  from  alcohol  in  colourless 
needles.- 

The  corresponding  bromine  derivatives  have  also  been 
prepared. 

2719  Tet/mlLydroxydihcnzoqiiinonc,  C^2H4(^H)4^2’  formed, 
together  with  hydrogen  iodide,  wlien  an  aqueous  solution  of 
a-hexhydroxydiphenyl  is  mixed  with  an  alcoholic  iodine  solution, 
and  forms  a blue  precipitate,  consisting  of  microscopic  needles, 
soluble  in  alkalis  with  a beautiful  blue  colouration.^ 

Tctrametlioxydihenzoquinonc , Cj2H4(^CH3)4^2- 
1835,  Reichenbach  obtained  from  wood-tar  a peculiar  compound, 
which  was  not  contained  ready  formed,  but  wars  prepared  in  the 
following  manner : 

o 

“ The  rectified  oil,  which  is  obtained  by  the  distillation  of 
beech-wood  tar,  was  freed  from  acetic  acid  by  carbonate  of 
])Otash,  treated  with  concentrated  potash  ley,  the  alkaline 
solution  separated  from  insoluble  matter,  and  saturated  with 
acetic  acid.  A portion  of  the  oil  separates,  and  another  por- 
tion is  obtained  by  distilling  the  acetate  of  potash.  When 
about  one-third  has  passed  over,  a small  portion  is  collected 
and  treated  with  a solution  of  ferric  sulphate.  If  this  forms  a 
red  yu’ecipitate  the  remainder  of  the  distillate  may  be  collected. 
The  latter  has  the  property  of  giving  with  ferric  sulphate  or 
bichromate  of  potash  a red  solution,  and  after  five  minutes  a 

^ Jlayduck,  Jkr.  9,  928.  - Ewald,  loc.  cit 

^ Liebennaiiii  ajul  Bmig,  JJcr.  9,  1887. 
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precipitate  of  sleiidei-  red  needles,  the  solution  becoming  colour- 
less. 

“ These  red  crystals  have  been  termed  by  Reichenbach 
cedrirH,  from  ccdrium,  an  old  name  tor  the  acid  water,  obtained 
in  tar  burning,  and  rete,  a net,  because  the  crystals  form  a net- 
shaped  mass  on  filter  paper.”  ^ 

Cedriret  dissolves  in  pure  sulphuric  acid  witli  an  mdigo-blue 
colour,  which  on  warming  or  treatment  with  water  becomes 
yellowish-brown,  the  compound  undergoing  decomposition.  It 
is  insoluble  in  water,  alcohol,  all  the  ethers,  and  most  othei 
liquids,  luit  dissolves  in  creosote,  forming  a purple  solution,  from 
which  alcohol  precipitates  it  in  a crystalline  form.  It  does  not 
melt,  but  decomposes  at  a moderate  temperature,  and  carbonizes 


on  farther  heating. 

V oelcker,  who  repeated  Reichenbach’s  experiments,  was  unable 
to  obtain  cedriret.-  About  thirty  years  later,  Lettemayei 
observed  that  when  raw  pyroligneous  acid  is  mixed  with  a 
small  quantity  of  potassium  dichromate  solution  for  purification 
pui’poses,  a blue  film  is  formed  on  the  surface  which  giadually 
sinks  to  the  bottom  as  a bluish-violet  sediment.  This  was 
more  closely  examined  by  Liebermann,  who  found  that  its  chief 
constituent  is  a compound,  the  smallest  portions  of  which  when 
suspended  in  water  have  a strong  surface  lustre,  and  on 
examination  under  the  microscope  are  found  to  consist  of  small 
violet  needles.  An  attempt  to  purify  it  by  sublimation  resulted 
in  its  total  decomposition,  and  it  is  practically  insoluble  in  the 
usual  solvents ; phenol,  however,  dissolves  it  in  considerable 
quantity,  and  on  addition  of  alcohol  it  separates  in  dark  steel- 
blue  lustrous  needles. 

Liebermann  termed  it  coerolignone,  as  it  has  a blue  colour, 
is  obtained  from  wood-tar,  and  also  has  the  properties  of  a 
quinone ; it  passes  on  reduction  into  the  corresponding  quinol, 
termed  hydrocoerolignone.  For  these  compounds  Liebermann 
gave  the  following  constitutional  formulae  ; 


/OCH., 

CoH;-och; 

^o> 

C,h/0CH3 

\0CH, 


/OCH3 

C,H,fOCH3 

, \OH 


yOH 
“ \OCH., 


’ Rerzoliiis,  Jnhrcsb.  15,  408. 
- Annalcn,  86,  4 02. 


392 


DIPHENYL  DEKIVATIYES 


He  found  that  coerolignone  has  tlie  characteristic  property  of 
dissolving  in  concentrated  sulphuric  acid  with  a corn-flower 
blue  colour.  This  is  so  intense  that  the  smallest  grain  can 
be  thus  readily  recognized.  The  colouration  is  compara- 
tively stable ; on  careful  addition  of  water  it  at  first  passes 
into  a deep  fuchsin-red,  and  then  a brown  precipitate  is 
formed. 

Liebermann  endeavoured  in  vain  to  discover  the  mother- 
substance  of  coerolignone  in  the  distillation-ju'oducts  of  the 
wood,  although  he  examined  a number  of  different  varieties 
of  genuine  creosote.  Hofmann,  however,  found  that  it 
occurs  in  the  last  products  of  the  distillation  of  beech-wood 
tar,  and  obtained  it  in  needles  with  a violet  surface 
lustre.^ 

Later  on,  he  drew  attention  to  the  fact,  already  mentioned 
by  Marx,^  that  coerolignone  was  identical  with  cedriret,  and 
remarked  that  it  was  astonishing  how  a compound  of  sucli 
remarkable  and  interesting  properties  should  remain  for  thirty 
years  uninvestigated,  or  one  might  say  fall  into  oblivion.^ 

Liebermann  in  reply  stated  that  he  had  already  noticed  the 
similarity  of  the  two  compounds,  but  as  cedriret  formed  red 
crystals,  and  was  obtained  from  a high-boiling  wood-tar  oil, 
and  coerolignone  was  obtained  from  pyroligneous  acid  and 
crystallized  in  blue  needles,  he  had  supposed  them,  although 
closely  related,  to  be  different  com2:»ounds. 

Hofmann  next  attempted,  and  with  success,  to  discover  the 
mother-substance  of  cedriret.  He  showed  that  it  is  easily  formed 
from  pyrogallol  dimethyl  ether ; on  dissolving  the  latter  in 
acetic  acid  and  .adding  potassium  dichromate  the  mixture 
becomes  warm,  and  after  a few  seconds  is  filled  with  beautiful 
needles,  which  have  a dark  reddisli-brown  colour  in  transmitted 
light,  and  a beautiful  steel-blue  colour  in  reflected  light.  The 
dimethyl  ether  m.ay  also  be  dissolved  in  caustic  soda,  and  .after 
addition  of  an  excess  of  potassium  dichrom.ate  lieated  to  boiling. 
(Jn  addition  of  hydrochloric  acid,  a mass  of  reddish-brown  m.atted 
needles  separates.  Tlie  same  ch.ange  may  be  effected  by  the 
elements  of  tlie  chlorine  group,  nitric  .acid,  ferric  chloride,  .and 
pot.assium  ferricy.anide.'^ 

This  form.ation  of  cedriret  is  re.adily  understood,  the  re.action 
taking  place  .according  to  tlie  ei] nation  : 

^ Bcr.  7,  78.  - Wagner’s  Jahrcshcr.  1872,  827. 

s Jier.  8,  08.  Her.  H,  329. 
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/OCH3 

C,n,^OCR, 

\0H 

/OH 

^ Nogh 


/OCH3 

CoH,^OCH3 

+ 20  = I + H,0 

CeH.,^0CH3 

‘\OCH3 


This,  as  well  as  tetrahydroxydibenzoquiiione,  of  which  it  is  t le 
methyl  ether,  shows  great  similarity  with  tetrachlorodibeiizo- 
quinoiie  and  the  corresponding  bromine  compound,  whence  it 
is  probable  that  in  tetrahydroxydibenzoqiiinone  the  qiunone 
oxygen  atoms  also  occupy  the  para-position.  The  compound, 
like  other  quinones,  may  either  be  represented  as  a peroxide  or 
a diketone,  as  shown  in  the  following  formulse  : 


C=C\ 

nX  \rj 

\0 

! /C=C/  .0 

c/  \c 
^c— c 


> 


l<X 


.c=c. 

^c=c 

.c=c 


CO 

.CO 


Tetra-ctlioo:y(Hhenzoquinone,  C\2^4(^^2^5)4^2>  obtained 

by  Hofmann  by  the  action  of  potassium  dichromate  on  an 
acetic  acid  solution  of  pyrogallol  diethyl  ether,  and  termed  by 
him  ethylcedrirct,  which  name,  as  he  himself  remarks,  is  not 
(piite  legitimate.  The  solution  first  becomes  warm,  and  assumes 
a dark  red  colouration ; on  allowing  it  to  cool  slowly,  large 
prisms  separate,  which  have  a crimson  colour  by  transmitted 
light,  and  in  reflected  light  a golden-green  lustre  like  can- 
tharides,  with  a tinge  of  blue.  It  is  insoluble  in  water  or 
ether,  and  crystallizes  from  dilute  alcohol  in  long  thin  needles, 
which  form  a pale  red  powder.  It  dissolves  in  sulphuric  acid, 
like  cedriret,  with  a corn-flower  blue  colouration.  By  the  action 
of  sulphurous  acid  on  its  alcoholic  solution  it  yields  hydro-ethyl- 
red, rivet,  or  dihydroo'ytetro-etlioxydiphenyl,  Cj^2^^4(^^2^5)4(^^)2’ 
which  crystallizes  in  long  silky  needles,  and  is  readily  oxidized 
to  ethylcedriret.^ 

2720  ^-Heodhydroxydiplicnyl,  Ci2H4(OH)(.,  is  formed  by  fusing 
ellagic  acid,  C^^HgOg,  with  potash  : 


^14^G^^3  d“  2H2O  — Cj2Kio^G  “b  2CO0. 

1 Hofmann,  Bcr.  H,  797. 
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It  crystallizes  from  hot  water  in  needles  which  decompose  witli 
blackening  on  lieating,  a small  portion  subliming  at  the  same 
time.  On  addition  of  a trace  of  caustic  potash  to  its  aqueous 
solution,  the  latter  is  coloured  deep  bluish-violet,  which  then 
changes,  probably  by  absorption  of  oxygen,  beginning  at  the 
upper  layer,  to  blood-red,  and  finally  to  yellowish-red.  The  very 
dilute  solution  is  coloured  yellowish-brown  by  ferric  chloride, 
which  changes  to  blue  on  addition  of  a little  soda,  whilst  a larger 
quantity  of  soda  converts  it  into  reddish -violet.  Ferrous  salts 
give  a blue  colouration,  and  blue-black  flakes  separate  out. 

On  heating  /3-hexhydroxydiphenyl  with  zinc  dust,  it  yields 
dipheny],  and  is  converted  by  acetic  anhydride  into  the  acetate, 
crystallizing  in  large  hard  prisms,  which  melt  at  170°.^ 

>y-Hcxhydroxydip]ienyl,  Ci2H4(OH)g,  is  formed  together  with 
a small  quantity  of  the  /3-compound  by  fusing  ellagic  acid  witli 
caustic  soda,  and  also  in  small  quantity  by  the  action  of  sodium 
amalgam  and  water  on  ellagic  acid.^  It  crystallizes  from  hot 
water  in  needles  which  are  less  soluble  than  the  /3-compound. 
Its  aqueous  solution  is  immediately  coloured  blood-red  by 
caustic  potash,  the  colour  passing,  on  shaking  or  diluting,  through 
brown  to  dark  emerald-green,  A little  ferric  chloride  causes 
a green  colouration,  which  quickly  disappears,  and  is  converted 
by  soda  first  into  bluish-violet  and  tlien  into  reddish-violet.  On 
heating  with  zinc  dust  it  yields  diphenyl  in  quantity  (Bartl) 
and  Goldschmiedt). 

h-Hex]iydroxydip]ienyl  is  formed,  together  with  hydroxyquinol 
and  diquinol  (p.  387),  by  fusing  quinol  with  soda,  and  crystallizes 
from  hot  water  in  lustrous  plates,  which  when  moist  rapidly 
become  dark  blue  in  the  air.  Its  aqueous  solution  is  coloured 
blood-red  by  caustic  potash,  and  ferric  chloride  gives  first  a 
similar  colouration,  and  then  a dirty  blue  precipitate.  Its  acetate 
crystallizes  in  needles  melting  at  172°,  which  are  sparingly  soluble 
in  alcohol.-^ 

^ Barth  and  Goldschmiedt,  Ber.  12,  1237. 

2 Cobenzl,  Monatsh.  1,  670, 

^ Bartli  and  Schreder,  Monatsh.  5,  o89. 
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2721  Thiodij)licnylol,  or  DiflienyhiicTcaiotan,  Ci2HgSH,  is  pre- 
pared by  the  action  of  tin  and  hydrochloric  acid  on  diphenyl- 
sulphochloride,  and  on  distillation  with  steam  passes  over  as  a 
snow-white  mass,  which  is  soluble  in  alcohol  and  ethei,  moie 
readily  in  benzene  and  carbon  disulphide,  and  melts  at  110 
111°.  The  lead  salt,  (Ci,H,jS)2Pb,  is  a dark  brown,  and  the 
niercuric  salt  a white,  crystalline  precipitate.^ 

Methylthiodiphemylol,  C12H9SCH3,  is  formed  by  heating  the 
above  lead  salt  with  methyl  iodide,  and  crystallizes  from  alcohol 
in  floccular  aggregates  of  extremely  slender  needles  melting  at 
107— 108°.2 

Diphenyl  sulphide,  (Cj2H^)2S,  is  obtained  by  the  dry  distillation 
of  the  lead  salt : 


^>Pb  = )S  + PbS. 


CioHgS 


It  crystallizes  from  acetic  acid  in  large  lustrous  plates  melting 
at  171—172°,  and  is  oxidized  by  potassium  permanganate 
in  acetic  acid  solution  to  di-diphenyl  sulphone,  (Cj2H9)2^^^2> 
which  is  sparingly  soluble  in  ether,  readily  in  alcohol,  and 
crystallizes  in  fascicular  aggregates  of  plates,  melting  at 
214—216°. 

Diphenyl  disulphide,  (0^2119)282,  is  readily  obtained  by  the 
oxidation  of  diphenylol  in  the  air,  or  more  (piickly  by  the  action 
of  nitric  acid.  It  crystallizes  from  acetic  acid  in  long  colourless 
needles,  melting  at  148 — 150°. 

Dithiophenoi,  or  Diphenylenediliydrosulphide,  Cj2Hg(SH)2,  is 
obtained  by  the  reduction  of  diphenyldisulidiochloride,  and 
crystallizes  from  alcohol  in  colourless  plates,  melting  at  176°. 
The  lead  salt  is  a brownish-red  precipitate,  and  on  heating 
with  methyl  iodide  yields  the  methyl  ether,  Cj2Hg(SCH3)2,  which 
separates  from  alcohol  in  yellowish  glistening  plates,  melting  at 
185—186°. 


' Gabriel  and  Deiitscli,  Ber.  13,  386. 
- Oberineyer,  Ber.  20,  2918. 
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Biphcnylenc  sulphide,  prepared  by  passing  the 

vapour  of  phenyl  siilpliide  tliroiigli  a red-hot  tube  : ^ 


C 'cH,\  , _ ^ 

>S  =1  )S  -I-  H,; 
0,h/  vr  / 


the  hydrogen  set  free  reduces  another  portion  of  the  phenyl 
sulphide  to  benzene  : 


(C,H,),S  -f  4H  = 2C,H,  + H^S. 

Diphenylene  sulphide  crystallizes  from  hot  alcohol  in  long 
needles,  which  have  a silky  lustre,  and  dissolve  readily  in  ether 
and  benzene.  It  melts  at  97°,  boils  at  332 — 333°,  and  is 
unacted  on  by  phosphorus  and  hydriodic  acid  at  250 — 280°. 
On  warming  with  dilute  sulphuric  acid  and  potassium  dichro- 
mate, it  yields  diphenylene  sulphone,  Cj.^HgSOo,  which  crystal- 
lizes from  alcohol  in  long  needles,  melting  at  230°,  and  soluble 
in  warm  sulphuric  acid  and  concentrated  nitric  acid  without 
decomposition. 


AMIDO-DERIVATIVES  OF  DIPHENYL. 


AvIDODIPHENYLS,  C12H9.NH.2. 


2722  1-Aniidodiphenyl,  was  obtained  by  Hlibner  by  the 
reduction  of  2-nitrodiphenyl  with  tin  and  acetic  acid.  After 
diluting  with  water,  and  removing  the  dissolved  tin  by  sul- 
phuretted hydrogen,  caustic  soda  precipitates  the  crystalline 
base,  which  melts  at  44 — 45°. 

2-Amidodiphenyl  hydrochlorule,  C;^2H9-NH3C1,  forms  long- 
colourless  needles  which  readily  sublime,  and  the  platinoehloride , 
(Cj2Hy.NH3)2PtCl(j4-4H20,  crystallizes  in  small  lustrous  orange 
plates.  The  nitrate  forms  large  colourless  crystals,  and  the 
sulphade  crystallizes  in  thin  readily  soluble  plates. 

By  tlie  action  of  tin  and  hydrochloric  acid  on  nitrodi- 
j)lienyl,  Hlibner  and  Liiddens  obtained  chloro-2-am,idodipheiiyl , 
( reaction  being  represented  by  the  following 

CMiuation  : 


-f-  5HC1  4 


2Sn  = Cj2H,C1.NH, 


4 2S11CI,  -P  2H.,0. 


• Steiihousi*,  Aniialrn,  156,  332  ; Grael)C,  Annalen,  174,  185. 
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It  c-rystallizes  from  alcohol  in  long  needles,  which  melt  at 
48°.  1 

^f-Amidodiphcmjl  In  the  higher-boiling  by-products,  formed 
in  the  manufacture  of  aniline,  Hofmann  found  a compound, 
C^oHj^N,  which  he  termed  xenylaminc.-  Kekule  suggested  that 
it  was  an  amidodiphenyl,  a supposition  which  was  proved  correct 
later  on  by  Schulz,^  and  by  Hilbner  and  Osten,'^  who  obtained 
it  by  the  reduction  of  4-nitrodiphenyl  with  tin  and  hydrochloric 
acid. 

4-Amidodiphenyl  forms  pleasant-smelling  plates,  which  melt 
at  49°,  are  readily  soluble  in  alcohol  and  hot  water,  and  volatile 
with  steam. 

‘^-Amidodiphenyl  hydrochloride,  forms  small 

lustrous  plates,  readily  soluble  in  liot,  but  sparingly  in  cold 
water,  and  scarcely  soluble  in  concentrated  hydrochloric  acid. 

■^-Amidodiphenyl  sulpihate,  (Cj2Hg.NH3)2S04,  crystallizes  from 
hot  water  in  lustrous  plates,  which  are  only  sparingly  soluble  in 
cold  water. 

^-Amidodiphenyl  (0^2^9*^^3)20204, forms  long  needles, 

also  sparingly  soluble  in  cold  water.  The  platinochloride, 
(0i2H9NH3)2Pt01(.-P  2H2O,  crystallizes  in  yellow  plates,  and  the 
nitrate  in  tablets  which  are  readily  soluble  in  cold  water. 

The  following  substances  are  all  derivatives  of  tlie 
4-compound  : 

Dicthylamidodiphenyl,  Oj2H9N(02H5)2,  crystallizes  in  long 
needles,  melts  below  100°,  and  is  insoluble  in  w^ater,  but  fairly 
soluble  in  alcohol  (Hofmann). 

Acetamidodiphenyl,  O42HgNH.OO.OH3,  is  formed  by  boiling 
the  base  with  glacial  acetic  acid,  and  crystallizes  from  alcohol 
in  needles  melting  at  167°  (Htibner  and  Osten). 

Benzamidodiphenyl,  O^gHgNH.OO.OgHg,  crystallizes  in  plates, 
melting  at  226°,  which  are  very  sparingly  soluble  in  alcohol. 

Ethyl  diphenylcarlamate,  O42H9NH.OO.OO2H3.  Zimmermar.n 
jSrepared  this  compound  by  the  action  of  ethyl  chloroformate  on 
an  ethereal  solution  of  the  base.  It  crystallizes  from  ether  in 
microscopic  needles,  which  melt  at  110°,  and  on  treatino-  Avith 
phosphorus  pentoxide  yield  diphenyl  earhimidc,  Oj<,Hg.NOO. 
This  distils  over  as  a colourless  pungent-smelling  liquid,  which 
soon  solidifies  to  a crystalline  mass. 

Eiphcmylthioearhiniid.e,  or  Diphenyl  mustard-oil,  C^oH  .NCS,  is 

^ Annalcn,  209,  349.  2 zcitsch.  Chem.  1866,  1. 

^ Annalcn,  174,  212.  Annalcn,  209,  342.’ 
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formed  by  heating  the  base  with  carbon  disulphide  and  alcohol, 
and  distilling  the  di-dii')]icnylt]iiocarhamide,QS{^^Qi-^^^2>  thus 
obtained  with  phosphorus  pentoxide.  It  crystallizes  from  ether 
in  long  needles,  which  melt  at  58°,  and  have  a pungent  odour 
resemblino-  that  of  the  other  mustard-oilsd  The  above  di- 

o 

diphenylthiocarbamide  crystallizes  in  plates  melting  at  228°. 

^-NitroA' -amidodi^ihenyl,  CQH4(N0.2).CgH^(NH.2),  was  obtained 
by  Fittig  by  mixing  4 : 4'-dinitrodiphenyl  with  alcphol  and 
ammonium  sulphide,  and  passing  in  sulphuretted  hydrogen  till 
all  had  dissolved.-  It  crystallizes  from  alcohol  in  small  bright- 
red  needles,  which  melt  at  198°,  are  oxidized  by  chromium 
trioxide  to  ^>nitrobenzoic  acid,  and  may  be  converted  by  the 
diazo-reaction  into  4-nitro-4'-bromodiphenyl.^ 

4-Nitro-4'-amidodiphenyl  is  an  extremely  weak  base,  which 
dissolves  in  boiling  hydrochloric  acid,  but  separates  out  un- 
changed on  evaporation ; the  idatinochloTide  is  a floccular  pre- 
cipitate, which  quickly  decomposes.  Its  acetyl  compound, 
CgH4(N0.2)CgH^(NH.C0.CH3),  forms  yellow  needles,  melting  at 
264°.^ 

2-Nitro-^' -amidodiphenyl  is  readily  obtained  when  2 :4'-dinitro- 
diphenyl  is  gently  warmed  with  a mixture  of  5 parts  of  ammo- 
nium sulphide  and  an  ec[ual  quantity  of  alcohol  till  solution 
takes  place,  and  crystallizes  from  alcohol  in  short  reddish-brown 
monosymmetric  prisms,  which  melt  at  9/ — 98,  and  may  be 
converted  by  the  diazo-reaction  into  2-nitro-4'-bromodiphenyl. 
It  is  a fairly  strong  base,  and  forms  a hydrochloride  crystallizing 
in  long  white  needles.^ 

-AiiiiclodiylicnyUiUyhAiuic  c(rw/,Cj2ll8(NH2)S03lI,  is  formed 
by  heating  amidodiphenyl  witli  sulphuric  acid  at  130  , and  is 
precipitated  on  addition  of  water.  Its  sodium  salt,  022118(^^2) 
S03Na-+-2H20,  crystallizes  from  hot  water  in  needles  resembling 
those  of  salt])etre.‘' 

1 Ziinmermanii,  Ikr.  13,  1963.  ^ Annalen,  124,  277. 

3 Schultz,  Annalen,  174,  222.  ■*  Schultz,  Annalen,  207,  347. 

Schultz,  Aniuclen,  174,  22.5  ; Schultz,  Schmidt,  and  Strassev,  AnncUen,  207 

3.50. 

Carnelley  and  Schleseliuanii,  Jourv.  Chem.  Soc.  1886,  !•  380. 
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4-4'-Diamidodiphenyl,  C\2H8(NH2)«. 

2723  By  the  action  of  sulphuretted  hydrogen  on  a solution  of 
azobenzene  in  alcoholic  ammonia,  Zinin  in  1845  obtained  a 
colourless  crystalline  compound,  which  became  yellow  on  keeping. 
For  purification  he  converted  it  into  the  sulphate,  from  which, 
by  the  action  of  ammonia,  he  separated  the  new  base,  and 
termed  the  latter  henzidine}  He  found  that  it  does  not,  after 
purification,  become  yellow  in  the  air,  and  that  the  sulphate  may 
also  be  directly  prepared  by  piassing  sulphur  dioxide  into  an  alco- 
holic solution  of  azobenzene.^  He  regarded  benzidine  as  a direct 
reduction-product  of  azobenzene,  but  Hofmann  afterwards  found 
that  the  latter  on  reduction  first  forms  hydrazobenzene  (Par  t.  III., 
p.  356),  which  is  then  converted  by  the  action  of  mineral  acids 
into  its  isomeride  benzidine.  The  constitution  of  this  was  shown 
by  Fittig,  who  obtained  it  by  the  reduction  of  4 : 4'-dinitrodi- 
phenyl.^ 

Some  time  later,  Griess  also  showed  that  it  is  a derivative  of 
diphenyl,  for  by  the  diazo-reaction  it  may  be  converted  into 
this  hydrocarbon.'^ 

Its  formation  from  azobenzene  and  sulphurous  acid  may  be 
now  readily  understood,  inasmuch  as  sulphuric  acid  is  also 
formed,  and  converts  the  hydrazobenzene  first  formed  into 
benzidine.  The  final  result  is  represented  by  the  following- 
equation  : 

N.C,H,  C,H,.NH2 

!1  -f  so,  -h  2H,0  = I -h  S0,(0H)2. 

N.CgH,  “ “ C6H4.NH2 

Benzidine  is  also  formed  when  azobenzene  is  heated  with 
fuming  hydrochloric  acid  at  115°,  the  chlorine  set  free  causing 
the  formation  of  a blue  resinous  by-product,®  and  may  further 
be  obtained  by  boiling  azobenzene  A\dth  hydrobromic  or  hydriodic 
acid.^  Organic  acids  also  bring  about  this  change. 

In  order  to  prepare  it,  4 : 4'-dinitrodiphenyl  is  warmed  witli 
tin  and  hydrochloric  acid,  or  hydrazobenzene  may  be  warmed 
with  hydrochloric  acid,  in  which  case  2 ; 4'-diamidodiphenyl,  or 


1 J.  Pr.  Chem.  36,  93. 

® Annalen,  124,  275. 

^ Zinin,  Annalen,  137,  376. 


- Annalen,  85,  328. 

^ J.  Pr.  Chem.  101,  91. 

**  ^^'erigo,  Annalen,  165,  202. 
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diphonyliiiG,  is  ulso  obtciiiiGd.  It  is,  liowevGr,  iinnecGssary  to 
prepare  pure  liydrazobenzene  5 7 0 grams  of  azobenzene  may  be 
dissolved  in  hot  alcohol,  and  a solution  of  55  grams  of  tin 
in  concentrated  hydrochloric  acid  gradually  ^added,  the  flask 
being  connected  with  a reflux  condenser.  A vigorous  reaction 
takes  place,  and  aniline  is  formed  in  addition  to  the  two 
diamidodiphenyls,  but  the  metliod  has  the  advantage  that  the 
azobenzene  is  completely  decomposed,  and  that  the  leaction 
may  be  quickly  carried  out.  When  the  reaction  is  over,  the 
alcohol  is  distilled  off,  the  residue  mixed  with  sulphuric  acid, 
and  the  separated  benzidine  sulphate  filtered  ofl',  carefully 
Avashed  with  hydrochloric  acid  to  remove  all  tin,  recrystallized 
and  decomposed  with  ammonia.  The  filtrate  is  evaporated, 
decomposed  with  potash,  extracted  with  ether,  which  takes  up 
the  bases,  and  the  latter  separated  by  fractional  distillation. 
Thirteen  oi*ams  of  diphenyline  and  a similar  amount  of  aniline 
are  obtained,  whilst  the  quantity  of  benzidine  is  30  grams.^ 

(On  the  large  scale  nitrobenzene  is  heated  with  caustic  soda, 
and  the  calculated  quantity  of  zinc  dust,  the  liydrazobenzene 
formed  washed  with  cold  dilute  hydrochloric  acid,  then  added  to 
the  hot  acid,  from  which  solution  benzidine  sulphate  separates 
on  addition  of  sulphuric  acid.^ 

Benzidine  dissolves  in  2500  parts  of  cold  and  in  105  parts 
of  boiling  water and  crystallizes  out  in  large  lustrous  plates, 

which  melt  at  122  ...  . o v 

It  boils  with  partial  decomposition  far  above  360  , dis- 
solves easily  in  alcohol,  and  still  more  readily  in  commercial 
ether,  but  requires  45  parts  of  the  latter  when  free  from 
alcohol  and  water.  The  solutions  have  an  alkaline,  and  cit 
the  same  time  sharp  pepper-like  taste.  On  heating  with 
manganese  dmxide  it  yields  benzoquinone  in  large  quantity. 
Both  benzidine  and  its  salts,  as  Zinin  found,  are  decomposed  by 
chlorine  in  aqueous  or  alcoholic  solution  ; a transient  indigo- 
blue  colour  is  frequently  first  seen,  and  then  a crystallim' 
cinnabar-red  precipitate  separates  out.  This  characteristu' 
reaction  was  more  closely  examined  by  Claus  and  Bisler,  Wiio 
found  that  a cold  saturated  solution  of  benzidine  hydrochloride  is 
coloured  a beautiful  blue  by  a little  chlorine  water,  the  colouration 

1 SrlimifU  find  Schultz,  Annalcn,  207,  324. 

- Fri-.dliindcr,  Thecrfarbcnfahr.  4.'>0. 

3 Scliitr  and  Yanni,  Annalcn,  258,  363. 

4 Wald,  J’>cr.  10,  137. 


BENZIDINE  SULPHATE 


401 


disappearing  after  a time,  especially  on  sliaking,  but  reappearing 
on  further  addition  of  chlorine  water.  If  the  addition  be  con- 
tinued the  solution  assumes  a green  colour,  and  a red  floccular 
precipitate  is  formed,  which  is  very  unstable.  Bromine  water 
gives  tlie  same  colour  reactions,  and  on  bringing  bromine  vapour 
in  contact  with  a solution  of  the  base  in  ether  or  chloroform,  a 
dark  blue  precipitate  is  at  once  obtained ; the  latter  dissolves  in 
water,  forming  a beautiful  blue  solution,  which  quickly  becomes 
orange-yellow.  If  weak  bromine  water  be  poured  on  to  a 
solution  of  benzidine  in  carbon  disulphide,  the  base  absorbs  the 
bromine  with  a blue  colouration,  which  changes  to  dark-gi-een 
on  addition  of  more  bromine  water,  after  which  the  aqueous 
solution  becomes  discoloured,  and  the  carbon  bisulphide  solution 
assumes  a dark  red  colour.  If  an  excess  of  bromine  be  allowed 
to  act  on  a solution  of  the  base  in  a large  excess  of  hydro- 
chloric acid,  a precipitate  of  tetrabromobenzidine  is  obtained.^ 
On  addition  of  potassium  dichromate  to  a solution  of  the  base,  a 
deep  blue  precipitate  of  the  chromate  described  below  is  obtained, 
even  in  very  dilute  solution.  Potassium  ferricyanide  also  yields 
a precipitate  of  the  same  colour.^ 

Benzidine  and  some  of  its  homologues  are  largely  used  in  the 
manufacture  of  azo-colours. 

Benzidine  hydrochloride,  crystallizes  in  thin 

rhombic  plates  or  tablets,  which  are  readily  soluble  in  water, 
and  still  more  easily  in  alcohol,  but  almost  insoluble  in  ether. 
An  excess  of  water  converts  it  into  the  basic  salt  C^2Hg(NH2) 
NH3CI,  crystallizing  from  water,  in  which  it  is  sparingly  soluble, 
in  long  needles  (Schmidt  and  Schultz).  The  lolatinoehloridc, 
Cj2H3(NH3)2PtCl(j,  is  a yellow  lustrous  crystalline  precipitate, 
which  is  scarcely  soluble  in  alcohol,  sparingly  in  water,  and 
<lecomposes  on  boiling  with  the  latter. 

Benzidine  sulidiate,  C\2Hg(NH3)2S04,  crystallizes  in  small 
lustrous  scales,  and  is  a very  characteristic  salt,  as  it  is  practi- 
cally insoluble  in  alcohol  and  boiling  water.  On  warming  with 
a little  water  and  sulphuric  acid  it  forms  a clear  solution,  and 
solidifies  on  cooling  to  a radiating  crystalline  mass,  which  is 
probably  an  acid  sulphate,  and  on  addition  of  large  quantities 
of  water  yields  the  finely  divided  normal  salt  (Zinin). 

The  nitrate  crystallizes  from  warm  water  in  rectangular 
plates. 

Benzidine  chromate,  Ci2pl8(NH3)2Cr04,  is  obtained  as  a volumi- 
^ Ber.  14,  82.  Barzilowsky,  Beilsicm’s  Ilanclh.  3,  1036. 
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nous  deep  blue  precipitate  of  matted  needles  by  adding  potassium 
dichromate  to  a hot  saturated  solution  of  benzidine.  It  is 
insoluble  in  the  ordinary  solvents,  and  on  boiling  with  dilute 
ammonia  decomposes  with  separation  of  benzidine.  The  forma- 
tion of  this  salt  is  a most  delicate  reaction  for  benzidine,  as  a 
solution  only  containing  O'Ol  per  cent,  gives  with  a concentrated 
potassium  dichroniate  solution  so  large  a precipitate  that  the 
liquid  becomes  opaque  ; even  with  a solution  of  0'022  grams 
in  a litre  of  water  it  may  be  still  recognized  if  the  liquid  be 
previously  warmed.^ 

Benzidine  oo:alate,  Cj2Hg(NH3)2C204,  is  fairly  soluble  in  water 
and  alcohol,  and  crystallizes  in  spherical  or  stellate  aggregates  of 
needles. 

The  acetate  and  tartrate  are  readily  soluble  in  water,  and 
crystallize  in  plates  or  flat  needles. 

2724  Tetramethylhenzidine  was  first  prepared  by  Michler  and 
Salathe  by  heating  dimethylaniline  with  concentrated  sulphuric 
acid.^  It  is  also  formed  when  a solution  of  dimethylaniline  in 
concentrated  sulphuric  acid  is  heated  on  the  water-bath  with 
lead  dioxide  : 


2C«H,.N(CH3)2  + 0 


C,H4N(CH3)2 

I + H2O. 

C,H4N(CH3)2 


It  may  further  be  obtained  by  heating  I mol.  benzidine  with 
methyl  alcohol  and  5 mols.  methyl  iodide  for  several  hours  at 
120°.  The  product  thus  obtained  is  lenzidincpentamethylam- 
monium  iodide,  Ci2H8N2(CH3)5l,  which  crystallizes  in  needles, 
and  on  heating  by  itself  or  with  soda-lime  decomposes  into 
methyl  iodide  and  tetramethylbenzidine.^  Another  method  of 
preparation  i^  to  heat  dimethylaniline  with  aluminium  chloride 
in  the  air.‘‘  It  crystallizes  from  alcohol  in  beautiful  needles, 
melts  at  195°,  boils  above  360°,  and  gives  with  oxidizing  agents, 
such  as  ferric  chloride,  a green  colouration. 

Tetramethylhenzidine  hydrochloQ'idc,  C42HgN2(CH3)4,2IICl,  crys- 
tallizes in  slender  needles,  and  is  sparingly  soluble  in  Avater. 

Liethylhenzidine,  C42H8(NH.C2H5)2,  is  readily  obtained  by 
heating  benzidine  with  alcohol  and  ethyl  iodide,  and  crystallizes 
in  plates  resembling  those  of  benzidine,  Avhich  melt  at  65°,^  and 

^ Julius,  Mo'iialsh.  5,  193.  ' Ber.  12,  1171. 

3 Michler  and  Pattinson,  Ber.  14,  2161  ; 17,  H9. 

* Giraud,  Bull.  Soc.  Ghivi.  [3],  1,  692. 

5 P.  \V.  Hofmann,  Annalcn,  115,  362. 
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are  coloured  a beautiful  indigo-blue  by  bromine  waterd  Tlie 
further  action  ot  ethyl  iodide  converts  it  into  t6tvct-€,thylbciizidiiic , 
Ci.,H3N2(C2H5)^,  which  is  also  obtained  by  heating  diethylaniline 
with  sulphuric  acid  and  lead  dioxide.  It  likewise  crystallizes  in 
a similar  fonn  to  benzidine,  melts  at  85°,  gives  a green  colour- 
ation with  bromine  water  and  ferric  chloride,  and  only  combines- 
with  ethyl  iodide  with  difficulty.  Methyl  iodide  at  100°,  on  the 
other  hand,  readily  converts  it  into  tetra-ethylhenzidinedwiethyl- 
ammonium  iodide,  Ci.2H3N2(C2H5)4(CH3l)2,  which  crystallizes 
from  hot  water  in  long  needles,  and  is  converted  by  moist  silver 
oxide  into  the  strongly  alkaline  tetra-ethylhenzidinedimethyl- 
ammonium  hydroxide.  The  latter  is  readily  soluble  in  water,  and 
yields  well-crystallized  salts. 

Liethidenebenzidine,  Ci2Hg(N:CH.CH3)2,  is  prepared  by  the 
action  of  acetaldehyde  on  benzidine,  and  forms  a very  sparingly 
soluble  crystalline  meal. 

Dibcnzidenebenzidine,  Ci2Hg(N:CH.CgH5)2,  is  obtained  in  a 
similar  manner  from  benzaldehyde,^  and  is  also  formed  by  heat- 
ing' the  latter  with  azobenzene  and  zinc  chloride  at  100 — 140°.^ 
It  crystallizes  from  benzene  in  large  silvery  plates,  and  melts  at 
231—232°. 

Schiff  and  Vanni  have  prepared  a series  of  analogous  com- 
pounds from  other  aldehydes. 

Diformylhcnzidine,  C22Hg(NH.COH)2,  is  prej)ared  by  heating 
hydrazobenzene  or  benzidine  with  formic  acid,  and  is  insoluble 
in  most  solvents,  but  separates  from  nitrobenzene  as  a crystalline 
powder.'^ 

Monacetylhenzidine,  Cj2Hg(NH2)NH,CO.CH3,  is  formed  to- 
gether with  the  diacetyl  compound  by  boiling  benzidine  with 
glacial  acetic  acid,  and  crystallizes  from  dilute  alcohol  in  long 
stellate  groups  of  needles,  which  are  sparingly  soluble  in  water, 
readily  in  alcohol,  melt  at  199°,  and  give  sparingly  soluble 
gelatinous  precipitates  with  aqueous  acids.  It  readily  dissolves 
in  concentrated  sulphuric  acid,  and  on  addition  of  water  the 
sulphate  separates  out. 

Diacctylhenzidinc,  forms  needles  which 

melt  at  317°,  are  insoluble  in  water,  sparingly  soluble  in  alcohol, 
and  somewhat  more  readily  in  acetic  acid.  It  does  not  combine 
with  acids,  and  sublimes  Avith  partial  decomposition  on  heating.*^' 

1 Schiff  and  Vanni,  Annalen,  258,  367.  2 ggO^ 

^ Barzilowsky,  Beilstcin's  Handh.  3,  1040.  Stern,  Bcr.  17  379. 

® Strakoscli,  Ber.  5,  236  ; Schmidt  and  Schultz,  Annalen,  20  7 332.  ^ 
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Dihenzoylhenzidinc,  C;^oHj^(NH.CO.C(;H5)2,  is  formed  not  only 
by  heating  benzidine  with  benzoyl  chloride  at  100  , but  also 
by  warming  the  latter  with  hydrazobenzene.  It  is  insoluble  in 
alcohol,  ether,  chloroform,  acids,  alkalis,  aniline,  &c.,  but  crys- 
tallizes from  boiling  nitrobenzene  in  beautiful  needles.  These 
unite  together,  forming  nacreous  plates,  which  melt  at  a very 
high  temperature,  and  sublime  without  decomposition  (Stern). 

Oxalylhenzidine , Cj2Hg(N2H2)C20.2,  is  obtained  on  heating 
benzidine  oxalate  at  200 — 210°  as  a white  powder,  insoluble  in 
water,  alcohol,  acids,  and  alkalis,  which  is  resolved  by  boiling 
caustic  potash  into  benzidine  and  oxalic  acid.^ 

Diphthcdylhenzidine,  Ci2H8[N(CO)2C6Hj2,  is  formed  by  heating 
benzidine  or  hydrazobenzene  with  phthalic  anhydride  : 


C,2Hg(  " 4-  20<  )CoH,  = 


-CO^ 


2H.,0  + C,„H/  po 


It  crystallizes  from  boiling  nitrobenzene  in  deep  yellow  spear- 
shaped  silky  needles,  which  melt  above  360°,  and  may  be 
sublimed  in  a current  of  carbon  dioxide  almost  without  decom- 
position. On  heating  with  concentrated  sulphuric  acid,  it  is 
■converted  into  phthalic  acid  and  benzidine  sulphate.” 

Phthalyldiethylhcnzidinc , Oj2HgN2(C2H5)2(CO)2C(5H^,  is  pre- 
pared by  heating  diethylbenzidine  with  phthalic  anhydride  at 

150 160°,  and  forms  small  yellowish  crystals  which  melt  at 

250°  with  decomposition  (Schiff  and  Vanni). 

Cyanohenzidme,  is  formed  in  a similar  manner  to 

•cyananiline  (Part.  III.,  p.  240),  when  an  alcoholic  solution  of 
benzidine  is  saturated  with  cyanogen  gas  : 


C,H,.NH2 

C,H,.NH2 


C.H^.NH.CrNH 

[ I 

C.H^.NH.O : NH 


On  standing,  cyanobenzidine  separates  as  a red  powder,  which 
is  resolved  on  heating  with  acids  into  benzidine  and  oxalic 

acid.^ 


^ Borodin,  JcdiTCsh,  I860,  S.OG.  ^ Baiidrowski,  Lev.  17,  1181. 
3 Witteiistein,  Bcr.  3,  723. 
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Dvphenylencdicarhimide,  Ci5,H3(N.CO)2,  is  obtained  wlien  car- 
bonyl chloride  is  passed  into  benzidine  hydrochloride  heated 
to  250°,  and  crystallizes  in  long  beautiful  needles,  which  melt 
at  122°,  and  may  be  readily  sublimed.  Its  vapour  has  an  odour 
resembling  that  of  phenylcarbimide.^ 

Benzidmediurethane,  is  prepared  by 

acting  on  benzidine  in  ethereal  solution  with  ethyl  chloroformate, 
and  forms  flat  needles,  melting  at  230  . At  the  same  time 
amidodiphenyl  ethylcarhamate,  or  benzidme  semiurethane  ^ is 
formed,  and  crystallizes  from  ether  in  small  needles,  melting 
at  90—91°  (Schiff  and  Vanni). 

Benzidinediidienyldicarhamidc, 

formed  when  1 mol,  benzidine  is  mixed  with  2 mols.  phenyl- 
isocyanate  in  ethereal  solution.  It  is  thus  obtained  as  a white 
precipitate,  which  dissolves  in  boiling  aniline,  and  separates 
out  on  cooling  in  concentric  aggregates  of  acute  needles, 
melting  above  300°.'^ 

O 


Substitution-Products  of  Benzidine. 

2725  2 : -Dichlorohenzidine , CgH3Cl(NH2)CeH3Cl(NH2),  was 

obtained  by  Laubenheimer  by  warming  m-dichlorhydrazo- 
benzene  (Part  III.,  p.  357)  with  hydrochloric  acid.^  Schultz 
also  prepared  it  by  the  action  of  hydrochloric  acid  and  stannous 
chloride  on  ??i-dichlorazobenzene.^  It  crystallizes  from  alcohol 
in  small  flat  lustrous  prisms  melting  at  163°. 

2)-Dichlorohenzidine  was  obtained  in  a similar  manner  from 
j;-dichlorazobenzene ; it  crystallizes  from  alcohol  in  lustrous 
plates,  melting  at  60°,  and  is  coloured  blood-red  by  ferric 
chloride. 

2 ; 2' -Dihromobcnzidine,  CgH3Br(NH2).GeH3Br(NH2),  was  pre- 
pared by  Gabriel  from  ?«-dibromohydrazobenzene  ; it  forms  small 
lustrous  rhombic  crystals,  melting  at  151‘5 — 152°.^ 

p-l)ihromoheiizidAne  was  obtained  from  j;-dibromazobenzene, 
and  crystallizes  in  small  reddish  scales  melting  at  108°. 

The  position  of  the  halogen  atoms  in  the  so-called  para- 
compounds  is  unknown,  but  cannot  naturally  be  in  the 
para-position  to  the  amido-group. 

TetTabromohenzidi'm,G^.^^'i:J^^^.^.i,  separates  out  on  addition 

2 Kiilui,  Ber.  18,  1478. 
5 Bcr.  9,  1405. 


^ Snape,  Journ.  Cham.  Soc.  1886,  I-  245. 
3 Bcr.  8,  1621.  •*  Ber.  17,  463. 
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of  bromine  to  a solution  of  benzidine  in  an  excess  of  hydrobromic 
acid.  On  heating  it  sublimes  in  small  lustrous  needles,  melting 
at  284—286°.! 

2-Nitrobmzidine,  Ci.,H7(N0.2)(NH2)2,  is  prepared  by  dissolving 
28’2  grams  of  pure  benzidine  sulphate  in  300  grams  of  distilled 
sulphuric  acid,  stirring  well,  and  warming,  if  necessary  for 
complete  solution,  to  50 — 60°,  cooling  subsequently  to  10 — 20°, 
but  not  lower,  as  otherwise  benzidine  sulphate  separates  out. 
lO'l  grams  of  potassium  nitrate  are  then  added,  and  the  mixture 
well  stirred  for  some  hours,  and  poured  into  three  times  its 
volume  of  water ; nitrobenzidine  sulphate  separates  out,  and 
is  purified  by  recrystallization  from  hot  water  with  addition 
of  animal  charcoal.  On  addition  of  ammonia  to  its  hot  aqueous 
solution,  nitrobenzidine  separates  as  an  oil,  which  quickly 
solidifies  to  a red  crystalline  mass.  If  a very  dilute  solution  of 
the  sulphate  be  employed,  the  base  separates  on  slow  cooling, 
in  long  red  needles  resembling  those  of  chromium  trioxide, 
which  melt  at  143°. 

Nitrobenzidine  sulphate,  2Ci2H7(N02)(NH3)2S0^  + H2O, 
forms  small  yellowish  crystals,  which  dissolve  in  hot  water 
much  more  readily  than  benzidine  sulpliate,  but  are  much  more 
sparingly  soluble  in  cold  water  than  2 : 2'-dinitrobenzidine  sul- 
phate ; 2-nitrobenzidine  can  therefore  be  readily  separated  from  a 
mixture  of  the  other  two  bases. 

2 : -Dinitrobenzidine,  Ci2H(.(N02)2(NH2)2,  is  prepared  in  a 

similar  manner  to  the  foregoing  compound,  using  double  the 
C[uantity  of  potassium  nitrate,  and  crystallizes  from  alcohol  in 
yellow  plates  melting  at  21 4°.^ 

3 : -Binitrobenzidine  is  formed  when  diacetylbenzidine  ^ or 

diphthalylbenzidine is  treated  with  fuming  nitric  acid,  and 
separates  from  the  product  on  addition  of  caustic  potash  or  sul- 
phuric acid.  It  crystallizes  from  alcohol  in  deep  red  hemispherical 
aggregates  of  very  thin  needles,  which  melt  at  218 — 222°,  and 
explode  on  further  heating  with  a flasli.  It  is  converted  by 
nitrous  acid  and  alcohol  into  3 : 3''-dinitrodiphenyl. 

An  isomeric  compound  is  also  formed  in  the  reaction,  which 
is  readily  soluble  in  alcohol,  and  crystallizes  in  short  saffron- 
yellow  needles  melting  at  196 — 107°. 

Dinitrotetramethylhenzidine,  Cj2H(.(NC)2)2N2(CH3)4,  is  formed 

* Claus  and  Risler,  Bcr.  14,  82.  “ Tiiuber,  Ber.  23,  794. 

^ Strakosch,  Ber.  5,  236  ; Bninner  ami  Witt,  Ber.  20,  1023. 

Bandrowski,  Monatsh.  8,  471. 
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by  the  action  of  sodium  nitrite  on  a liydrocliloric  acid  solution 
of  tetrainethylbenzidine,  and  crystallizes  from  alcohol  in  beauti- 
ful yellowish-red  needles,  which  melt  at  188  . ^ 

Tetmnitrotetramethylhenzidine,  Ci.2H4(N02)4N2(CH3)4,  is  ob- 
tained by  treating  tetramethylbenzidine  or  dimethylanilme  with 
dilute  nitric  acid,  and  crystallizes  from  phenol  in  beautitul 
sparkling  golden-brown  needles,  which  decompose  on  heating. 

HexnitrodimctMjlhenzidinc,  Ci2H2(N02)6(NH.CH3)2,  is  formed 
when  the  previous  compound  or  dimethylaniline  is  boiled  with 
fuming  nitric  acid,  and  separates  on  addition  of  water  in 
transparent  yellow  lamiiife,  which  explode  on  heating.  On 
boiling  with  a little  phenol,  nitric  oxide  is  evolved,  and  ictra- 
nitrodiriieiJiylbenzidine,  0^2114(^02)4(1^11.0113)2,  is  foimed.  The 
latter  crystallizes  in  slender  scarlet  needles,  hardly  to  be  dis- 
tinguished from  those  of  mercuric  iodide.  It  decomposes  on 
heating,  and  is  reconverted  by  nitric  acid  into  the  hexnitio- 

compound.^ 

2726  Benzidinesulphonic  acid,  042H7(NH2)2^^1ill’  piejDaied 
by  heating  benzidine  sulphate  with  6 parts  of  sulphuric  acid  at 
170°  for  two  hours,  or  better  by  heating  acid  benzidine  sulphate 
at  170°  for  24  hours  : 

03H,.NH3.S04H  0,H3(NH2).S03H  ^ ^ ^ 

C3H,.NH3.S0,H  OoH,.NH3.S04H 

The  3 : 3'-disulphonic  acid  is  formed  at  the  same  time,  and  in 
larger  quantity  if  the  temperature  rises  above  1/0  : 

' 0,H,(NH2)S03H  0eH,(NH2).S03H 

I =1  "t"  H20- 

0(.H4NH3.S0,H  0(.H,(NH2).S03H 

The  black  mass  is  extracted  with  caustic  soda  solution,  and 
the  extract  acidified  with  acetic  acid  ; the  monosulphonic  acid 
then  separates  as  a crystalline  tasteless  powder,  which  is  sparingly 
soluble  in  boiling  water,  almost  insoluble  in  alcohol  and  ether. 
If  it  be  dissolved  in  hot  hydrochloric  acid,  the  hydrochloride, 
C42H7(NH3C1)(NH2)S03H,  separates  on  cooling  in  nodules, 
which  completely  lose  their  hydrochloric  acid  on  boiling  with 
water. 


^ Michler  and  Pattinson,  Ber.  14,  2161  ; 17,  115. 

2 Mertens,  Bcr.  19,  2123  ; Ronibnrgh,  Bcr.  20,  469  R.  ; Beilstcin's  Handh. 
3,  1038. 
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Barmin  henzidinesulphonate,  (Ci2H^jN2S03)2Ba  + 5H2O,  crys- 
tallizes from  hot  water  in  small  needles  or  platesd 

Benzidine-^  : ^ -disnlidlionic  oxid,  or  4 : -Diamidoddplienyl- 

2 : -disulplionic  acid,  C]^2H(3(NH2)2(S03H)2  4-  3H2O,  was  first 

obtained  by  the  reduction  of  '?«-nitrobenzenedisulphonic  acid,  and 
was  therefore  regarded  as  7«-hydrazobenzenedisiilphonic  acid.^ 
Schultz  ^ first  suggested  that  it  was  really  a benzidine  derivative, 
which  was  then  experimentally  confirmed  by  Limprichtd  In 
order  to  prepare  it,  7«-nitrobenzenedisulphonic  acid  is  warmed 
with  zinc  dust  and  caustic  soda  until  the  solution  is  colourless, 
after  which  it  is  filtered  and  treated  with  an  excess  of  hydro- 
chloric acid.  It  may  also  be  readily  obtained  by  the  action 
of  stannous  chloride  and  hydrochloric  acid  on  ??^-azobenzene- 
sulphonic  acid.  It  crystallizes  in  beautiful  monosymmetric 
j^risms,  which  are  scarcely  soluble  in  alcohol  and  ether,  very 
sparingly  in  cold,  somewhat  more  readily  in  hot  water,  and  lose 
their  water  of  crystallization  at  170°. 

It  is  distinguished  from  the  isomeric  acid  next  described  by 
the  fact  that  it  forms  azo-colouring  matters  which  are  not  fixed 
by  unmordanted  cotton.^  Its  constitution,  which  follows  from 
its  method  of  preparation,  is  represented  by  the  formula  : 

SO3H  SO3H 

—I  I- 

h,n/  \ / \nh,. 

Barium  2 : -henzidinedimlphonate,  Cj2Hg(N  112)2(803) 26a  -|- 

4H2O,  forms  beautiful  prisms,  which  are  sparingly  soluble  in 
water,  arid  lose  water  in  the  air. 

Jknzidine-'^  : -dimlplionic  acid,  or  4 : 4}'-I)iamidodi2)hcnyl- 

8 : -disulphonic  acid.,  was  prepared  by  Griess  by  heating 

benzidine  with  twice  its  weight  of  fuming  sul])huric  acid  at 
170°;®  it  is,  however,  preferable  to  employ  benzidine  sulphate 
and  ordinary  sulphuric  acid,  heating  them  together  at  210°  for 
36 — 48  hours.  Small  (piantities  of  the  monosulphonic  acid  still 

^ Griess  and  Duisberg,  Bar.  22,  2459  ; Ber.  21,  873  c.  ; Friedlander’s 
Theerfarbevfahr.  500. 

^ Mahreiiholtz  and  Gilbert,  Annalen,  202,  331  ; Brunneniann,  Annalen, 
202,  340  ; Balentine,  Annalen,  202,  351  ; .Jordan,  Annalen,  202,  360; 
Neumann,  Ber.  21,  3419. 

Annalen,  207,  314.  Ber.  23,  1052. 

® Actiengesell.  Anilinl'al)r.  Her.  21,  323  c.  Ber.  14,  300. 
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present  may  be  separated  by  solution  in  caustic  soda  and  })ie 
cipitation  with  acetic  acid  (Griess  and  Duisberg). 

It  crystallizes  usually  in  small  four-sided  plates,  which  are 
almost  tasteless,  and  very  sparingly  soluble  in  boiling  water. 
Its  very  dilute  solution  b coloured  green  by  bromine  water. 
It  is  employed  in  the  preparation  of  azo-colours,  which  dye 

cotton  directly. 

Barium  henzidine-Z  : -disulidionate,  C\.2H(3(NH.2)2(fe03)2Ba  -|- 

.5H2O,  is  fairly  soluble  in  boiling  water,  and  separates  on  slowly 
cooling  in  lustrous  white,  thin,  four-  or  six-sided  plates,  which 
become  anhydrous  at  150°.  On  boiling  the  anhydrous  salt  with 
a quantity  of  water  insufficient  for  complete  solution,  it  forms 
short  thick  needles  containing  2 mols.  of  water. 

The  silver  salt  is  a white  crystalline  precipitate. 

The  constitution  of  this  benzidinedisulphonic  acid  is  in  all 
probability  represented  by  the  following  formula : 

SO.,H  SO3H 

l_  _1 

H2N<^  yNH2. 

Bcnzidinetris'id])}ioniG  acid,  C^2H5(^^2)2(^^3^)3  2H2O,  is 

formed,  together  with  the  tetrasulphonic  acid,  when  benzidine 
sulphate  is  heated  with  a large  quantity  of  sulphuric  acid  at 
180—190°.  On  pouring  the  liquid  into  five  times  its  volume  of 
water,  the  disulphonic  acid  present  separates  out.  To  separate 
the  tri-  and  tetrasulphonic  acids,  the  filtrate  is  neutralized  with 
barium  carbonate,  and  the  barium  salts  treated  with  hot  water, 
in  which  the  tetrasiilphonate  is  less  soluble. 

Benzidinetrisiilphonic  acid  separates  from  hot  fairly  concen- 
trated solutions  in  thin  white  lustrous  plates,  which  are  readil)’^ 
soluble  in  cold  water,  but  do  not  deliquesce  in  the  air. 

Barium  henzidinetrisid])lmiate,  (C^2H,)N2)2(S03)fiBa3  + I2H2O, 
is  sparingly  soluble  in  cold  water,  and  crystallizes  from  the  hot 
liquid  in  small  indistinct  prisms. 

Bcnzidinetctrasid‘plionic  acid,  C^2^4(^"H2)2(^^\^)4  + ^^^2^’ 
precipitated  by  hydrochloric  acid  in  small  lustrous  needles,  which 
are  not  deliquescent,  but  very  readily  soluble  in  water.  The 
barium  salt,  C^2HsN2(S03)^Ba2,  forms  white  needles  or  small 
prisms,  which  are  sparingly  soluble  even  in  hot  water. 

Bcnzidincsidphonc,  C^2l^6(^^2)2^^2’  obtained  by  slowly 
adding  benzidine  sulphate  to  an  excess  of  fuming  sulphuric 
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acid  containing  20  per  cent.  SO3,  and  warming  on  the  water- 
bath,  till  a small  portion  on  solution  in  water  and  addition  of 
caustic  soda  no  longer  gives  a precipitate  of  benzidine.  The 
formation  of  tlie  sulphone  takes  place  according  to  the  equation  : 


I + ^^3 


CoH3< 

C,H3< 


NH2 

>S0.2 

NH., 


+ H2O. 


The  solution  is  poured  into  ice,  the  benzidinesulphone 
sulphate  filtered  off  after  long-continued  standing,  and  boiled 
with  caustic  soda.  The  yellow  precipitate  thus  formed  is 
extracted  with  alcohol,  dissolved  in  hot  hydrochloric  acid,  and 
precipitated  with  caustic  soda.  The  sulphone  is  then  obtained 
as  a yellow  powder  consisting  of  exceedingly  small  needles,  which 
are  insoluble  in  water,  alcohol,  ether,  and  benzene ; it  melts 
at  350°,  is  not  volatile  without  decomposition,  and  is  a weak 
base,  forming  salts  which  are  decomposed  by  water.  The 
hydrochloride,  C\2H(.(NH3C1)2S02,  separates  from  hot  hydro- 
chloric acid  in  almost  colourless  delicate  plates,  and  the  suljdiaU, 
2CV2Hg(S02)(NH3)2S04  -f  3H2O,  crystallizes  in  white  needles 
or  long  narrow  plates. 

On  replacing  the  amido-groups  of  benzidinesulphone  by 
hydrogen,  it  is  converted  into  diphenylenesulphone. 

}>enzidinesnl2)honesulphonic  acid,  Ci2H5(S02)  (N  H2)  2SO3H 

-h  2H2O,  is  formed,  together  with  the  following  compounds, 
when  the  sulphone  is  heated  above  100°  with  fuming  sulphuric 
acid.  The  solution  is  poured  on  to  ice,  which  precipitates  the 
mono-  5,nd  disulphonic  acid,  whilst  the  tri-  and  tetrasulphonic 
acid  remain  in  solution  ; they  are  precipitated,  however,  by  the 
addition  of  sodium  chloride. 

To  separate  the  monosulphonic  acid  the  mixture  is  treated 
with  sodium  carbonate  solution,  which  leaves  the  sulphone  un- 
dissolved. On  addition  of  acetic  acid  to  the  filtrate,  benzidine- 
sulphonesulphonic  acid  separates  after  some  time ; it  is  very 
sparingly  soluble  in  hot  water,  and  crystallizes  out  on  cooling  in 
small  pale  yellow  needles.  It  has  at  first  a bitter  and  then  a 
.sweet  taste,  and  like  benzidinesulphonic  acid  separates  on 
arldition  of  acetic  acid  to  solutions  of  its  salts  as  a yellowish- 
green  jelly.  The  harinm  salt,  2(Ci2H(jN2S02)(S03)2Ba  -f  7H2O 
forms  aggregates  of  golden-yellow  needles. 
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Benzidinesuljplioncdisul'phQnic  acid,  2C-,.2H4(S().2)(NH2)2(»^03H)2 

+ 3H.,0,  is  precipitated  from  the  acetic  acid  solution  by  the 
addition  of  a large  excess  of  hydrochloric  acid ; it  is  fairly 
soluble  in  hot  water  and  separates  on  cooling  as  a yellowisli 
jelly  ; but  on  boiling  the  solution  it  forms  small  pale  yello\v 
needles  or  prisms,  which  are  also  formed  by  adding  hydrocliloric 
acid  to  the  hot  solution.  The  barium  salt,  2Cj2H^(S0.2)(NH2)2 
(SOgjoBa  + OHgO,  is  very  sparingly  soluble  even  in  boiling 
water,  and  crystallizes  in  needles  or  very  small  prisms  (Griess 
and  Duisberg). 

The  disulphonic  acid  and  several  other  sulphone  derivatives 
of  benzidine  are  used  in  the  preparation  of  blue  azo-colouis, 
which  will  be  described  later. 


ISOMERIDES  OF  BeNZIDINE. 

2727  4 : 'i' -Diamidodiphenyl,  ^-Benzidine,  or  Diplieoiylinc , 
Ci2H8(NH2)2,  is  formed,  as  already  described,  together  with 
benzidine,  by  the  action  of  acids  on  hydrazobenzene,  and  is  also 
readily  prepared  by  the  action  of  stannous  chloride  on  4-amido- 
2^-nitrodiphenyl.^  It  crystallizes  in  long  needles,  which  melt  at 
4.5°,  and  become  resinous  and  assume  a red  colour  when  exposed 
to  air  and  light.  It  differs  from  benzidine  inasmuch  as  it  is 

O 

very  sparingly  soluble  in  water,  and  distils  at  363  without 
decomposition.  The  distillate  is  a pale  yellow,  strongly  refrac- 
tive liepdd,  which  gi'adually  solidifies  to  a resinous  mass,  rarely 
becoming  crystalline.  It  gives  with  chlorine  water  a reddish- 
brown  amorphous  compound,  and  is  converted  by  ethyl  nitrite 
into  diphenyl.  With  potassium  dichromate  it  gives  the  same 
colour  reactions  as  benzidine  (Julius). 

Dvplicnylinc  ]Lyclrochloridc,G-^^^(^^^0\)2,  is  exceedingly  soluble 
in  water,  and  crystallizes  in  long  needles  wlien  hydrochloric  acid 
is  present ; its  solution  is  not  precipitated  by  platinic  chloride 
even  on  addition  of  alcohol  and  ether.  The  basic  salt,  CjoHg 
(NH2)NH3C1,  crystallizes  from  water  in  plates. 

Diphcnylinc  suliiliatc,  Ci2H8(NH3)2S04,  is  readily  soluble  in 
water,  and  crystallizes  in  clear  compact  concentric  aggregates  of 
prisms.  On  careful  addition  of  an  alkali  to  its  solution,  the 
basic  salt,  [Ci2Hg(NH2)]NH3]2S04,  which  is  fairly  easily  soluble 
in  water  and  acids,  is  formed. 

^ Scluiltz,  Sclimidt,  aud  Strasser,  Annalcn,  207,  354. 
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Tetramethyhiiphenyline,  C^2H8[N(CH3)2].2,  is  prepared  by  heat- 
ing diphenyliiie  hydrochloride  with  the  requisite  quantity  of 
methyl  alcohol  at  180°.  The  mixture  of  bases  thus  obtained  is. 
precipitated  by  caustic  potash,  and  boiled  with  acetic  anhydride 
to  convert  the  diphenyliiie  and  dimethyldiphenyline  into  the 
acetyl  compounds  ; tetramethyldiphenyline  is  then  separated  from 
the  product  by  fractional  distillation.  It  crystallizes  from  alcohol 
in  monosymmetric  prisms,  which  melt  at  51 — 52°,  and  on  rubbing 
or  breaking  show  a blue  phosphorescence.  Platinum  chloride 
and  hydrochloric  acid  give  a precipitate  which  at  once  decom- 
poses, and  chloranil  gives  a blue  colouration.  On  mixing 
alcoholic  solutions  of  the  base  and  of  picric  acid  a deep  red  crys- 
talline precipitate  of  t\\Q  incratc,  C;^2H8N2(CH3)4  -f-  C(jH3(N02)30, 
is  obtained,  which  on  recrystallization  from  hot  alcohol  separates 
in  long  red  needles  resembling  chromium  trioxide.  On  allowing 
an  alcoholic  solution  of  1 mol.  of  the  base  and  2 mols.  of  methyl 
iodide  to  evaporate,  white  needles  of  C]^2H8N(CH3)2.N(CH3)3l 
separate  out,  which  melt  at  184°.  If  4 mols.  methyl  iodide  are 
employed,  and  the  mixture  heated  at  IQ^fJicxmetliyldii^lienylium 
iodide,  C^.,HgN2(CH3)(.l2,  separates  in  beautiful  yellow  crystals, 
melting  at  196°.^ 

Diacctyldiplunylinc,  Ci2Hg(NH.CO. 0113)2,  is  formed  by  boiling 
the  base  with  an  excess  of  acetic  acid,  and  crystallizes  from 
alcohol  in  needles,  melting  at  202°. 

3 : ~Biamidod.iphe.nyl,  Cj^2®8(^^2)2>  obtained  by  the  re- 

duction of  ?a-dinitrodiphenyl  with  tin  and  hydrochloric  acid.  It 
separates  from  its  salts  on  treatment  with  alkalis  as  an  oil, 
which  solidifies  after  a time  to  a crystalline  mass,  sparingly 
soluble  in  water.  On  addition  of  hydrochloric  acid  to  its 
ethereal  solution  the  hydroeJdoride-  separates  in  beautiful  white 
needles ; and  when  platinum  chloride  is  added  to  its  alcoholic 
solution,  the  Ci2Hg(NH3)2PtClg,  is  precipitated 

in  straw-yellow  granules.  The  sn/phnfe,  C\2Hg(N  113)280^,  cr}^s- 
tallizes  in  lonii’  needles,  which  are  insoluble  in  cold  water, 
sparingly  soluble  in  hot  water  and  alcohol. 

Biacetyl-^  : -diamidodi2)hejiyl,  likewise 

forms  long  needles,  which  melt  at  257°.'^ 

2 : -Biamulodip)henyl,  Ci2H8(^^2)2’  pre2>ared  by  the  re- 

duction of  the  corres2)onding  dinitro-conq)ound  with  tin  and 
hydrochloric  acid  in  presence  of  alcohol.  It  crystallizes  from 

^ Reuland,  Bcr.  22,  3011. 

- Brunner  and  Witt,  Bcr.  20,  1023. 
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aqueous  alcohol  in  slender,  colourless  needles,  winch  melt  at 
81°,  and  distil  without  decomposition  when  quickly  heated  in 
small  quantities.  Its  hydrochloride  is  readily  soluble  m water, 
but  sparingly  in  hydrochloric  acid  ; the  sul^^hate,  unlike  that  of 
benzidine,  is  readily  soluble  in  water,  and  even  m aqueous 
alcohol.  It  yields  azo-colours  which  do  not  dye  unmordanted 
cotton  directly.  Its  diaedyl  compound  crystallizes  from  absolute 
alcohol  in  small  colourless  prisms,  melting  at  1 61 

Another  diamidodiphenyl  is  formed  when  dinitro-4 : 4'- 
dibromodiphenyl  is  reduced  with  tin  and  hydrochloric  acid,  and 
the  solution  obtained  treated  with  sodium  amalgam  till  the 
bromine  is  replaced  by  hydrogen,  a process  which  lequiies 
several  weeks  for  completion.  The  base  is  extracted  from  the  alka- 
line solution  by  ether,  the  latter  evaporated  off  and  the  lesidue 
distilled.  A yellow  oil  passes  over  above  360°,  and  solidifies  in 
the  cold  to  a clear  turpentine-like  mass,  the  alcoholic  solution 
of  which  has  a beautiful  blue  fluorescence.  The  sulphate  could 
not  be  obtained  crystalline,  and  the  solution  of  the  hydrochloride 
gives  no  precipitate  with  platinic  chloride  ; Avith  chlorine  water 
it  yields  a dark,  dirty  green,  and  with  bromine  water  a white 
precipitate.  Its  constitution  is  not  yet  satisfactorily  proved.^ 
Isohenzidine,  Ci2H8(NH2),  is  obtained,  according  to  Bernthsen, 
together  with  carbazole  (p.  415)  and  other  compounds  when 
aniline  vapour  is  passed  through  a red-hot  tube.  It  crystallizes 
in  small  lustrous  plates,  which  melt  at  125°,  and  like  benzidine 
forms  a sparingly  soluble  sulphate,  but  is  distinguished  from  the 
latter  inasmuch  as  on  addition  of  chlorine  water  to  its  aqueous 
solution  it  gives  a greyish-brown  colouration,  and  then  a brown 
precipitate.  It  is  sparingly  soluble  in  carbon  disulphide,  the 
solution  gradually  assuming  a red  colour  on  shaking  Avitli 
bromine  water.^ 


TrIAMIDODIPHENYLS,  Ci2H7(N  112)3. 

2728  2-Amidobenzidine  was  obtained  by  Tauber  by  reduc- 
ing 2-nitrobenzidine  Avith  tin  and  hydrochloric  acid,  remov- 
ing the  tin  Avith  sulphuretted  hydrogen,  and  evaporating  the 
filtrate.  The  hydrochloride  then  separates  as  a Avhite  crystal- 
line compound ; if  ammonia  be  added  to  tlie  Avarm  solution 

^ Tiiuber,  Bcr.  24,  198.  - Strasser  ami  Schultz,  jinneden,  210,  194 

^ Bcr.  19,  420. 
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the  free  base  crystallizes  out  on  cooling  in  long  colourless 
needles,  which  melt  at  134°.  As  it  yields  a brown  colouring 
matter  on  treatment  with  nitrous  acid  or  a diazo-chloride,  its 
constitution  must  be  represented  by  the  formula  : 


NH, 


Tetramidodiphenyls,  C^2Hg(N  112)4. 


2 : -Diamidobcnzidinc  was  likewise  obtained  by  Tauber  from 

2 : 2'-dinitrobenzidine.  It  crystallizes  in  plates  resembling  those 
of  benzidine,  melts  at  165°,  does  not  react  with  (^-diketones,  but 
yields  brown  colouring  matters  with  diazo-salts  and  nitrous  acid, 
and  must  therefore  be  a di-meta-compound. 

3 ; Z' -Diamidohenzidine  is  prepared  by  reducing  3 : 3'-dinitro- 
benzidine  with  a hydrochloric  acid  solution  of  stannous  chloride, 
and  is  precipitated  by  ammonia  from  solutions  of  its  salts  in 
silvery  plates,  which  blacken  rapidly  in  the  air. 

3 -Diamidohenzidine  hydrochloride,  C42H(j(NH3Cl)4-|-2H20, 
crystallizes  in  needles,  which  readily  dissolve  in  water,  and 
quickly  become  brown  in  the  moist  condition.  On  addition  of 
dilute  sulphuric  acid  to  its  solution,  the  hasic  sul^ihate,  042!!^ 
(NH2).2(NH3)2S04,  separates  out  in  slender  needles. 

On  heating  the  hydrochloride  with  benzaldehyde  copious 
evolution  of  hydrogen  chloride  takes  place,  which,  together  with 
othen  reactions,  shows  that  the  base  is  a 3 : 3 -diamido-compound, 
of  the  following  constitution  : 


From  this  follows  also  the  constitution  of  3:3  -dinitrobenzidine 
and  of  3 : 3'-dinitrodiphenyl.’- 

Tetrajnethyltetramidodiyhenyl,  C42H(;(NH2)2N2(CH3)4,  is  ob- 
tained by  the  reduction  of  dinitrotetraniethylbenzidine,  and 
crystallizes  from  alcohol  in  beautiful  silvery  plates,  melting  at 
168'’.  Its  solution  in  hydrochloric  acid  is  coloured  violet  by 
ferric  chloride.^ 

1 Brunner  and  Witt,  Ber.  20,  1023. 

^ Michler  and  Pattinson,  Be?'.  17,  HO. 
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IMIDODIPHENYL  OR  CARBAZOLE, 


2729  This  compound  was  discovered  by  Graebe  and  Glaser 
together  with  other  substances  in  crude  anthracene.  As  it  gave 
a crystalline  picrate,  it  was  regarded  as  a new  hydrocarbon  until 
analysis  showed  that  it  contained  nitrogen.^  Graebe  then 
prepared  it  synthetically  by  passing  the  vapour  of  aniline  or 
diphenylamine  through  a red-hot  tube,  which  shows  its  con- 
stitution : 


CcH/ 


NH 


NH  -f-  Hg. 


Only  a portion  of  the  diphenylamine  is  converted  into  carbazole, 
as  the  hydrogen  set  free  acts  on  the  remainder  with  formation  of 
aniline,  benzene,  and  ammonia.^ 

Carbazole  is  also  formed  when  thiodiphenylamine  is  boiled 
for  some  hours  with  freshly  reduced  copper,^  which  is  of  interest 
inasmuch  as  it  proves  the  exact  constitution  of  the  compound, 
Bernthsen  having  shown  that  thiodiphenylamine  (Part  III., 
p.  376)  is  formed  by  heating  o-amidothiophenol  with  catechol.^ 
The  constitution  of  the  two  compounds  is  therefore  represented 
by  the  formulae  : 


Thiodi[)lieiiyIainine. 


\ 


Carbazole. 


Carbazole  likewise  occurs  in  crude  aniline,  and  is  formed  in 
quantity  by  the  distillation  of  azodiphenyl-blue  with  lime.®  It 
may  also  be  prepared  by  heating  2 : 2'-diamidodiphenyl  with  25 
percent,  sulphuric  acid  or  15  per  cent,  hydrochloric  acid  at  200°, 
the  yield  being  almost  quantitative,®  or  by  distilling  2-amidodi- 
phenyl  over  lime.^ 

In  order  to  obtain  it,  crude  anthracene  is  washed  with  water 
containing  sulphuric  acid,  and  then  extracted  with  ethyl  acetate  ; 

^ AnnaUn,  163,  343.  2 Annalen,  167,  125  ; 174,  180. 

3 Goske,  Ber.  20,  232.  'i  Ber.  19,  3255. 

3 Witt,  Ber.  20,  1541.  « Tiiuber,  Ber.  24,  200. 

^ Blank,  Ber.  24,  306. 
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after  evaporating  off  the  latter,  the  residue  is  washed  with 
carbon  bisulphide,  dissolved  in  hot  toluene,  and  picric  acid  added. 
On  cooling,  the  compound,  Cj.2HgN  + C^;H3(N02)30,  crystallizes 
out  in  large  red  prisms,  which  melt  at  182°.  These  are  readily 
decomposed  by  ammonia  and  tlie  carbazole  purified  by  recrys- 
tallization from  alcohol  or  toluene.^  It  may  also  be  obtained  by 
distilling  crude  anthracene  with  caustic  potash,  when  potassium 
carbazole,  Ci2HgNK,  remains  behind,  and  may  be  decomposed 
by  water.- 

It  is  sparingly  soluble  in  alcohol,  ether,  acetic  acid,  benzene, 
&c.,  in  the  cold,  but  more  readily  on  warming,^  and  crystallizes 
in  plates  or  tablets,  melting  at  238°.  It  readily  sublimes,  and 
boils  at  354 — 355°,  the  sp.  gr.  of  its  vapour  being  5'86 — 5‘90. 
It  may  be  distilled  without  alteration  over  red-hot  zinc  dust, 
and  is  not  attacked  by  concentrated  hydrochloric  acid,  or 
alcoholic  potash  at  300°. 

It  dissolves  in  concentrated  sulphuric  acid  with  a yellow  or 
brownish-yellow  colour,  which  changes  to  a beautiful  gi*een  on 
addition  of  chlorine,  oxides  of  nitrogen,  or  other  oxidizing  agents. 
If  a piece  of  pine-wood  be  saturated  with  an  alcoholic  solution  of 
carbazole,  and  exposed  to  the  action  of  hydrogen  chloride,  it 
assumes  a deep  red  colo\ir ; and  if  a mixture  of  carbazole  and 
isatin  be  dissolved  in  concentrated  sulphuric  acid,  a deep  blue 
colouration  is  produced.  If  sulphuric  acid  be  diluted  with  two 
volumes  of  acetic  acid,  and  a mixture  of  cpiinone  and  carbazole 
added,  an  intense  carmine-red  solution  is  obtained,  from  which 
water  precipitates  a red  or  reddish-violet  colouring  matter.^ 
j}Iethylcarbazolc,  CigHgNCHg,  is  formed  when  carbazole  is  fused 
with  twice  its  weight  of  caustic  potash,  and  the  product 
lieated  with  methyl  iodide  at  I70 — 190  . It  crystallizes  from 
alcohol  in  needles  or  nacreous  plates,  melts  at  8/  , and  foims 
ii  picrate,  crystallizing  in  dark  red  needles,  which  melt  at  1 41 
Ethylcariazolc,  crystallizes  from  ether  in  plates, 

melts  at  07—68°,  and  likewise  forms  a picrate,  which  crystallizes 

in  pale  red  needles,  melting  at  97°. 

Acetylcarhazolc,  CJ.2H3.N.CO.CH3,  is  formed  by  heating  cai- 
bazole  with  acetic  anhydride  at  250°',  and  crystallizes  from  dilute 
alcohol  in  flat  prisms,  melting  at  09°. 

Bcnzoylcarlazolc,  C12H3N.CO.C0H5,  is  prepared  by  heating 

1 Zc.idler,  Annalai,  191,  296.  “ Graebe,  Annalen,  202,  19. 

3 Zechi,  JJcr.  12,  1976.  Hooker,  JJer.  21,  3299. 

6 Graebe  and  J3.  v.  Adderskroii,  Annalen,  202,  23. 
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carbazole  with  b6nzoyl  chloridG  at  160 — 1/0  , and  crystallizes 
from  alcohol  in  pale  green  silky  needles,  melting  at  08’5  . It  is 
decomposed  by  alcoholic  potash,  but  not  by  the  aqueous  solution, 
and  does  not  unite  with  hydroxylamine  or  phenylhydrazined 
Nitrosocarhazole,  obtained  when  carbazole  is 

suspended  in  a mixture  of  ether  and  acetic  acid,  and  j^otassium 
nitrite  added.  It  crystallizes  from  alcohol  in  flat  yellow  needles, 
which  have  a golden  lustre,  and  melt  at  82°  (Zeidler). 

Trichlorocao'bazole,  C^^H^jClgN,  was  obtained  by  Graebe  and 
Knecht  by  the  action  of  chlorine  on  carbazole  suspended  in 
acetic  acid,  the  solution  becoming  first  bluish-green,  then  pale 
green,  yellow,  and  finally  orange.  On  addition  of  water  to  the 
pale  green  solution,  trichlorocarbazole  separates  out,  and  crystal- 
lizes from  benzene  in  long  greenish-yellow  needles,  which  melt 
at  180°,  sublime  in  beautiful  needles,  and  boil  at  about  the  same 
temperature  as  sulphur.  It  dissolves  in  pure  sulphuric  acid 
with  a pale  green  colour,  which  is  changed  to  emerald  green  by 
a trace  of  nitric  acid,  and  disappears  on  warming.  It  is  not 
attacked  by  alcoholic  potash,  and  forms  an  unstable  -picrate 
crystallizing  in  red  needles,  and  melting  at  100°.^ 

Hcxchlorocarhazole,  Ci2H3ClgN,  is  obtained  by  passing  in 
chlorine  till  the  solution  has  assumed  a deep  red  colour,  and  no 
more  chlorine  is  absorbed.  It  crystallizes  from  benzene  in  long 
yellow  needles,  which  melt  with  decomposition  at  225°,  and 
dissolve  without  alteration  in  hot  concentrated  nitric  acid.  It 
dissolves  with  difficulty  in  sulphuric  acid,  forming  a yellowish- 
green  solution,  which  on  addition  of  a trace  of  nitric  acid  becomes 
blue,  violet,  red,  and  finally  yellow. 

Octochlorocarhazole,  C^^HClgN,  is  formed  by  the  action  of 
antimony  pentachloride  on  the  foregoing  compound,  and  crystal- 
lizes from  benzene  in  slender  white  needles,  melts  at  275°, 
and  sublimes  without  decomposition.  It  is  insoluble  in  pure 
sulphuric  acid,  but  in  presence  of  a trace  of  nitric  acid  goes 
into  solution  with  a beautiful  blue  colour,  which  then  changes 
to  golden-yellow.  On  heating  with  antimony  pentachloride  it 
forms  hexchlorobenzene. 

Nitrocarhazolc,  0^3117 (N02)NH,  is  obtained  by  the  hydrolysis- 
of  benzoylnitrocarbazole,  and  crystallizes  from  boiling  alcohol 
in  plates  or  scales,  which  melt  at  210°  to  a red  liquid.  It  is 
very  sparingly  soluble  in  hot  acetic  acid,  chloroform  and 
benzene,  and  almost  insoluble  in  ether  and  light  petroleum. 

1 Mazzara,  Ber.  24,  278.  Annalen,  202,  27. 
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Benzoylnitrocarhazolc,  Cj2H7(N02)N.C0.CgH5,  is  prepared  by 
the  action  of  nitric  acid  of  sp.  gr.  1'48  on  a solution  of  benzoyl- 
carbazole  in  hot  acetic  acid,  and  crystallizes  from  the  latter  in 
yellow  lustrous  plates,  which  melt  at  180°,  are  fairly  soluble  in 
warm  ether  and  benzene,  very  sparingly  in  alcohol  and  light 
petroleumd 

Carbazolcdisidphonic  acid,  Cj2H7N(S03H)2,  is  prepared  by 
warming  carbazole  with  concentrated  sulphuric  acid.  In  order 
to  separate  the  compound  it  is  converted  into  the  barium  salt, 
and  the  latter  decomposed  by  sulphuric  acid.  The  solution  is 
then  treated  with  a 3 per  cent,  solution  of  potassium  perman- 
ganate as  long  as  it  is  decolourized,  whereby  certain  impurities 
are  oxidized  which  would  otherwise  prevent  the  crystallization 
of  the  acid.  On  evaporation  the  potassium  salt  separates  out 
in  microscopic  cubes.  To  obtain  the  free  acid,  hydrofluosilicic 
acid  and  alcohol  are  added  to  a concentrated  solution  of  the 
potassium  salt,  the  precipitate  filtered  off  after  some  days, 
and  the  filtrate  concentrated.  Carbazoledisul phonic  acid  then 
crystallizes  out  in  white  silky  needles.^ 

Dinitrocarlazole,  Ci2Hg(N02)2NH,  is  formed  when  4 parts  of 
nitric  acid  (sp.  gr.  1‘38)  are  slowly  added  with  constant  stirring 
to  a mixture  of  4 parts  of  carbazole  and  15  parts  of  acetic  acid, 
and  the  whole  heated  for  half  an  hour  at  100°;  on  cooling  it 
separates  out  as  a yellow  crystalline  powder.^ 

Tdranitrocarhazole,  Ci2H4(N02)4NH,  is  obtained  by  gradually 
adding  carbazole  to  30  parts  of  concentrated  nitric  acid  and 
warming  to  100°.  It  is  almost  insoluble  in  alcohol,  ether,  and 
benzene,  and  separates  from  acetic  acid  in  slender,  citron-yellow 
crystals,  which  on  boiling  with  dilute  caustic  potash  yield  the 

reddish-brown  crystalline  salt,  Ci2H4(N02)4NK  ; the 

latter  is  insoluble  in  water,  and  is  readily  decomposed  by  acids 
(Graebe  and  Behaghel). 

According  to  Ciamician  and  Silber,  when  carbazole  is  added 
to  12  parts  of  fuming  nitric  acid  and  the  whole  warmed,  a 
mixture  of  four  tetranitrocarbazoles  is  formed.  On  cooling, 
the  first  three  described  below  are  precipitated,  and  may  be 
separated  by  crystallization  from  acetic  acid ; from  the  nitric 
acid  mother-licpior  water  precipitates  the  8-compound,  which 
is  formed  in  the  largest  (piantity.^ 

^ Mazzara,  24,  280.  ^ Bechhold,  Bcr.  23,  2144. 

3 Bad.  Anilii).  ii.  Soda.  Fabrik.  Ber.  22,  177  c. 

^ Gazzctla,  12,  277. 
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a,  small  needles,  melting  at  308°  with  decomposition. 

/3,  pale-vellow  hexagonal  tablets,  which  do  not  melt  at  320  . 

7,  pale-yellow  rhombic  tablets,  melting  at  285°  with  decom- 
position, 

h,  small  yellow  quadratic  prisms,  which  decompose  without 
melting. 

4<-Amidocarhazole,  C-i2Hy(NH2)NH,  is  formed  by  distilling 
diphenyline  over  quicklime,  and  crystallizes  from  water  in 
slender  needles,  melting  at  238°,  very  similar  in  appearance  to 
those  of  benzidine.^ 

Diamidocarhazole,  obtained  by  the  re- 

duction of  dinitrocarbazole  with  tin  and  hydrochloric  acid, 
and  crystallizes  in  silvery  plates,  which  are  sparingly  soluble 
in  water  and  do  not  melt  at  250°.  The  hydrochlm'ide  forms 
long  slender  needles,  which  are  sparingly  soluble  in  hydro- 
chloric acid,  whilst  the  sulphate,  which  crystallizes  in  slender 
needles,  is  sparingly  soluble  in  water,  but  readily  in  dilute  acids. 
It  is  employed  in  the  manufacture  of  carbazole  yellow. 

4 : -Diamidocarhazole,  Cj2Hg(NH2)2NH,  is  prepared  by  heat- 
ing 2 : 2'-diamidobenzidine  hydrochloride  with  6 times  its  weight 
of  18  per  cent,  hydrochloric  acid  at  180 — 190°.  The  somewhat 
dark-coloured  product  is  evaporated  to  dryness,  the  aqueous 
solution  of  the  residue  boiled  with  animal  charcoal,  and  mixed 
with  an  excess  of  dilute  sulphuric  acid.  4 : 4^' -Diamidocarhazole 
sulphate,  Cj2H2jN3.H2S04,  separates  in  colourless  needles,  or  if 
the  solution  be  concentrated,  as  a white  crystalline  precipitate, 
which  is  almost  insoluble  in  boiling  water.  The  hydrochloride 
is  fairly  soluble  in  water,  and  separates  out  in  a crystalline 
condition  on  adding  hydrochloric  acid.  The  free  base  is  readily 
obtained  from  the  hydrochloride,  and  crystallizes  from  alcohol 
in  flat  silvery  needles,  which  blacken  at  200°  and  then  form 
a tarry  mass.  It  yields  tetrazo-colours  which  dye  cotton  fabrics 
directly,  in  similar  shades  to  the  benzidine  colours,^ 

2730  Carhazoline,  Ci2H^5N,  is  formed  by  heating  carbazole 
with  hydriodic  acid  and  amorphous  phosphorus  at  220 — 240°, 
and  is  a weak  base,  which  separates  from  solutions  of  its  salts 
on  addition  of  an  alkali  as  a precipitate  of  microscopic  needles, 
which  soon  unite  to  form  large  needles.  It  crystallizes  from 
alcohol,  ether,  benzene,  &c.,  in  long  flat  silky  needles,  which 
readily  sublime,  melts  at  99°,  and  boils  at  296 — 297°,  its 
vapour  having  the  sp.  gr.  6'06.  Its  smell  is  characteristic,  and 
^ Blank,  Ber.  24,  306.  - Tauber,  Bcr.  23,  3266. 
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exceedingly  pungent  when  warm ; it  is  readily  attacked  by 
oxidizing  agents  with  formation  of  dirty-green  or  brown  pro- 
ducts, and  on  heating  at  300 — 360°  yields  a hydrocarbon, 
boiling  at  225°,  which  has  not  been  further  examined. 

^Carlazolinc  hydrochloride,  remains  as  a syrup 

on  evaporating  the  aqueous  solution,  and  separates  in  the  same 
form  when  hydrogen  chloride  is  passed  into  an  ethereal  solution 
of  the  base ; on  standing,  however,  it  gradually  crystallizes  in 
thick,  hard  tablets.  On  long-continued  lieating  at  300°,  it  loses 
hydrogen  chloride  and  hydrogen,  forming  the  non- basic  compound 
a-hydrocarhazole,  which  forms  crystals  having  a smell 

resembling  that  of  a-naphthylamine,  melts  at  120°,  boils  at 
325 — 330°,  and  forms  a picrate  crystallizing  in  brown  plates.^ 

Ethylcarlazoline,  C12H14N.C2H5,  is  formed  by  heating  car- 
bazoline  with  ethyl  iodide  and  alcohol.  The  hydriodide  then 
crystallizes  out  in  tablets. 

Acetylcarlazoline,  Ci2H^4N.CO.CH3,  is  prepai’ed  by  heating 
carbazoline  with  acetic  anhydride ; it  is  readily  soluble  in 
alcohol,  crystallizing  from  the  solution  in  beautiful,  white 
needles,  which  melt  at  98°  (Graebe  and  Behaghel). 

^-Hydrocarhazole,  Ci2H^3N.  By  the  electrolysis  of  phenol 
with  alternating  currents  Dreschel  obtained  the  compound 
hydro2')henohetone  or  hetohexhydrohenzene,  CqHj^qO.  This  forms  a 
crystalline  hydrazone,  which  is  converted  by  the  action  of  dilute 
acid  into  hydroj)henanilide  or  ^-hydrocarhazole}  This  reaction 
corresponds  to  the  indole  syntheses  of  Emil  Fischer ; ^ 


CH, 

H2C  CH2 

H.,C  C 


CH2N 


CH  NH 
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HC  CH 
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H2C  CH2 

H,C  i 


HC  CH 
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+ NH. 


^ Glaser  and  Graebe,  Annalen,  163,  352  ; 170,  88.  ^ J.  Ft.  Chem.  II.  38,  65. 

’ Baeyer  and  Tutein,  Fer.  22,  2184  ; E.  Fischer,  Annalen,  236,  H6. 
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Tetraliydrocarbazole  crystallizes  in  colo\irless  plates,  which 
melt  at  108°,  and  are  sparingly  soluble  in  water,  readily  in 
alcohol. 


Amidohydroxydiph  en  yls. 

2731  4 : 4* -Diamido-'^-hy dr oxy diphenyl,  or  Hydroxylenzidine, 
Ci2H7(OH)(NH.2).2.  By  the  action  of  a solution  of  phenol- 
7?-sulphonic  acid  in  caustic  soda  on  diazobenzene  chloride, 
sodium  lenzeneazophenolsulphonate,  CgH5.N2.C(;H3(0H)S03Na,  is 
obtained,  and  crystallizes  in  yellow  plates.  When  this  is 
triturated  with  water  and  gTadually  added  to  a hydrochloric  acid 
solution  of  stannous  chloride,  reduction  accompanied  by  inter- 
molecular  change  takes  place,  and  on  evaporating  the  solution 
after  removal  of  the  tin  by  sulphuretted  hydrogen,  the  hydro- 
chloride of  diamidohydroxydiphenylsulphonic  acid  separates  out 
in  large  clear  crystals ; these  are  converted  on  heating  with 
water  at  180°  into  diamidohydroxydiphenyl  sulphate,  Cj2H7(OH) 
(NH3)2S04,  which  is  almost  insoluble  in  water,  but  dissolves 
more  readily  in  dilute  hydrochloric  acid.  The  free  base  separates 
out  on  addition  of  caustic  soda  in  colourless  plates,  which  melt 
at  185°,  and  are  sparingly  soluble  in  water,  alcohol,  and  ether, 
but  readily  in  alkalis,  the  latter  solution  quickly  undergoing 
oxidation  in  the  air.^  It  is  also  formed  when  benzidinesulphone 
is  fused  with  caustic  soda : - 

Ci2H3(NH2)2S02  + 2NaOH  = Ci2H7(NH2)20H  -f  Na2S03. 

Its  constitution  is  represented  by  the  following  formula : 

OH 


4> 'A' -Diamido-^-ethoxy diphenyl,  C42H7(OC2H5)(NH2)2,  is  pre- 
pared in  a similar  manner  from  benzeneazophenetoilsulphonic 
acid,  CgH3.N2.CeH3(0C.2H5)S03H,  and  crystallizes  in  lustrous 
fiat  needles,  which  melt  at  134 — 135°,  and  are  sparingly  soluble 
in  water,  readily  in  alcohol,  but  insoluble  in  alkalis.  Its  difficultly 
soluble  sulphate  forms  pri,sms,  and  dissolves  in  hydrochloric  acid 
with  formation  of  a basic  salt.  On  heating  the  ethyl  compound 
with  hydrochloric  acid  under  pressure  it  yields  ethyl  chloride 
and  diamidohydroxydiphenyl  hydrochloride. 

^ tVeiiibei'g,  Bcr.  20,  3171.  ^ Griess  and  Duisberg,  Bcr.  22,  2468. 
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Amido-diphenols. 

2732  3 : -Diamido-^-di2:)}ienol,  Cp2Hg(NH2)2(OH)2,  is  obtained 
by  the  reduction  of  3 : 3'-dinitro-7-diphenol ; it  crystallizes  in 
colourless  needles  or  plates,  and  its  readily  soluble  hydrochloride, 
C\2Hg(NH3Cl)2(OH)2,  forms  needles  or  nodules.  The  alcoholic 
ainmoniacal  solution  assumes  a deep -green  colour  in  the  air. 

Diacetyldiamido->y-dipheiwl,  Cj2Hg(NH.CO.CH3)2(OH)2,  was 
obtained  by  Schiitz  by  the  action  of  acetic  acid  on  diamido-7- 
diphenol,  and  crystallizes  in  white  needles  which  melt  at  210°, 
and  are  soluble  in  alkalis  but  not  in  acids. 

Tetracetyldiamido-r^-di'phenol,0-^^Q(J^Yi.COXyK.^2{^-^^-^^p2> 

was  prepared  by  Kunze  by  boiling  diamido-7-diphenol  with 
acetic  anhydride ; it  crystallizes  in  white  needles,  which  melt  at 
225°,  and  on  more  strongly  heating  lose  acetic  acid,  passing  into 
the  following  compound. 

Diethcnyldiamido-'y-dii')hcnol  is  formed  according  to  the  equation 

,CH, 

+ 2CH3.COOH. 

.GK, 

Schiitz  also  obtained  it  by  heating  diamido-7-diphenol  with 
acetyl  chloride  at  150°.  It  crystallizes  in  colourless  prisms, 
melting  at  195°,  and  is  soluble  in  acids  but  not  in  alkalis. 

The  fonnation  of  this  anhydro-compound  shows  that  the 
amido-grouj)s  in  dianiido-7-diphenol,  occupy  the  ortho-position 
to  the  hydroxyl  groups,  and  it  has  therefore  the  constitution : 

H2N_  _NH2 

This  also  shows  the  constitution  of  3 : 3'-dinitro-7-diphenol.^ 

Tctramido-y-dii)hciiol,  C]^2H4(NH2)4(OH)2,  is  prepared  by  the 
reduction  of  the  correspoii(ling  dinitro-compound,  and  crystallizes 
in  white  needles  or  silvery  plates,  which  become  blue  in  the 
air.  On  passing  air  through  its  solution  in  alcoholic  ammonia, 

^ Kuuze,  Ber.  21,  3331  ; Schiitz  Ber.  21,  3530. 
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Utrmnidodibmzoqninmc,  C„H,(NH.,)402,  separates  out  in  blue- 
black  needles,  which  have  a bronze  lustre. 

Hexacetyltetramido-<y-di2^henol,  Ci2H4(NH.CO.CH3)4(O.CO 
0113)2,  separates  as  a crystalline  powder  on  boiling  the  base  with 
acetic  anhydride,  and  on  warming  with  caustic  soda  yields  the 
tetramtyl  compound,  C42H4(NH.CO.CH^4(OH)2.  which  crystal- 
lizes in  lustrous  needles,  melting  at  280  . 

The  constitution  of  tetramido-7-diphenol  may  be  represented 
in  different  ways,  as  for  example  : 


OH 

h,n^\nh„ 
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OH 


NH« 


OH 


OH 
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Kiinze  assumed  the  first  of  these  formulae,  but  Schiitz  found 
that  it  yields  with  acetyl  chloride  a diethenyl  base,  which  he 
states  is  soluble  in  alkalis,  and  must  therefore  contain  a hydroxyl 
group.  Such  a compound  can  only  be  formed  if  the  constitution 
of  the  base  is  represented  by  the  second  or  third  formula,  and  of 
those  Schiitz  gives  preference  to  the  second. 

2 : -Diamidodipheiieto^l,  ov  Di]plunetidi7ie,  [CgH3(OC2Hg)NH2]2, 
is  obtained  from  o-nitrophenetoil,  CgH4(N02)OC2H5,  by  convert- 
ing it  into  hydrazopheneto’il  and  heating  the  latter  with 
concentrated  hydrochloric  acid,  or  better  by  adding  the  hydrazo- 
compound  to  a warm  hydrochloric  acid  solution  of  stannous 
chloride,  boiling  for  a short  time  and  concentrating.  On  cooling, 
the  double-salt,  C\2Hg(OC2H,)2(NH3Cl)2  + 2SnCl2,  crystallizes 
out  in  beautiful  rhombic  plates.  On  decomposition  with  sul- 
phuretted hydrogen  the  hydrochloride  is  obtained,  and  crystallizes 
in  tablets  or  concentric  aggregates  of  needles.  The  base,  which 
may  be  separated  by  ammonia,  forms  plates  or  needles,  which  are 
scarcely  soluble  in  cold,  more  readily  in  hot  water,  and  easily  in 
alcohol.  On  shaking  its  ethereal  solution  with  a trace  of 
bromine  a beautiful  moss-green  compound  separates,  which 
readily  becomes  brown.^ 

^ Mohlau,  J.  Pr.  Cham.  II.  19,  381. 
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Dianisidine,  [CgH3(OCH3)NH2]2,  is  obtained  on  the  large 
scale  in  a similar  manner  from  o-nitranisoil,  and  likewise  crys- 
tallizes in  plates.  Both  this  and  the  previous  compound  are 
employed  in  the  colour  industry.^ 

Biamido-diphenylene  oxide,  Cj2Hg(NH2)20,  is  formed  by  heat- 
ing benzidinedisulphonic  acid  with  caustic  soda  under  pressure, 
and  crystallizes  from  hot  water  in  white  needles,  melting  at 
150 — 152°.  Its  hydrochloride  is  readily,  and  its  sparingly 

soluble.  It  is  also  employed  in  the  preparation  of  azo-colours.^ 
4 : -Diamulo~2  : 2'  : 3 : -tetrahydroxydiphenyl,  C;^2H4(NH2)2 

(OH)^.  The  ethyl  ether  of  this  compound  is  formed  when 
nitro-p-diethoxybenzene  is  warmed  with  zinc  dust  and  alcoholic 
potash,  and  the  tetra-ethoxyhydrazohenzene  thus  obtained,  heated 
with  hydrochloric  acid.  It  crystallizes  from  dilute  alcohol  in 
plates,  melting  at  120°,  and  forms  a hydrochloride  which  crystal- 
lizes in  slender  silky  needles ; on  addition  of  oxidizing  agents 
to  its  solutions  these  assume  a dark-brown  colour,  and  a 
precipitate  which  has  a metallic  lustre  is  formed.^ 


Tetrazo-Derivatives  of  Diphenyl. 

2733  These  compounds,  which  contain  the  diazo-group  twice, 
were  also  discovered  by  Griess.^ 

Tetrazodiyhenyl  nitrate,  (CgH4.N=N.N03)2,  is  readily  formed 
when  nitrogen  tri oxide  is  passed  into  a cold  concentrated  solu- 
tion of  benzidine  nitrate.  On  addition  of  alcohol  and  ether  it 
separates  in  white  or  yellowish  needles,  which  are  readily  soluble 
in  water,  sparingly  in  alcohol,  insoluble  in  ether,  and  on  heating 
explode  as  violently  as  diazobenzene  nitrate.  Hot  water  decom- 
poses it  into  nitric  acid,  nitrogen  and  7-diphenol.  On  addition 
of  platinum  chloride  to  its  solution,  the  'jylatinochloride, 
CjgKsN^PtClg,  separates  out  in  pale-yellow  narrow  plates  or 
small  six-sided  tablets  greater  in  length  than  in  width,  accord- 
ing to  the  concentration.  On  heating  with  soda  it  decomposes, 
forming  4 : 4'-dichlorodiphenyl. 

Tetrazodij)henyl  sulyhate,  (Cj2HgN4S04)2H2S04,  separates  on 
addition  of  sulphuric  acid  and  alcohol  to  a solution  of  the 

^ Farbenfabr.  vonn.  Bayer  and  Co.,  Friedlandcr' s Thcerfarbcn,  488. 

^ Farbenfabr.  vorm.  Bayer  and  Co.,  Chem.  Zcit.  1889,  1240  ; Schultz, 
Steinkohlentheer,  2,  1179. 

^ Nietzki,  Annalcn,  215,  146.  ^ Jo%t,rn.  Chem.  Soc.  1867,  94. 
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nitrate  as  a crystalline  precipitate  or  in  white  needles,  which 
liave  the  following  constitution  : 


,N2.S0,H 


\N2.S0,H 


It  is  very  explosive  when  dry,  and  yields  diphenyl  on  boiling 
with  alcohol. 

Tctrazodiphenyl  perlromide,  C^gUgN^Erg,  separates  in  rounded 
reddish  crystals  when  bromine  water  is  added  to  a solution  of 
the  nitrate.  It  is  a very  unstable  compound,  which  is  converted 
by  boiling  alcohol  into  4 : 4^-dibromodiphenyl,  and  by  aqueous 
ammonia  into  tctrazodiphcnylimidG  or  ditriazodiplunyl : 


CgH,.NBr.NBr2 

+ 8NH3 

CgH,.NBr.NBr2 


CgH,N 

C6H4.N 


N 

II 

N 

N 

II 

■N 


+ 6NH,Br. 


It  is  insoluble  in  cold  water,  sparingly  soluble  in  cold,  more 
readily  in  hot  alcohol,  and  crystallizes  in  very  lustrous  white  or 
yellowish  plates,  which  melt  at  127°,  and  on  further  heating 
decompose  with  a crackling  noise. 

Tetrazodiphenylamiddbenzcne  separates  as  a yellow  crystalline 
mass  on  addition  of  aniline  to  a solution  of  the  nitrate.  It 
crystallizes  from  hot  alcohol,  in  which  it  is  only  sparingly  soluble, 
in  spear-shaped  crystals,  which  are  generally  united  in  stellate 
aggregates,  and  explode  on  heating.  Its  constitution  is  re- 
presented by  the  following  formula  : 

CgH,.N:N.NHCgHg 

I 


Tctrazodi'plunol,  [CgH 


.0 


4\ 


]N]2,  is  formed  by  the  action  of 
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sodium  nitrite  on  a solution  of  3 : 3'-diainido-7-dij3henol,  crys- 
tallizes in  red  needles,  and  when  freshly  prepared  dissolves 
in  hydrochloric  acid  forming  a red  solution,  which  is  repre- 
cipitated by  ammoniad 


Hydrazine-Derivatives  of  Diphenyl. 

2734  Di])henylenehydrazine,  (CgH^.NH.NHg).^,  is  most  readily 
obtained  by  dissolving  50  grams  of  benzidine  hydrochloride  in 
40  grams  of  37  per  cent,  hydrochloric  acid,  and  500  c.c.  of 
water,  and  diazotizing  the  well-cooled  solution  with  the 
calculated  quantity  of  sodium  nitrite.  The  product  is  then 
added  to  a cooled  hydrochloric  acid  solution  of  stannous  chloride, 
and  heated  for  about  two  hours  on  the  water-bath  till  the  scum 
has  disappeared,  and  the  diphenylenehydrazine  hydrochloride 
has  separated  as  a dirty-brown  precipitate.  An  equal  volume  of 
water  and  some  animal  charcoal  is  then  added,  and  the  whole 
boiled  and  filtered  hot.  The  salt  which  separates  on  cooling  is 
decomposed  by  ammonia,  or  better  by  sodium  acetate  in  hot 
solution,  when  diphenylenehydrazine  separates  out  in  lustrous 
plates,  which  quickly  become  yellow  and  then  brown,  and  melt 
at  167°  with  decomposition.  It  reduces  Fehling’s  solution,  is 
sparingly  soluble  in  alcohol  and  ether,  more  readily  in  acetic 
acid,  and  also  fairly  soluble  in  hot  water,  from  which  it  crys- 
tallizes in  slightly  coloured,  very  slender  needles. 

Its  hydrocliloride  crystallizes  from  hot  water  in  rosette-shaped 
aggregates  of  small  needles,  which  are  sparingly  soluble  in  water, 
and  still  less  in  hydrochloric  acid  and  alcohol.  The  sulphate  is 
likewise  sparingly  soluble  in  cold  water,  and  crystallizes  from 
the  hot  liquid  in  spherical  aggregates  of  needles. 

Dip)henylencdinitrosohyd.mzine,  [CgH^.N (NO).NH2].2,  separates 
on  mixing  solutions  of  the  hydrochloride  and  sodium  nitrite  as 
a pale  yellow  precipitate,  which  melts  at  1 12 — 113°  with 
decomposition,  is  sparingly  soluble  in  alcohol,  more  readily  in 
acetone.  It  is  fairly  stable  in  the  dry  state,  but  rapidly  de- 
composes in  solution. 

Diphenylenedisemicarhazid  e,  (C(.H^.NH.NH.CO.NH2)2,  is 
formed  by  adding  potassium  cyanate  to  a solution  of  the 
diphenylenehydrazine  hydrochloride,  and  is  sparingly  soluble  in 


^ Kiinze,  Bcr.  21,  3331. 
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water,  alcohol,  and  ether,  more  readily  in  acetic  acid,  and  crys- 
tallizes from  alcohol  in  slender  needles,  which  melt  with 
decomposition  at  306 — 308°.  Its  hydvochloridc  separates  from 
hot  water  in  colourless  plates. 

Di2'>henylenediacetonehydrazone,  [CgH4.N2HmC(CH3)2]2,  is  pre- 
pared by  dissolving  the  hydrazine  in  acetone ; on  evaporating 
off  the  excess  of  the  latter,  and  pouring  the  dark-red  liquid  into 
water,  a reddish-yellow  precipitate  is  formed,  which  may  be 
recrystallized  from  ether.  The  compound  is  very  unstable, 
especially  when  moist,  and  melts  at  197 — 198°  with  decom- 
position. 

On  heating  with  zinc  chloride  at  215 — 220°  it  is  converted 
into'  di])henodimethylindole,  CjgH^gNg,  which  is  purified  by  dis- 
tillation in  vacuo  and  washing  with  ether.  It  forms  a pale 
yellow  mass,  which  melts  at  270°,  and  in  alcoholic  solution 
slowly  colours  pine-wood  dipped  in  hydrochloric  acid,  fir.st 
orange  and  then  dark-red.^  It  has  the  following  constitution : 


Di^plienoldihydrazine,  Ci2Hg(OH)2(N2H3)2.  On  addition  of 
stannous  chloride  to  a hydrochloric  acid  solution  of  tetrazo- 
diphenol,  the  hydrocliloi'ide  of  this  compound  is  obtained.  It 
crystallizes  in  slender  white  needles,  and  on  treatment  with 
ammonia  yields  diphenolhydrazine  in  colourless  crystalline 
spangles,  which  melt  with  complete  decomposition  at  140°. 
It  reduces  Fehling’s  solution  and  ammoniacal  silver  solution, 
even  in  the  cold. 

Di])henoldiacetonehydrazone,  0^211(3(0 H)2[N2H.G(CH3)2]2.  On 
addition  of  acetone  to  a solution  of  the  hydrochloride  till  it 
commences  to  become  turbid,  this  compound  separates  out  in 
rhombic  plates,  melting  at  200°,  which  are  insoluble  in  alcohol 
and  ether,  sparingly  soluble  in  ammonia,  but  readily  in  caustic 
soda.^ 

^ Arlieidt,  Annalen,  239,  206.  2 Kunze,  Bcr.  21,  3331. 
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Azo-Derivatives  of  Diphenyl. 

2735  Azodiphenyl,  CjgHg.N.^.CjgHg,  is  formed  by  the  action 
of  sodium  amalgam  on  an  ethereal  solution  of  4-nitrodiphenyl, 
but  is  best  prepared  by  mixing  hot  alcoholic  solutions  of 
4-hydrazodiphenyl  and  ferric  chloride ; it  separates  as  a red 
precipitate,  which  is  insoluble  in  alcohol  and  acetic  acid,  but 
dissolves  readily  in  ether,  and  crystallizes  from  benzene  in 
well-developed  orange-red  tablets,  melting  at  249 — 250°. 

^-Hydrazodiphenyl,  CjgHg.NH.NH.CjgHg.  Zimmermann  pre- 
pared this  compound  by  heating  azoxydiphenyl  with  alcoholic 
ammonium  sulphide.  It  crystallizes  from  alcohol  in  small  white 
satiny  tablets,  which  melt  at  247°,  and  become  brown  in  the 
air.  On  distillation  it  forms  azodiphenyl  and  4-amidodiphenyl, 
but  is  unaltered  by  hydrochloric  acid  at  280°. 

Azoxydiphenyl,  \ ))0,  is  formed  by  boiling  4-nitro- 

diphenyl  with  alcoholic  potash,  and  crystallizes  in  yellowish 
scales,  which  melt  at  205°,  are  sparingly  soluble  in  acetic 
acid,  and  insoluble  in  alcohol.^ 

N0.2.Ci2Hg.N. 

Binitroazoxy diphenyl,  | /O,  is  formed  when  sodium 

N02.Ci.2Hg.N/ 

amalgam  is  added  to  4 : 4'-dinitrodiphenyl  suspended  in  alcohol. 
It  is  insoluble  in  the  common  solvents,  but  dissolves  in  boiling 
aniline  with  a beautiful  orange-red  colour,  and  separates  on 
cooling  as  a brick-red  crystalline  powder,  which  melts  at  255°, 
By  the  action  of  tin  and  hydrochloric  acid,  or  of  alcoholic 
ammonium  sulphide  at  115°,  it  is  reduced  to  benzidine.“ 

Derivatives  of  4-azodiphenylsulphonic  acid  are  obtained  by 
diazotizing  a hydrochloric  acid  solution  of  4-amidodiphenyl- 
.sulphonic  acid  with  sodium  nitrite,  and  adding  an  alkaline 
phenol  solution. 

Sodium  p)henolazodiphenylsulp)honate,  C(jH4(OH)N2.Cj2H8* 
SOgNa,  is  an  amber-yellow  precipitate,  which  readily  dissolves 
in  hot  water,  and  colours  wool  or  silk  a beautiful  yellow. 

Sodium  resorcinolazodip)henylsulphonate,  CgH3(OH)2N2.Cj2Hg. 
SOgNa,  is  a brick-red  crystalline  precipitate,  which  on  drying 
becomes  brown.  It  is  readily  soluble  in  hot  water,  and  dyes 
wool,  silk,  and  unbleached  jute  a beautiful  orange. 

^ Ziirimerniaiiii,  Her.  13,  1960.  " Wald,  Bcr.  10,  137. 


SODIUM  QUINOLAZODIPHENYLSULPHONATE  429 


Sodmm  quinolazodiiilienylsulijlionate,  C(.H3(OH)2.N2.C^2^8* 
SOgNa,  is  readily  soluble  in  water,  and  dyes  silk  and  unbleached 
jute  amber-yellow. 

Sodium  a-najphtholazodiphcnyls'idplionate,  C^QHg(0  H)  N2.Ci2Hg 
SOgNa,  is  a fairly  soluble  brownish-black  precipitate,  which 
dyes  the  above  fabrics  deep  reddish-brown.  The  corresponding 
/9-compound  is  a pale  red  precipitate,  easily  soluble  in  hot 
water,  and  dyes  a beautiful  red.^ 

^ Carnelley  and  Sclileselmau,  Journ.  Chem.  Soc.  1886,  I-  380. 


430 


DIPHENYL  DERIVATIVES 


METHYLDIPHENYL  GKOUP. 

2736  o-Fhenyltolyl  or  ^-Methyldiphenyl,  CgHg.C^jH^.CHg,  was 
prepared  by  Barbier,  by  acting  with  sodium  on  a mixture  of 
bromobenzene  and  liquid  bromotoluene.  It  is  a liquid  which 
boils  at  258 — 260°,  and  has  an  odour  resembling  that  of 
diphenyld 

m-Phenyltolyl  or  ^-Methyldijphenyl  is  formed  together  with 
other  hydrocarbons  by  the  action  of  methyl  chloride  on  a mix- 
ture of  diphenyl  and  aluminium  chloride,  and  is  a strongly 
refractive  liquid,  which  boils  at  272 — 277°,  and  is  oxidized  by 
chromium  trioxide  to  m-phenylbenzoic  acid.^ 

4 : 4i'-Biamido-'^-mcthyldiphenyl,O^J^l^^.Q^^Q^^^C)F<^,  is 
prepared  on  the  large  scale  by  heating  o-toluidine  with  nitro- 
benzene and  powdered  caustic  soda  at  180°,  whereby  a mixture 
of  methylazobenzene  and  methylazoxybenzene  is  obtained, 
which  on  reduction  with  zinc  dust  and  caustic  soda  yields 
the  hydrazo-compound.  The  latter  is  converted  by  the  action 
of  hydrochloric  acid  into  the  isomeric  4 : 4'-diamido-3-methyldi- 
phenyl,  which  separates  on  addition  of  caustic  soda  as  a thick 
syrup,  and  gradually  solidihes  to  a glassy  mass.^ 

4 : ^f’-Diamido-Z'-hydroxy-'^-mctliyldiphenyl,  CgH3(NH2)(OH) 
C6H3(NH2)CH3,  is  prepared  by  heating  o-toluene-azophenyl- 
sulphonic  acid  with  water,  and  crystallizes  in  nacreous  plates 
which  melt  at  177°,  and  are  readily  soluble  in  alkalis.  Its 
sulphate  forms  crystals  sparingly  soluble  in  water. 

4 : ^'-Diamidocthoxyphcnyltolyl,  Ci2H5(CH3)(NH2)20C2H5  is 
[prepared  in  a similar  manner,  and  crystallizes  in  flat  needles 
which  melt  at  117-5°,  and  are  converted  by  heating  with  hydro- 
cldoric  acid  into  the  foregoing  compound,  which  has  the 
constitutional  formula : ^ 

1 Bcr.  7,  1548. 

2 Adam,  Bull.  Soc.  Chim.  49,  57  ; Ann.  Chim.  Phys.  [6]  15,  239. 

3 Farbenfabr.  vorrn.  Bayer  and  Co.  ; Ghem.  Zcit.  14,  1144. 

^ Weinberg,  Ber.  20,  3171. 
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p-Phenyltolyl  or  4^- Methyldiphenyl  was  prepared  by  Carnelley 
by  the  action  of  sodium  on  a mixture  of  bromobenzene  and 
pure  j9-bromotoluene,  benzene,  toluene,  diphenyl,  ditolyl,  and 
other  products  of  high  boiling-point  being  also  formedd  A 
larger  yield  is  obtained  by  passing  a mixture  of  benzene  and 
toluene  vapours  through  an  iron  tube  filled  with  pumice  stone 
and  heated  to  dull  redness ; a series  of  other  hydrocarbons, 
including  naphthalene,  diphenyl,  o-^-ditolyl,  phenanthrene,  an- 
thracene, diphenylbenzene,  &c.,  is  also  formedd 

The  fractionation  of  the  product,  weighing  1458  grms., 
yielded  231  grms,  of  p-phenyltolyl.  This  substance  is  a strongly 
refractive,  pleasantly-smelling  liquid,  boils  at  263 — 267°,  and 
solidifies  at  a low  temperature  to  crystals  which  melt  between 
2 and  3°.  It  is  oxidized  by  dilute  nitric  acid  to  y>-phenyl- 
benzoic  acid  and  by  chromic  acid  to  terephthalic  acid. 

p-Phenylbromotolyl,  CgH5.CgH3Br.CH3,  is  obtained,  together 
with  the  substance  next  to  be  described,  when  the  calculated 
quantity  of  bromine  is  gradually  added  to  a solution  of  the 
hydrocarbon  in  carbon  disulphide.  The  solvent  is  then  distilled 
off  and  the  residue  heated  with  caustic  soda  solution,  washed 
with  water  and  extracted  with  boiling  alcohol.  The  crude  pro- 
duct crystallizes  out  on  cooling  and  is  purified  by  recrystalliza- 
tion. It  forms  nacreous  tablets,  melts  at  127 — 129°,  and  is 
scarcely  soluble  in  cold,  slightly  in  boiling  alcohol,  and  readily 
in  benzene.  An  acetic  acid  solution  of  chromic  acid  converts  it 
into  bromoterephthalic  acid,  no  other  product  being  formed,  so 
that  its  constitution  must  be  represented  by  one  or  other  of  the 
following  formulae  : ^ 


Br  Br 


'p-Bromo-p-phenyltolyl,  CgH4Br.CgH4.CH3,  separates  out  as  a 
yellow  oil  when  the  mother  liquor  of  the  preceding  compound 
is  evaporated,  and  after  being  freed  from  alcohol  and  water, 

1 Journ.  Chem.  Soc.  1876,  1,  13.  = Journ.  Clicm.  Hoc.  1880,  1,  701. 

3 Carnelley  and  Thomson,  Journ.  Clicm.  Soc.  1885,  1,  588  ; 1887,  1 87. 
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solidifies  on  cooling  to  a yellow  crystalline  mass,  melting  at 
27—30°.  On  oxidation  it  first  yields  ^-bromophenylbenzoic 
acid  and  then  ^^-bromobenzoic  acid,  and  is  therefore  a dipara- 
compound. 

a-Dibromo-p-])henyUolyl,  CeH4Br.C6H3Br.CH3,  is  formed,  to- 
gether with  the  /9-compound,  when  two  molecules  of  bromine 
are  employed,  the  lic[uid  being  cooled  at  first,  but  afterwards 
heated  gently  for  some  time.  After  the  evaporation  of  the 
carbon  disulphide,  the  residue  is  repeatedly  extracted  with  boil- 
ing alcohol,  the  small  amount  of  the  a-compound  which  is 
present  being  thus  dissolved.  It  crystallizes  in  frond-shaped 
tablets,  and  on  oxidation  passes  first  into  a-bromophenylbromo- 
benzoic  acid  and  then  into  ^:)-bromobenzoic  acid. 

j3-Dihromo-p-plicnyltolyl,  CeH4Br.CeH3Br.CH3,  is  scarcely 
soluble  in  alcohol,  but  readily  in  benzene,  and  crystallizes  from 
ether  in  needles,  melting  at  148—150°.  It  is  converted  by 
oxidation  into  /9-bromophenylbromobenzoic  acid  and  j>bromo- 
benzoic  acid. 

Each  of  these  compounds  therefore  contains  one  bromine 
atom  in  the  para-position ; the  second  atom  of  bromine  is  present 
in  one  compound  in  the  position  CH3 ; Br  = 1.2,  and  in  the 

other  1 : 3. 

mtro-2>phenyltolyl,  Ci,H8(N02)CH3,  is  formed  when  one  part 
of  nitric  acid  of  sp.  gr.  1'45  is  added  to  a solution  of  one  part  of 
the  hydrocarbon  in  three  parts  of  glacial  acetic  acid,  and  crys- 
tallizes from  hot  alcohol  in  hard  lustrous  needles,  melting  at 
141°.  An  oily  mononitro-compound  is  also  formed  in  the  re- 
action, but  has  not  been  obtained  pure. 

Dmitro-p-phenyltolyl,  is  prepared  by  the 

action  of  a mixture  of  six  parts  of  nitric  acid  and  one  part  of 
sulphuric  acid,  on  three  parts  of  the  hydrocarbon.  It  crys- 
tallizes from  alcohol  in  slender  white  needles,  and  melts  at 

X 5 3 X 3 

Amido-p-phenyltolyl,  C42H8(NH.2)CH3,  is  obtained  by  the  re- 
duction of  the  mononitro-compound  with  tin  and  hydrochloric 
acid,  and  crystallizes  in  fascicular  groups  of  needles,  meltmg 
at  93—97°.  The  hydrochloride  forms  small  silky  needles  or 

tablets.^ 


^ Carnelley,  Journ.  Chevi.  Soc.  1876,  1,  20. 
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Phenylbenzyl  Compounds. 

2737  rhenyJhenzyl  alcohol,  CgH5.CgH^.CH2.0H,  was  prejDared 
by  Adam  by  beating  ??i-phenyltolyl  to  150°  with  bromine,  boil- 
ing the  product  with  alcoholic  potash  and  finally  treating  the 
ethyl  ether  thus  obtained  with  hydriodic  acid  in  the  cold  : 

+ HI  = C12H9.CH2.OH  + C2HgI. 

It  is  a thick  liquid,  without  taste  or  odour,  is  not  volatile 
with  steam  and  is  insoluble  in  water,  but  soluble  in  alcohol, 
ether,  &c. 

Phenylbenzyl  methyl  ether,  C12H9.CH2OCH3,  was  prepared  in 
a similar  manner  to  the  ethyl  ether  ; it  is  a syrupy  liquid, 
has  a characteristic  not  unpleasant  odour,  and  is  volatile  with 
steam. 

Phenylbenzyl  ethyl  ether,  Ci2Hg.CH2.0C2Hg,  is  a similar 
substance.^ 


The  Phenylbenzoic  Acids,  CgHg.CgH^.COgH. 

2738  0- Phenylbenzoic  acid  was  first  obtained  by  Fittig  and 
Ostermayer,  by  fusing  diphenyleneketone  with  caustic  potash  : ^ 


I > 

CeH/ 


CO  + HOK  = 


CeH,.CO.OK 


It  is  also  formed,  together  with  carbonyldiphenyl  oxide,  CO 
(CgHi)20,  and  other  products,  by  the  distillation  of  sodium 
salicylate  with  phenyl  j)hosphate,  and  has  been  synthetically 
prepared  from  o-amidodiphenyl  by  diazotizing,  converting  the 
diazo-chloride  into  j^henylbenzonitrile  by  a solution  of  cuprous 
potassium  cyanide  and  heating  this  with  alcoholic  potash.^  It 
is  insoluble  in  cold,  only  very  sparingly  soluble  in  boiling  water, 
and  crystallizes  from  boiling  alcohol  in  small  transparent  needles, 
or  from  a more  dilute  solution  in  well-developed,  lustrous,  four- 

^ Bull.  Soc.  Chim.  49,  97  ; Ann.  Chim.  Phys.  VI.  15  242. 

” Annalen,  166,  374  ; Schmitz,  Annalen,  193, 120. 

^ Kaiser,  Annalen,  257,  99. 
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sided  flat  j3risms  with  oblique  terminations,  the  crystals  being 
often  an  inch  in  length.  It  melts  at  110 — 111°,  and  solidifies 
to  a crystalline  mass  when  slowly  cooled ; on  rapid  cooling, 
however,  a transparent,  viscid,  glutinous  mass  is  obtained, 
which  becomes  crystalline  if  it  be  stirred  with  a platinum 
wire.  When  it  is  heated  with  slaked  lime,  diphenyleneketone 
is  again  formed,  together  with  a little  diphenyl,  the  yield  of 
which  is  larger  when  the  calcium  salt  is  heated  by  itself  or  the 
acid  fused  with  potash,  its  production  being  accomjDanied  by 
carbonization  of  the  mass.  Dilute  nitric  acid  does  not  attack 
it  even  on  boiling,  whilst  on  heating  with  potassium  dichromate 
and  dilute  sulphuric  acid  it  is,  like  other  ortho-compounds, 
completely  destroyed. 

Potassium  o-plicnylhenzoate,  C;^3Hg02K-l-H20,  crystallizes  in 
small,  trans]3arent  prisms,  and  is  readily  soluble  in  water,  but 
scarcely  in  concentrated  caustic  jootash  solution. 

Calcium  o-iilicnylhenzoatc,  (Cj3Hg02)2Ca-f  2H2O,  is  sparingly 
soluble  in  water,  and  forms  small  crystals,  which  redissolve  very 
slowly  even  in  a large  quantity  of  boiling  water,  but  do  not 
then  separate  out  again  until  the  solution  has  been  sufficiently 
concentrated. 

Barium  o-phcnylhcnzoatc,  (Cj3HjQ02)2Ba-f-H.20,  separates  on 
the  evaporation  of  a dilute  solution  in  fascicular  groujDS  of 
crystals.  When  the  mother  liquor  is  cooled,  no  more  of  the 
salt  separates  out,  and  if  it  then  be  allowed  to  evaporate  over 
sulphuric  acid,  crystallization  does  not  occur  until  it  is  very 
concentrated ; the  amount  of  salt  which  separates  out  is  in- 
creased by  raising  the  temperature,  but  it  does  not  appear  to 
redissolve  on  cooling. 

Silver  o-phenylhenzoate,  Cj3Hj)02Ag,  is  a flocculent  precipitate, 
which  crystallizes  from  hot  water  in  transparent  needles. 

Ethyl-0 -phcnylhenzoatc,  C13H3O2.C2H5,  is  prepared  by  passing 
hydrogen  chloride  into  the  alcoholic  solution  of  the  acid ; it  is  a 
thick  colourless  liquid,  boils  at  300 — 305°  and  does  not  solidify 
at  — 20°. 

Kitro-o-phenylhcnzoic  acid,  Ci2lIg(N02)C02H,  is  readily  formed 
when  o-phenylbenzoic  acid  is  brought  into  fuming  nitric  acid ; 
it  crystallizes  from  alcohol  in  transparent  monosymmetric 
tablets,  and  melts  at  221 — 222°.  The  calcium  salt  is  readily 
soluble  in  water,  and  separates  out  in  anhydrous  nodules  on  the 
sy)ontaneous  evaporation  of  its  solution,  this  proyDerty  being 
shared  by  tlie  harium  salt. 
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‘p-Biliydroxij-o-'plienylbmzoic  add,  CgH^(OH) C6H3(OH)CO^H, 
is  obtained  when  diphenyleneketonedisulphonic  acid  is  fused 
with  caustic  potash  : 

CgH3— SO3K  CgH,.OH 

I >CO  + 2HOK  + H3O  = I + 2SO3K2. 

CgHg— SO3K  CgH3(OH)CO.OH 

It  forms  crystals  melting  at  270°,  is  sparingly  soluble  in  water, 
readily  in  alcohol,  and  decomposes  on  heating  with  lime  into 
carbon  dioxide  and  7-diphenold 

m-Phenylhcnzoic  add  is  formed,  together  with  salicylic  acid, 
y?-hydroxybenzoic  acid,  a-hydroxyisophthalic  acid,  y?-phenyl- 
benzoic  acid,  and  other  amorphous  yellow  and  brown  products, 
when  one  part  of  benzoic  acid  is  fused  with  six  parts  of  caustic 
potash.  It  can  also  be  obtained  by  the  oxidation  of  m-phenyl- 
tolyl  and  also  by  brominating  this  substance  and  boiling  the 
product  with  a solution  of  copper  nitrate  (Adam).  It  is  only 
sparingly  soluble  in  water,  crystallizes  from  alcohol  in  dazzling 
white  plates,  melts  at  ICO — 161°,  and  decomposes  into  carbon 
dioxide  and  diphenyl  when  heated  with  slaked  lime.  Potassium 
dichromate  and  dilute  sulphuric  acid  oxidize  it  to  isophthalic 
acid. 

Caldum  m-jpTienylhenzoate,  (Ci3Hg02)2Ca  + 8H20,  separates  out 
in  crusts  when  its  solution  is  evaporated,  and  becomes  anhydrous 
at  200°. 

Barium  m-phmylbenzoate,  2(C^3Hg02)2Ba  + 7H20,  is  readily 
soluble  in  water,  and  crystallizes  in  fascicular  groups  of  needles, 
which  lose  their  water  of  crystallization  at  180°. 

The  silver  salt  is  a white,  flocculent  precipitate,  which  is  not 
much  acted  on  by  light. 

Ethyl  m-phcnylbenzoate,  CigllgOgCgHg,  is  a thick  oily  liquid, 
which  distils  without  decomposition  at  a high  temperature.^ 
]3-Phenylhenzoic  add  was  obtained  by  Schultz  by  the  oxidation 
of  ^9-diphenylbenzene,  (CgH5)2CgH4,  with  an  acetic  acid  solution 
of  chromium  trioxide.^  It  has  been  prepared  synthetically  by 
Doebner  from  the  nitrile,  which  is  formed  by  the  distillation 
of  potassium  diphenylsulphonate  vdth  potassium  cyanide,  and 
on  boiling  with  alcoholic  potash  is  converted  into  the  acid.^ 

1 Schultz,  Annalen,  207,  344. 

2 Barth  and  Schreder,  Monats.  3,  808. 

® Ber.  6,  415  ; Annalen,  174,  213. 

Annalen,  172,  111. 
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The  latter  is  also  formed,  as  already  mentioned,  by  fusing  ben- 
zoic acid  with  caustic  potash,  and  by  the  oxidation  of  phenyl- 
tolyl. 

It  is  scarcely  soluble  in  cold,  only  sparingly  in  boiling  water, 
readily  in  alcohol  and  ether,  crystallizes  from  hot  dilute  alcohol 
in  fascicular  groups  of  long  needles,  melts  at  218 — 219°,  and 
readily  sublimes  in  long,  lustrous  needles.  On  heating  with 
an  excess  of  lime  it  decomposes  quantitatively  into  carbon 
dioxide  and  diphenyl,  whilst  chromium  trioxide  in  acetic  acid 
solution  oxidizes  it  to  terephthalic  acid. 

Calcmm  ^-phenylbenzoate,  (Ci3Hg02)2Ca,  is  obtained  as  a 
granular  precipitate  when  calcium  chloride  is  added  to  a solu- 
tion of  the  ammonium  salt.  It  is  scarcely  soluble  in  cold, 
sparingly  in  boiling  water,  and  crystallizes  on  cooling  in  small 
plates. 

Barium  jp-phenylhenzoate  (Ci3Hg02)2Ba,  closely  resembles 
the  calcium  salt,  and  crystallizes  from  a hot  saturated  solution 


in  thin  lustrous  plates. 

The  remaining  salts,  including  even  the  ammonium  salt, 
are  either  sparingly  soluble  or  insoluble. 

Ethyl  p-iyhenylbcnzoate,  C12H9.CO.OC2H3,  crystallizes  from 
alcohol  in  hard  colourless  prisms,  and  melts  at  46°. 

2J-PhenylbenzonUrile,  CeHg.CgH^.CN,  has  in  addition  to  the 
method  described  above,  been  prepared  by  Kaiser  from  p-amido- 
diphenyl  in  a similar  manner  to  the  ortho- compound.  It 

separates  from  alcohol  in  hard  compact  crystals,  melts  at  84 — 85°, 
and  distils  without  decomposition  at  a high  temperature. 

The  following  compounds,  formed  as  already  mentioned  by 
the  oxidation  of  the  bromophenyltolyls,  have  only  been  slightly 
investigated  : 

Melting-point. 

^-Bromophenylbenzoic  acid,  C6H4Br.C(.H4.C02H  193 — 194° 
a-p-Bromophenylbromobenzoic  acid, 

CgH4Br.CgH3Br.CO2H,  small  needle-shaped 

prisms 202 — 204° 

/S-^^-Bromophenylbromobenzoic  acid,  sublimes 

easily 231 — 232° 


2p-o-Dinitro-j)-phenylhenzoic  acid,  CgH4(N02)CgH3(N02)C02H, 
is  formed  when  y?-phenylbenzoic  acid  is  heated  with  ten  parts 
of  fuming  nitric  acid,  and  crystallizes  from  hot  alcohol  in  small 
needles,  melting  at  252°.  Its  methyl  ester  forms  long  flat 
needles,  and  melts  at  156°. 
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When  the  acid  is  reduced  with  stannous  chloride  and  hydro- 
chloric acid,  and  the  hydrochloride  of  diamido-^-phenylbenzoic 
acid  thus  obtained  distilled  with  lime,  diphenyline  is  formed. 

^-EydrocarbazoUcarboxylic  acid,  C13H13NO2,  is  obtained  m a 
similar  manner  to  /3-hydrocarbazole^  (p.  420)  by  heating  the 
hydrazone  of  ketohydrobenzoic  acid  with  a mineral  acid  : 


C«H 


.CO.H 

N 

1 

NH 


yCOJl 

+ NH3. 

c,h/ 


It  dissolves  in  the  alkali  carbonates,  and  is  re-precipitated  by 
acids.  On  heating  it  melts  at  230°,  and  decomposes  at  a some- 
what higher  temperature,  products  of  a faecal  odour  being 
formed,  which  redden  a pine  splinter  moistened  with  hydrochloric 

acid.^ 

^ Strasser  and  Schultz,  Annalcn,  210,  191. 

■’  Baeyer  and  Tutein,  Ber.  22,  2184. 
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DIMETHYLDIPHENYL  GROUP. 


2739  Twelve  dimethyldiphenyls  are  theoretically  possible,  six 
of  the  formula  CgH5.CgH3(CH3)2,  and  six  ditolyls,  CH3.CgH4.CgH^. 
CH3.  Only  the  latter  have  hitherto  been  prepared,  their  con- 
stitutions being  as  follows : 


2:2'  = diortho, 
3:3'  = dimeta, 
4:4'  = dipara, 
2:3'  = orthometa, 
2:4'  = orthopara, 
3:4'  = inetapara. 


The  Ditolyls. 

o-Ditolyl  is  formed  by  the  action  of  sodium  on  o-bromotoluene,^ 
and  is  a strongly  refractive  liquid,  which  has  a characteristic 
odour,  somewhat  resembling  that  of  poplar  buds,  boils  at  272°, 
and  has  a sp.  gr.  of  0-9945  at  16'5°.  A crystalline  hydro- 
carbon which  was  obtained  by  Fittig  as  a by-product  and  was 
considered  by  him  to  be  dibenzyl,  was  probably  |?-ditolyl,  since 
the  liquid  bromotoluene  employed  for  the  reaction  certainly 
contained  ^-bromotoluene. 

m-Ditolyl  is  prepared  by  acting  upon  an  alcoholic  solution  of 
diamido-m-ditolyl  with  nitrogen  trioxide,^  and  also  occurs  among 

^ Fittig,  Annalerif  139,  178  ; Luginin,  Bcr.  4,  514. 

2 Schultz,  Her.  17,  467  ; Stolle,  Ber.  21,  1096. 
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the  products  which  are  obtained  by  the  action  of  methyl  chloride 
on  diphenyl  in  the  presence  of  aluminium  chlorided  It  is 
an  oily  liquid,  boils  at  289°,  and  has  a sp.  gr.  of  0-9993  at  16° 
On  oxidation  it  yields  diphenyl-m-dicarboxylic  acid  and 

isophthalic  acid. 

DicMoro-m-ditolyl,  C6H3Cl(CH3)CeH,Cl(CH3),  is  formed  when 
a solution  of  diamido-??i-ditolyl  in  hydrochloric  acid  is  diazotized 
and  then  treated  with  a hydrochloric  acid  solution  of  cuprous 
chloride ; the  intermediate  compound,  Ci2H6(^^3)2(^2^^)2  d" 
CugClg,  is  first  formed  as  a dark-yellow  or  brown  powdei  (p.  248) 
which  readily  decomposes.  Dichloro-??r-ditolyl  crystallizes  from 
alcohol  in  white  plates  with  a fatty  lustre,  melts  at  51°,  and  is 
oxidized  to  chloro-m-toluic  acid  by  chromic  acid.  On  heating  to 
220—240°  with  an  acetic  acid  solution  of  hydriodic  acid  and 
phosphorus,  it  is  converted  into  ?7r-ditolyl. 

TetracUoro-m-ditolyl,  C14H10CI4,  is  obtained  when  the  sub- 
stance just  described  is  heated  to  200°  with  phosphorus  penta- 
chloride.  It  is  an  oily  liquid,  but  solidifies  in  a freezing  mixture. 
On  treatment  with  dilute  nitric  acid  it  yields  dichlorodiphenyl- 
7?r-dicarboxylic  acid  and  must  therefore  have  the  following 
constitution  : 


CH,C1  CH2CI 


Dibromo-m-ditolyl,  has  been  prepared,  as  also  the 

following  compound,  from  diamido-??i-ditolyl  by  the  diazo- 
reaction; it  crystallizes  in  yellow  needles  or  plates,  melting  at 
58—59°. 

Di-iodo-m-ditolyl,  crystallizes  in  yellow  needles, 

melting  at  99 — 100°.^ 

jp-Ditolyl  is  formed  by  the  action  of  sodium  on  ^:)-bromotoluene 
dissolved  in  ether  or  light  petroleum.^  It  crystallizes  from  hot 
alcohol  in  aggregates  of  small  white  plates,  or  when  its  ethereal 
solution  is  slowly  evaporated  in  splendid  monosymmetric  prisms, 
with  a vitreous  lustre,  melts  at  121°,  and  boils  at  283  288 

without  decomposition.  Chromium  trioxide  acts  upon  it  in 
acetic  acid  solution,  with  formation  of  tolylphenylcarboxylic  acid, 

1 Adam,  Bull.  Soc.  Chim.  49,  97  ; Ann.  Chim.  Phys.  VI.  15,  247. 

2 Stolle,  Per.  21,  1096. 

3 Zincke,  Ber.  4,  369  ; Luginin,  Ber.  4,  514. 
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CH3.CgH^.C(.H^.C02H,  melting  at  245°,  which  is  then  converted 
by  further  oxidation  into  diphenyl-j^-dicarboxylic  acidd 

o-p-Bitolyl  was  found  by  Carnelley  among  the  products  obtained  . 
by  the  action  of  sodium  on  a mixture  of  bromobenzene  and  p- 
bromotoluene,  and  by  passing  the  vapours  of  benzene  and 
toluene  through  a red-hot  tube  (p.  431).  The  same  hydro- 
carbon is  without  doubt  a constituent  of  the  liquid  ditolyl  which 
was  obtained  by  Zincke  and  Luginin  in  the  preparation  of  the 
para-compound,  and  which  was  probably  a mixture  of  e-jj-  and 
^-ditolyl.  The  production  of  the  former  of  these  compounds  is 
explained  by  the  fact  that  the  ^:>-bromotoluene  employed  con- 
tained a little  of  the  ortho-derivative.  o-y)-Ditolyl  has  not  yet 
been  obtained  pure,  since  even  after  repeated  fractionation  it 
boils  between  272 — 280°.  On  oxidation  it  yields  a tolylphenylcar- 
boxylic  acid,  melting  at  180°,  and  terejDhthalic  acid  (Carnelley). 
Bromine  converts  it  into  the  following  substitution-products,  by 
means  of  which  its  constitution  has  been  determined. 

a-Brom-o-p)-ditolyl,  C^2H7Br(CH3)2,  crystallizes  from  hot  alcohol 
in  slender,  matted,  microscopic  needles,  and  melts  at  95°.  On 
oxidation  it  yields  bromoterepthalic  acid. 

^-Brom-o-p-ditolyl  is  an  oily  liquid  and  is  converted  by 
chromium  trioxide  in  acetic  acid  solution  into  a bromodiphenyl- 
carboxylic  acid,  which,  on  further  action,  passes  into  a-bromo- 
phthalic  acid. 

Dihrom-o-p-ditolyl,  Cj^2H6Br2(CH3)2,  crystallizes  from  alcohol 
in  long,  very  lustrous,  hair-like  needles,  and  melts  at  156°.^ 
o-m-Ditolyl  was  obtained  by  Schultz  by  mixing  orthometa- 
tolidine,  (p.  446)  with  a solution  of  nitrogen  trioxide  in  alcohol. 
It  is  an  oily  liquid  with  a pleasant  odour  and  boils  at  280°. 
Chromic  acid  oxidizes  it  to  isophthalic  acid.^ 

m-2')-Ditolyl  was  prepared  by  the  same  chemist  in  a similar 
manner  from  the  tolidine  obtained  from  y?-azotoluene.  It  crys- 
tallizes in  slender  needles  or  plates,  melts  at  91°,  and  is  volatile 
with  steam.  On  oxidation  it  yields  an  acid  which  melts  at  273°, 
and  is  insoluble  in  water.  Its  constitution  follows  from  the 
fact  that  those  of  all  the  other  isomerides  are  known. 

^ Doebner,  Ber.  9,  271  ; Carnelley,  Journ.  Chem.  Soc.  1877,  2,  653. 

^ Carnelley  and  Thomson,  Journ.  Chem.  Soc.  1885,  1,  590. 

® Ber.  17,  471  ; Schultz,  Steinkohlcnthecr,  1,  195. 
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2740  Dihydroxy -m-ditoly I,  or  o-Dicresol,  Ci4H^2(^^)2>  formed 
when  a solution  of  tetrazo-wz,-ditolyl  chloride  is^  boded,  and 
separates  on  cooling  in  large,  broad  needles,  melting  at  157°d 
On  heating  with  zinc  dust  it  is  reduced  to  m-ditolyl.^ 

Diethoxy-m-ditolyl,  is  obtained  as  a by-pro- 

duct in  the  preparation  of  the  hydrocarbon,  and  crystallizes  from 
hot  alcohol  in  white,  glistening  plates,  melting  at  156  (Schultz). 
Hobbs  prepared  it  and  several  other  ethers  from  the  potassium 
compound  of  dicresol  and  the  corresponding  alcoholic  iodide. 

i)mce^o^y-m-cZ^^oZy/,C44H42(O.CO.CH3)2,  is  formed  when  the 
potassium  compound  of  dicresol  is  heated  with  acetic  anhydride  , 
it  forms  long  needles  and  melts  at  131  (Hobbs). 

Dinitrodihydroxy-m-ditolyl,  C44H4o(N02)2(OIi)2’  obtained 
by  boiling  the  tetrazochloride  with  ordinary  nitric  acid  (Gerber), 
and  by  heating  dicresoldicarboxylic  acid  with  nitric  acid.^  It 
crystallizes  from  glacial  acetic  acid  in  golden-yellow  needles,  melts 
at  272 — 273°,  is  insoluble  both  in  water  and  alcohol,  and  gives  a 
blue  colouration  with  ferric  chloride.  The  potassium  and  sodium 
salts  form  reddish-violet  stellate  groups  of  crystals,  whilst  the 
ammonium  salt  is  orange-red ; they  form  orange-ied  solutions 
in  water. 

Tetrahydroxyditolyl,  Ci4Hio(OH)4.  When  toluquinol  is  oxi- 
dized in  a well-cooled  acetic  acid  solution  by  means  of  man- 
ganese dioxide  and  sulphuric  acid,  dihydroxyditolylquinone  is 
formed,  the  reaction  being  similar  to  that  by  which  cedriret  is 
obtained  from  dimethylpyrogallol  (p.  392) : 


/CH3 

CeHs^OH 

\OH 

/OH 

C,H3^0H 

\CH, 


/CH3 

C,H2^0H 

\o. 


-p  20  = 


'0^ 
. -01. 
\CH, 


-f  2H.,0. 


C6H2f-OH 


This  substance  separates  from  alcohol  in  small  black  crystals 
with  a green  metallic  lustre,  and  is  readily  reduced  by  zinc  and 

^ Gerber,  Ber.  21,  749  ; Hobbs,  Ber.  21,  1065.  2 2I,  1096. 

Denniiiger,  Ber.  21,  1641. 
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acetic  acid  to  tetrahydroxyditolyl.  The  latter  crystallizes  from 
alcohol  in  transparent  wine-yellow,  four-sided  prisms,  and  is 
readily  soluble  in  hot  water.  The  warm  solution  assumes  a 
reddish  colour  in  the  air,  and  on  cooling  deposits  the  quinhydrone 
in  blue  flakes. 

Tetrahydroxyditolyl  becomes  brown  and  melts  at  202° ; its 
alkaline  solution  changes  colour  in  the  air,  becoming  yellowish- 
green,  yellowish-brown,  cherry-red,  and  finally  black-brown.^ 

Bimethyltetraliydroxyditolyl,  C;^4H^o(OH)2(OCH3)2,  is  obtained 
by  heating  dimethoxyditolylquinone,  Cj4H^q02(0CH3)2,  which  is 
described  below,  with  ammonium  sulphide,  and  crystallizes  from 
benzene  in  slender  colourless  needles ; it  melts  at  173°  and 
readily  becomes  reoxidized  to  the  quinone.^ 

Tetramethoxyditolyl,  Ci4Hjq(OCH3)4,  is  formed  when  tetra- 
hydroxyditolyl is  heated  with  methyl  iodide  and  a solution  of 
sodium  in  methyl  alcohol  at  1 1 5 — 1 25°.  A partially  methylated 
compound  is  also  fonned,  which  contains  the  dimethyl  ether. 

It  crystallizes  from  alcohol  in  colourless  prisms  or  tablets, 
melts  at  129°,  and  sublimes  when  carefully  heated. 

Tetracetoxyditolyl,  Ci4H;^q(O.CO.CH3)4,  is  prepared  by  heating 
tetrahydroxyditolyl  with  sodium  acetate  and  acetic  anhydride 
to  155 — 165°,  and  crystallizes  from  alcohol  in  matted  needles, 
melting  at  135°. 

Dihydroxyditolylene  oxide,  Ci4H4qO(OH)2,  is  obtained  by  heat- 
ing the  dimethyl  ether  with  concentrated  hydrochloric  acid  to 


180—190°. 


/CH, 

C,H,f0CH3 

\OH 


/OH 

C3H/OCH3 

\CH. 


/CH3 


+ 2HC1  = 


/9. 


\CH, 


+ 2CH3CI  + H3O. 


It  crystallizes  from  benzene  in  long,  flat  needles,  whicli 
rapidly  effloresce  in  the  air  with  loss  of  benzene  of  crystallization, 
and  from  dilute  alcohol  in  lustrous  plates,  containing  one 
molecule  of  water,  which  is  completely  lost  at  120°.  It  melts 
at  232°,  but  sublimes  at  a lower  temperature  in  lustrous  plates. 
On  heating  with  zinc  dust  it  yields  a small  amount  of  a 
semi-liquid  hydrocarbon  possessing  a pleasant  smell  of  lemons. 
Dimethoxyditolylquinone,  Cj4H4q(0CH3)202,  is  obtained, 
^ Brunner,  Monatsh.  10,  174.  ' Nietzki,  Annalen,  215,  160. 
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too-ether  with  formaldehyde,  when  dimethyltoluquinol  is 
oxidized  in  acetic  acid  solution  with  potassium  dichromate  and 
sulphuric  acid  : 


It  is  moreover  formed  when  an  alcoholic  solution  of  the  by- 
product obtained  in  the  preparation  of  the  tetramethyl  ether,  as 
described  above,  is  heated  with  ferric  chloride,  and  then  separates 
out  in  brownish-red  needles.  It  is  soluble  in  alcohol,  ether, 
and  glacial  acetic  acid  with  a yellowish-red  colour,  and  crys- 
tallizes from  a dilute  solution  in  brick -red  needles,  but  from  a 
stronger  as  a mass  of  hair-like  needles,  which  appear  almost 
black  by  reflected  light,  take  a violet-grey  colour  and  a silky 
lustre  on  drying,  and  melt  at  153°. 

Diethoxy ditolylqidnone,  Cj4Hjo(^^2®5)2^2’  prepared  from 
diethyltoluquinol  in  a similar  manner  to  the  methyl  compound. 
It  forms  very  slender  needles,  of  a greenish-black  coloui,  and 

melts  at  139°. 

Dicthyltetrcihydo'oxyditolyl,  C;^4H;^o(OC2H5)2(OH)2,  is  obtained 
by  reducing  the  preceding  compound.  It  forms  slendei  white 
needles,  and  readily  oxidizes  in  solution.  It  is  only  slightly 
soluble  in  water,  readily  in  alcohol,  and  sublimes  with  partial 
decomposition.^ 

Ditolyldiqiiinone,  C;^4H^q04,  is  obtained  by  treating  an  alcoholic 
solution  of  tetrahydroxyditolyl  with  a concentrated  solution  of 
ferric  chloride.  It  crystallizes  from  alcohol  in  lustrous  tablets 
or  prisms,  which  are  coloured  light-yellow  to  orange-yellow, 
according  to  their  thickness,  and  sublimes  with  partial  de- 
composition on  heating. 

Ditolylyuinhy drone,  C44II44O4  -f  C44II4QO4,  is  formed  by  the 
partial  oxidation  of  tetrahydroxyditolyl,  and  when  an  alcoholic 
solution  of  this  substance  is  mixed  with  a hot  concentrated 
solution  of  the  quinone.  It  crystallizes  in  bluish-violet,  oblong 
plates,  and  melts  at  217 — 220°. 

Which  of  the  three  ditolyls  first  described  is  the  parent 
hydrocarbon  of  the  preceding  compounds  is  not  yet  known. 


OCH 


4-  40  = 


4-  2CH2O  4-  2H.2O. 


^ Noelting  and  Werner,  BiM.  Soc.  Chim.  1890,  804. 
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DIAMIDODITOLYLS  or  TOLIDINES, 


C,H3< 


CH, 

NH, 


CH„- 

NH^ 


2741  Orthotolidine  or  •p-Biamido-m-ditolyl  is  formed  by  the 
action  of  hydrochloric  acid  on  o-hydrazotoluened  and  when 
an  alcoholic  solution  of  o-azotoluene  is  heated  with  stannous 
chloride  and  hydrochloric  acidd  It  crystallizes  in  nacreous 
plates,  melts  at  128°,  is  slightly  soluble  in  water,  readily  in  alcohol 
and  ether,  and  is  coloured  blue  by  chlorine  and  bromine  vapour. 

Its  sulphcde  is  sparingly  soluble  in  water,  and  even  less  readily 
in  alcohol,  and  the  hydrochloride,  crystallizing  in  plates,  is  also 
only  slightly  soluble  in  water.  The  solutions  of  its  salts  are 
coloured  blue  by  ferric  chloride. 

The  m-ditolyl  obtained  from  this  compound  is  converted  by 
oxidation  into  isophthalic  acid,  from  which  it  follows  that  in  the 
conversion  of  o-hydrazotoluene  into  orthotolidine  the  amido- 
groups  take  the  para-positions,  as  in  benzidine.  This  is  also 
shown  by  the  fact  that  when  orthotolidine  is  converted  into 
tetrazoditolyl  perbromide  and  the  latter  boiled  with  alcohol,  a 
bromo-??z-ditolyl  is  formed,  in  addition  to  the  diethyl  ether 
described  above,  which  yields  bromo-??i-toluic  acid,  melting  at 
205°,  on  oxidation  (Schultz). 

Orthotolidine  is  employed  in  the  manufacture  of  azo-colours 
and  prepared  on  the  large  scale  from  o-nitrotoluene  in  a similar 
manner  to  benzidine  from  nitrobenzene. 

Diacetylorthotolidine,  0^411^2(^^.00.0113)2,  is  obtained  by 
boiling  the  base  with  glacial  acetic  acid,  and  crystallizes  in 
white  lustrous  needles,  melting  at  3 1 4°.^ 

Tetracetylorthotolidine,  044H42N2(00.0H3)4,  is  formed  when 
the  preceding  compound  is  heated  with  acetic  anhydride  at 
160 — 170°,  and  crystallizes  from  alcohol  in  snow-white  lustrous 
needles,  melting  at  211°  (Gerber). 

m-Ditolyl  mustard  oil,  044Hj2(N0S),  is  obtained  by  the  action 
of  carbon  disulphide  on  the  base  and  treatment  of  the  product 
with  sulphuric  acid.  It  crystallizes  from  benzene  in  splendid 
thick,  transparent  tablets,  and  melts  at  157°  (Hobbs). 

^ Petrie w,  Ber.  6,  557. 

Scliultz,  Ber.  17,  467  ; Sleinkohlentheer,  1,  369. 

3 Gerber,  Ber.  21,  746  ; Hobbs,  Ber.  21,  1065. 
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Dinitro-OTthotolicline,  Avas  prepared  by 

Gerber  by  nitrating  the  diacetyl-componnd  and  beating  the 
product  Avith  dilute  sulphuric  acid.  It  is  only  slightly  soluble 
in  alcohol,  from  which  it  crystallizes  in  flat,  garnet-red,  glistening 
tablets,  melts  at  266—267°,  and  deflagrates  at  a few  degrees 
above  this  temperature. 

Orthotolidinesidphonic  acid,  Gi2H5(CH3)2(NH.2)2S03H,  is  ob- 
tained in  a similar  manner  to  benzidinesulphonic  acid,  and  is  only 
slightly  soluble  both  in  hot  and  cold  Avater ; its  salts  crystallize 
badly. 

Orthotolidine-m-disulphonic  acid,  Ci2H^(CH3)2(NH2)2(S03H)2, 
is  also  prepared  in  a similar  manner  to  the  corresponding 
benzidinedisulphonic  acid ; it  crystallizes  from  hot  Avater,  in 
Avhich  it  is  readily  soluble,  in  delicate  white  needles,  and  forms 
crystalline  salts.  When  orthotolidine  is  heated  Avith  fuming 
sulphuric  acid,  the  sulphone,  C;^2H4(CH3)2(NH2)2S02,  is  formed 
as  a greenish-yelloAV  amorphous  mass ; its  salts  resemble  those 
of  benzidinesulphone.^ 

Ortliotolidine-o-disulphonic  acid,  2C42H^(CH3)2(NH2)2(S03H)2 
-p  5H„0,  is  formed  by  the  action  of  stannous  chloride  on  a con- 
centrated solution  of  o-azotoluene-^-disulphonic  acid,  and  forms 
a crystalline  poAvder,  sparingly  soluble  in  Avater ; its  salts 
crystallize  Avell.  Neale  looks  upon  it  as  hydrazotoluene- 
sulphonic  acid ; ^ the  fact  that  it  forms  a tetrazo-compound 
hoAvever,  shoAVS  that  is  derived  from  orthotolidine.^ 

Metatolidinc  or  p-Diamido-o-ditolyl  was  obtained  by  Gold- 
schmidt by  adding  dilute  sulphuric  acid  to  an  alcoholic  solution 
of  m-hydrazotoluene,  the  sidphate,  C42Hg(^^3)2(^®^3)2^^4’ 
deposited  in  small  plates  Avith  a velvet  lustre.^  It  is  also 
formed  Avhen  sulphuretted  hydrogen  is  passed  into  a solution 
of  m-azotoluene  in  alcoholic  ammonia  and  hydrochloric  acid 
then  added.  On  evaporation  the  hydrochloride  separates  out  in 
splendid  lustrous  plates,  Avhich  become  bluish  in  the  air.  The 
free  base  is  obtained  by  adding  ammonia  to  a solution  of  this 
salt  as  a broAA'n  oily  liquid,  but  solidifies  after  a feAV  days  to 
crystals  melting  at  108 — 109°.  The  aqueous  solutions  of  its  salts 
become  coloured  violet-red  on  heating  or  on  the  addition  of  ferric 
chloride.® 

^ Griess  and  Duisberg,  Ber.  22,  2473. 

- Annalen,  203,  76. 

3 Friedlander,  Thcerfarben,  502. 

Ber.  11,  1624. 

® Buchka  and  Scliachtebeck,  Ber.  22,  837. 
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Diacetylmetatolidine,  Cj2Hg(CH3).^(NHCO.CH3)2,  forms  light 
yellow  crystals,  and  melts  at  274 — 275°. 

Paratolidinc  or  Diamido-m-p-ditolyl  was  obtained  by  Melms  by 
passing  snlpbur  dioxide  into  an  alcoholic  solution  of  j9-bydrazo- 
toluene,^  but  it  is  better  to  simply  add  dilute  sulphuric  acid  to 
the  solution  (Goldschmidt). 

It  is  also  formed  when  10  grams  of  y7-azotoluene  are  brought 
into  100  grams  of  alcohol  and  100  cc.  of  a solution  of  200 
grams  of  tin  in  a litre  of  concentrated  hydrochloric  acid,  and  a 
few  drops  of  concentrated  sulphuric  acid  added.  After  8 — 14 
days  the  red  crystals  of  azotoluene  have  almost  completely  dis- 
appeared and  caustic  soda  solution  is  then  added,  the  liquid 
boiled  and  the  tin  oxide  filtered  off.  On  cooling  jDaratolidine 
separates  out  in  silvery  plates,^  melting  at  103°,  which  are 
soluble  in  hot  water  and  more  freely  in  alcohol  or  ether. 

Its  sul'pliaU  crystallizes  in  needles,  the  hydrochloride  in 
tablets,  whilst  with  platinum  chloride  a dark  red  precipitate  is 
produced ; the  incrate  crystallizes  in  lustrous  reddish-yellow 
needles. 

Paratolidine  also  gives  a blue  colour  with  ferric  chloride.  The 
position  of  the  amido-groups  is  not  known,  but  these  cannot,  as 
in  benzidine  and  orthotolidine  be  situated  in  the  para-position 
to  the  carbon  atoms  which  unite  the  two  benzene  residues. 
Moreover,  only  one  of  these  groups  can  be  in  the  para-position 
to  a methyl  group,  because  if  both  occupied  this  position  the 
ditolyl  obtained  from  paratolidine  would  be  either  the  meta-  or 
ortho-compound. 

Orthoinetatolidine  or  'p-Diamido-o-m-ditolyl  was  prepared  by 
Schultz  from  o-toluidine,  which  he  converted  into  amido-o-??2,- 
azotoluene,  and  then  by  the  action  of  an  alcoholic  solution  of 
nitrous  acid  into  o-??i-azo-toluene,  which  was  finally  reduced  by 
stannous  chloride  in  alcoholic  solution.  The  free  base  could 
not  be  obtained  in  crystals ; its  hydrochloride  is  readily  soluble 
in  water  and  crystallizes  in  silky  needles,  whilst  the  sparingly 
soluble  sulphate  forms  small  plates.  The  amido-groups  of  this 
tolidine  are  shown  to  be  probably  in  the  para-position,  because 
the  ditolyl  obtained  from  it  yields  isophthalic  acid  on  oxida- 
tion.'^ 

Several  substituted  benzidines  and  tolidines  have  been 
prepared  by  Noelting  and  Werner,^  by  the  action  of  hydro- 

1 Ber.  3,.5.o4.  “ Schultz,  Bcr.  17,  472. 

3 ]jer.  17, .469.  ^ Bull.  Soc.  Chim.  1890,  798. 
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chloric  acid  on  the  corresponding  hydrazo-derivatives.  The 
most  important  of  these  are  : 

Melting-point. 

Methylethoxy  benzidine 107° 

Dimethylethoxy  benzidine / 3 


DIPHENYLDICARBOXYLIC  ACIDS,  Ci2H8(C02H)2. 

2742  o-Diphenyldicarhoxylic  acid  was  first  obtained  by  Fittig 
and  Ostermayer,  who  termed  it  diphcnic  acid  by  the  oxidation 
of  phenanthrenequinone  with  potassium  dichromate  and  dilute 
sulphuric  acid.  It  is  formed  according  to  the  following 
equation  : ^ 

aH,.CO 

I I q.  H.2O  + 0 = I 

CeH^.CO  C6H,.C02H 

It  may  also  be  obtained  by  boiling  phenanthrenequinone  for  a 
considerable  time  with  alcoholic  potash  : ^ 

an,. CO  CgH^.co.OK 

I 1 + 2KOH  =1  + H2. 

CgH^.CO  C(3H,.C0.0K 

Free  hydrogen  is  not  however  actually  evolved  but  reduces  a 
portion  of  the  quinone.  It  has  also  been  jDrepared  synthetically 
from  benzoic  acid,  which  is  first  converted  into  ??i-hydrazo- 
benzoic  acid.  On  boiling  this  substance  with  hydrochloric  acid  it 
passes  into  diamidodiphenic  acid,  which  yields  di-iododijDhenic 
acid  by  the  diazo-reaction ; the  iodine  atoms  of  the  latter 
acid  being  then  replaced  by  hydrogen  by  the  action  of  sodium 
amalgam  on  its  alkaline  solution,^ 

Diphenic  acid  is  only  slightly  soluble  in  cold,  more  freely  in 
hot  water,  and  very  readily  in  alcohol  and  ether.  When  its  hot 
aqueous  solution  is  raj)idly  cooled  it  separates  in  lustrous  plates, 
but  when  more  slowly  deposited  it  forms  well-developed,  trans- 

1 Annalen,  166,  367 ; Schmitz,  Annalen,  193,  116  ; Grabe  and  Aubin, 
Annalen,  247,  263. 

^ Anschutz  and  Schultz,  Annalen,  196,  50. 

® Schultz,  Annalen,  196,  21  ; 203,  96. 


448 


DIPHENYL  DERIVATIVES 


parent,  monosymmetric  prisms;  if  the  solution  is  evaporated 
in  a basin,  the  acid  crystallizes  out  in  forms  resembling  those 
of  common  saltd  It  melts  at  228 — 229°  (Schultz),  and  sublimes 
when  carefully  heated  in  long  transparent  needles.  On  heating 
with  quicklime  diphenyleneketone  is  formed  : 


C6H,.C0.0H 

CgH4.CO.OH 


I >CO  + CO,  + H,0. 
CgH/ 


If,  however,  slaked  lime  or  soda  lime  be  used,  it  decomposes 
into  carbon  dioxide  and  diphenyl  (Anschutz  and  Schultz), 
whilst  on  heating  with  sulphuric  acid,  water  and  diphenylene- 
ketocarhoxylic  acid  are  formed  : 


CgH4.CO.OH 

CgH4.CO.OH 


I )co 

CgHo^CO.OH 


+ H^O. 


Other  dehydrating  agents  convert  it  into  the  anhydride, 
described  below.  It  is  not  attacked  by  boiling  dilute  nitric 
acid  or  by  potassium  permanganate  in  acid  or  alkaline  solution, 
even  on  heating  for  a considerable  time,  whereas  it  is  completely 
oxidized  to  water  and  carbon  dioxide  on  heating  with  dilute 
sulphuric  acid  and  potassium  dichromate.^  Its  constitution  is 
expressed  by  the  following  formula  : 


v^^CO^H 

1 

\/ 


Gakinm  dipTunate,  2C„H804Ca  + SH^O,  is  readily  soluble  in 
water,  and  separates  on  evaporation  in  badly  developed  crystals. 

Barium  diphenate,  CuHgOiBa  + 4HjO,  forms  transparent, 
probably  rhombic  crystals,  effloresces  in  the  air,  and  isj  less 
readily  soluble  than  the  calcium  salt. 


1 Schultz,  Annalcn,  203,  97. 

2 Grahe  and  Mensching,  Ber.  13,  1302  ; Grabe  and  Aubin,  Bcr.  20,  845 ; 

Annalcn,  247,  257.  ' Hummel,  Annalcn,  193,  129. 
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Magnesium  di^jhcnate,  Ci4HyO^Mg  + 4H.,0,  crystallizes  in 
readily  soluble  plates. 

Silver  di'phenatc,  Ci^HyO^Ag.,,  is  a white,  voluminous  pre- 
cipitate, soluble  in  a large  quantity  of  water  (Fittig  and 
Ostermayer). 

lUethyl  diphcnatc,  Ci4H804(CH3).,,  is  formed  when  a solution  of 
the  acid  in  methyl  alcohol  is  saturated  with  hydrogen  chloride 
and  then  heated  on  the  water  bath.  It  crystallizes  in  large, 
lustrous,  monosymmetric  tablets,’-  melts  at  73’5°,  and  volatilizes 
without  decomposition  at  a higher  temperature  (Schultz). 

Acid  methyl  diphcncde,  C42H8(C0.3.CH3)C0.,H,  is  obtained  by 
boiling  diphenic  anhydride  for  a short  time  with  methyl  alcohol  ; 
it  crystallizes  in  tablets,  melts  at  110°,  and  volatilizes  without 
decomposition  (Grtibe  and  Aiibin).° 

Ethyl  diphenate,  has  a great  tendency  to 

separate  from  alcohol  as  an  oil  or  to  remain  after  evaporation 
as  a thick  S3u-up ; if  however  the  latter  be  completely  dehydrated 
and  well  cooled,  it  solidifies  to  a crystalline  mass.  A trace  of 
the  crystalline  substance  brought  into  a moderately  concen- 
trated solution  of  the  ester  in  dilute  alcohol  is  sufficient  to 
cause  it  to  crystallize  out  in  lustrous,  transparent  cubes,  which 
sometimes  form  skeleton  crystals  like  common  salt,  and  melt  at 
42°  (Hummel). 

Acid  ethyl  diphenatc,  C42Hs(COo.C.,H5)C02H,  crystallizes  in 
tablets,  melts  at  88°,  and  is  also  volatile  without  decomposition, 
whereas  the  acid  esters  of  phthalic  acid  decompose  into  the 
alcohol  and  anhydride  on  heating  (Griibe  and  Aubin). 

2743  Diphenic  anhydride,  (CgH4.C0)20,  was  obtained  by 
Anschutz  by  the  action  of  acetyl  chloride  on  the  acid  ; the  reac- 
tion taking  place  even  in  the  cold,  more  rapidly  on  heating  : 

C.m.CO.OH  CgH^.CO 

1 -h  CH3.COCI  =1  >0  + CH3.CO.OH  + HCl. 

CgH4.CO.OH  CgH4.CO 

It  is  also  readily  formed  when  diphenic  acid  is  heated  with 
acetic  anhydride  at  140 — 150°,^  and  when  the  acid  is  boiled 
with  tin  tetrachloride,  or  heated  with  the  chlorides  of  pliosphorus. 

Diphenic  anhydride  crystallizes  from  a warm  mixture  of 
acetic  anhydride  and  glacial  acetic  acid  in  long  needles  or 

1 Calderon,  Jahresbcr.  1881,  842.  2 10,  326. 

^ Anschutz,  Bcr.  10,  1884  ; Giiibe  and  Aubin,  Annahn,  247,  263. 
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prisms,  melts  at  217°,  and  sublimes  on  careful  heating;  when  it 
is  more  rapidly  distilled,  however,  it  partially  decomposes  into 
carbon  dioxide  and  diphenylene  ketone,  complete  decomposition 
into  these  substances  occurring  when  its  vapour  is  heated  to 
the  temperature  of  boiling  sulphur.  Boiling  water  slowly 
reconverts  it  into  diphenic  acid,  and  the  same  effect  is  pro- 
duced by  alkalis,  slowly  in  the  cold,  rapidly  on  heating. 
Methyl  and  ethyl  alcohol  do  not  attack  it  in  the  cold,  but  on 
boilinof  for  a short  time  the  acid  esters  are  formed,  and  at 

o 

180 — 200°  the  normal  esters.  When  it  is  heated  with  sulphuric 
acid  it  is  converted  into  the  isomeric  diphenyleneketocarboxylic 
acid. 

Bvphcnic  chloride,  Ci4Hg02Cl2,  is  prepared  by  heating  the 
anhydride  with  phosphorus  pentachloride  at  180°,  the  somewhat 
violent  reaction  being  moderated  by  removing  the  flask  from 
the  oil  bath;  the  phosphorus  oxychloride  is  then  removed  at 
130 — 140°  and  a current  of  air  finally  passed  through  the 
heated  flask.  The  chloride  is  readily  soluble  in  ether,  glacial 
acetic  acid  and  benzene,  can  be  obtained  from  the  last  of 
these  in  crystals,  melts  at  93—94°,  and  can  be  distilled  without 
<lecomposition. 

On  lieating  with  caustic  soda  solution  it  is  converted  into 
diphenic  acid,  the  methyl  ester  of  this  being  formed  when  it  is 
boiled  with  methyl  alcohol.  When  it  is  treated  in  ethereal 
solution  with  zinc  and  hydrochloric  acid,  phenanthrenequinone 
and  its  reduction  products  are  obtained.  This  reaction  and  the 
formation  of  the  methyl  ester  from  the  chloride  show  that  it 
does  not  possess  an  analogous  constitution  to  phthalyl  chloride 
(Part  IV.,  p.  460),  but  is  a true  acid  chloride  (Gnibe  and 
Aubin).  The  conversion  into  phenanthrenequinone  takes  place 
in  the  following  manner  : 


Diihimiimic  add,  C\.2H8(C0.NH.2)C0.2H,  is  formed  when  the 
anhydride  is  boiled  for  20—30  minutes  with  ammonia  : 


C6H,.C0C1 


+ 2HC1. 


+ 2H  = I 
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The  ammonium  salt  is  thus  obtained  and  the  free  acid 
precipitated  by  hydrochloric  acid.  It  crystallizes  from  alcohol 
in  tablets,  melting  at  193°,  and  is  converted  into  sodium 
diphenate  by  boiling  with  caustic  soda  solution. 

Diphcnmnide,  Ci.HgCCO.NH.,),,  is  formed  when  the  anhydride 
is  heated  with  alcoholic  ammonia,  and  crystallizes  from  hot 
water  in  thick,  transparent  hexagonal  tablets,  wliicli  melt  at 

212°  and  are  insoluble  in  alkalis. 

obtained  by  heating  ammonium 

diphenate  in  closed  vessels  at  250 — 260°,  or  the  amide  above  its 
melting  point.  It  is,  moreover,  formed  when  the  isomeric 
phenanthrenecpiinonoxime  is  dissolved  in  ten  parts  of  acetic 
acid,  hydrogen  chloride  passed  in  to  saturation  and  the  lic[uid 


heated  at  130 — 140°: 
C,H,.CO 


C,H,.CO 

>NH. 


C,H,.Cz=N.OH  CcH,.CO 

It  crystallizes  from  hot  alcohol,  in  which  it  is  only  slightly 
soluble,  in  very  lustrous  needles,  melts  at  217°,  and  is  insoluble 
in  water  and  ether.  Concentrated  hydrochloric  acid  decomposes 
it  into  ammonia  and  diphenic  acid,  whilst  boiling  caustic  potash 
solution  converts  it  into  diphenamic  acid,  and  diphenamide 
soon  separates  out  when  it  is  dissolved  in  dilute  ammonia. 
Diphenimide  is  simultaneously  a weak  base  and  an  acid,  and 
therefore  dissolves  in  alkalis. 

Sodium  diiihcnimidc,  CioHg(CO)^NNa,  separates  out  on  the 
addition  of  ether  to  an  alcoholic  solution  of  the  imide  as  a white 
crystalline  powder,  readily  soluble  in  water.  The  silxer  salt  is 
a light-yellow  precipitate.  When  the  sodium  salt  is  heated 
Avith  methyl  iodide,  the  oily  methyl  ether  is  formed. 

Aectyleliphenimide,  Ci.2H8(CO)2N.CO.CH3,  occurs  as  a by- 
pr(.)duct  in  the  preparation  of  the  imide  from  the  quinonoxime 
and  has  also  been  obtained  by  the  action  of  acetyl  chloride  on 
the  imide.  It  crystallizes  from  alcohol  in  hard  colourless  prisms, 
and  melts  at  02°.^ 

Auilulodifheneimie  acid,  020^10^2^3’  formed  when  diphenic 
anhydiide  is  heated  with  phenylhydrazine  : 


C,H,.CO 

[ >0  -h  NH.,.NH.C«H, 

C,H,.CO 


C,H,.CO.NH.NH.C,H, 

C,H,.CO.OH 


^ WegerhoH’,  Annalen,  252, 14. 
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It  is  readily  soluble  in  water  and  separates  from  alcohol  in 
light-yellow  crystals,  melts  at  174°,  and  dissolves  in  the  alkalis 
and  their  carbonates.  On  heating  to  230 — 250°  it  loses  water . 
and  leaves  a residue,  melting  at  150°,  of  anilidodiphenimide : 

C,H,.CO 

1 >N.NHCyH,. 

C,H,.CO 

2744  BromodipJicnic  acid,  C^2ll7Br(C02H).2,  is  formed,  together 
with  a-dibromodiphenic  acid,  when  diphenic  acid  is  heated  with 
bromine  at  200°.  The  product  is  washed  with  chloroform  to 
remove  resinous  j^roducts,  and  the  acids  separated  by  means  of 
their  barium  salts. 

Bromodiphenic  acid  crystallizes  from  hot  glacial  acetic  acid  in 
small,  well-developed,  acicular  prisms,  melts  at  235  230  , is 

scarcely  soluble  in  cold,  very  slightly  in  boiling  water,  sparingly 
in  chloroform,  but  readily  in  alcohol  and  acetic  acid.  On  heating 
with  slaked  lime  it  decomposes  into  carbon  dioxide  and  bromo- 
diphenyleneketone. 

Barium  hromodiphcnatc,  Ci^H^BrO^Ba  -f-  3H.2O,  crystallizes  in 
long,  thin  pointed  needles,  is  very  sparingly  soluble  in  cold  and 
only  slightly  more  freely  in  hot  water. 

Etlmjl  Iromodiplicnatc,  Ci4H.Br04(C2H5).2,  was  obtained  as  a 
thick,  viscid  liquid,  which  solidified  after  eighteen  months  to  a 
crystalline  mass,  melting  at  65°. 

Bromodiphenic  acid  bromide,  Cj^2H7Br(C02H)2Br2,  is  obtained 
when  diphenic  acid  is  heated  with  bromine  at  100  for  a week. 
It  is  very  sparingly  soluble  in  cold  alcohol,  and  crystallizes  from 
the  hot  solution  in  small  lustrous  needles,  which  melt  and 
decompose  at  256°.  ^\  hen  it  is  heated  for  some  hours  in  a 

sealed  tube  at  200°  dibromodiphenic  acid  and  lesinous  pioducts 
are  formed.  The  same  acid  is  obtained  when  the  dibiomide  is 
dissolved  in  warm  alkalis,  whilst  it  dissolves  without  decomposi- 
tion in  hot  sulphuric  acid  and  fuming  nitric  acid,  and  crystallizes 
from  the  latter  in  beautiful  large  needles.  In  spite  of  the  flxct 
that  it  is  only  sparingly  taken  up  by  most  solvents  it  has,  like 
diphenic  acid  and  all  its  derivatives,  an  extremely  unpleasant, 
intensely  bitter  taste. 

When  it  is  dissolved  in  sodium  carbonate  at  50 — 60°,  the 
sodium  salt,  Gi4H7Br304Na2,  is  formed,  which  crystallizes  on 
evaporation  of  the  solution  over  sulphuric  acid  in  silky  plates. 
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and  decomposes  on  boiling  with  water  into  sodmm  bromide  and 
sodium  dibromodiphenate. 

a-mromodiphenie  acid,  C,^H„Br,(CO,n),,  is  scarcely  soluble 
in  cold  water,  readily  in  alcohol  or  ether,  and  crystallizes  rom 
glacial  acetic  acid  in  small  lustrous  needles,  melting  at  24o  . 
On  heating  with  slaked  lime  it  decomposes  into  carbon  dioxide 
and  dibromodiphenyleneketone. 

Calcium  clihromod^jlienatc,  Ci4H^;Br204Ca  + SHgO,  crystallizes 
in  scaly  plates  and,  as  well  as  the  haruim  salt,  is  readily  soluble 
in  water. 

Ethyl  clibromodiphenate,  Ci4HgBr204(C.,H5)2,  separates  out  as 
a buttery  mass,  which  gTadually  becomes  crystalline  and  then 
melts  at  105 — 106°.^ 

^-Eihromodiphenic  acid  is  slowly  formed  when  dibromo- 
phenanthrenequinone  is  boiled  with  dilute  suljDhuric  acid  and 
potassium  dichromate,  and  separates  from  alcohol  in  small  crys- 
talline druses,  melts  at  295 — 296°,  and  is  scarcely  soluble  in 
cold,  only  very  slightly  in  hot  water,  more  readily  in  alcohol  and 
in  ether;  it  has  also  an  exceptionally  bitter,  persistent  taste. 
The  ccdcium  and  barium  salts  form  very  slender  scale-hke 
plates,  sparingly  soluble  in  water,  whilst  the  ethyl  ester  is  a 
colourless,  heavy  liquid  which  decomposes  on  boiling,  an  odour 
resembling  that  of  the  allyl  compounds  being  produced.^ 

Di-iododiiyhenic  acid,  C42Hgl2(C02H)2,  was  obtained  by  Schultz 
by  suspending  the  nitrate  of  a-diamidodiphenic  acid  in  watei, 
and  saturating  the  cooled  liquid  with  nitrogen  trioxide.  Ihe 
nitrate  of  tetrazodiphenic  acid  separates  out  as  a white  crystal- 
line mass,  sparingly  soluble  in  water,  and  is  converted  into 
di-iododiphenic  acid  by  boiling  with  hydriodic  acid.  It  can  also 
be  readily  prepared  from  a-diamidodiphenic  acid  hydrochloride, 
and  separates  from  its  solution  in  ammonia  in  white  flakes, 
melting  at  262°,  which  are  very  sparingly  soluble  in  water, 
readily  in  alcohol,  glacial  acetic  acid,  ether,  &c.,  but  cannot  be 
obtained  from  these  solvents  in  the  crystalline  form.  The  salts 
are  also  amorphous,  the  silver  salt  being  a light-yellow  pre- 
cipitate, which  swells  up  on  heating,  forming  a mass  resembling 
the  so-called  “ Pharaoh’s  serpents.”  When  the  acid  is  suspended 
in  water  and  acetic  acid  and  sodium  amalgam  added,  it  is  con- 
verted into  diphenic  acid,  which  can  also  be  obtained  from  it  in 
a similar  manner  in  alkaline  solution.^ 

1 Clans  and  Erler  Bcr.  19,  3149.  ^ Osterniayer,  Ber.  7,  1091 

Schultz,  Annalcn,  196,  96  ; 203,  23. 
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j)-Nitrodii)hcnic  acid,  quantitatively 

formed  when  nitroplienantlirenequinone  is  heated  with  dilute 
sulphuric  acid  and  potassium  dichromate.  It  is  almost  insoluble 
in  cold  water,  and  crystallizes  from  boiling  water' in  yellowislq 
sharply-pointed,  prismatic  needles.^ 

a-Diiiitrodiplicnic  acid,  Ci2Hg(N02)2(C02H)2,  was  obtained 
by  Struve  by  the  oxidation  of  dinitrophenanthrenequinone.^  It 
is  also  formed,  together  with  the  yQ-acid,  when  di23henic  acid  is 
lieated  with  4 jDarts  of  fuming  nitric  acid,^  the  two  acids  being 
se})arated  by  means  of  their  barium  salts. 

a-Dinitrodiphenic  acid  is  best  prepared  by  heating  }3ure 
dinitro23henanthrenequinone  with  potassium  dichromate  and 
dilute  sulj)huric  acid.'^  It  is  sparingly  soluble  in  cold,  moderately 
in  hot  water,  and  crystallizes  from  the  latter  or  from  dilute 
alcohol  in  faintly-yellowish,  lustrous,  long,  broad  needles,  con- 
taining one  molecule  of  water  wliich  is  lost  at  150 — 160°,  the 
crystals  becoming  white,  and  then  melting  at  253°. 

Barium  a-dinitroBqihcnatc,  C^4H(j(N02)204Ba  -|-  6H2O,  is 
somewhat  sjiaringly  soluble  in  cold,  readily  in  hot  water,  and 
crystallizes  in  fascicular  or  concentric  groujDS  of  long,  slender, 
lustrous  needles. 

Methyl  a-dinitrodiplicnatc,  Cj4H(.(N02)204(CH3)2,  is  s]3aringly 
soluble  in  alcohol,  and  crystallizes  in  needles,  melting  at 
176 — ^177°,  or  from  toluene  in  masses  of  short,  yellowish, 
lustrous,  monosymmetric  [nisms.^ 

IB-IJinito'odApihcnic  acid  is  best  obtained  by  heating  the  by- 
products formed  during  the  prejmration  of  dinitrojDhenanthrene, 
witli  dilute  sulphuric  acid  and  jjotassium  dicliromate,  a little  of 
the  a-acid  being  simultaneously  formed,  which  is  separated  as 
described  above.^ 

y5-Dinitrodiplienic  acid  crystallizes  in  slender  needles,  melting 
at  207°,  is  insoluble  in  cold,  very  s|)aringly  soluble  in  hot  water, 
and  readily  in  alcohol. 

Barium  ^uUnitrodi'phcncitc,  C44H(,(N02)204Ba  -\r  4H2O,  is  very 
readily  soluble  in  cold  water,  and  crystallizes  in  large,  thick, 
lustrous,  pale-yellow  asymmetric  jn’isms. 

Methyl  ^ulinitrodiplhcncdc  is  readily  soluble  in  alcohol,  and  forms 
])ale-yellow,  thick,  monosymmetric  tablets,  melting  at  I3I — 132°. 

' Sti-as.sljui-"or,  Bcr.  16,  2346.  " Bcr.  10,  7f). 

HiiiniiK!!,  Annahn,  193,  131  ; Sclniltz,  Annahn,  203,  105. 

■*  Sclmltz,  Annahi),  196,  2.5.  Sflinltz,  Annahn,  203,  111. 

'■  Sclniltz,  Annnhn,  203,  105. 
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p-Amidodivhcnio  acid,  Ci.,H/NH,)(GO,H),.  was  prepared 
by  Strassburger  by  the  reduction  of  uitrodiphemc  acid  by  tui 
and  hydrocliloric  acid,  the  hydrochloruU  being  thus  obtained  in 

white  silvery  plates. 

acid,  2C,,H,(NH.,),(CO.,H),  + 3H  O,  was 
obtained  by  Griess  by  the  continued  heating  of  9/i-azobenzoic 
acid  with  tin  and  hydrochloric  acid,  and  by  boiling  i«-hydrazo- 
benzoic  acid  with  hydrochloric  acid.^  It  is  also  formed  by 
the  reduction  of  a-dinitrodiphenic  acid  with  tin  and  liydio- 
chloric  acid, ’2  and  is  precipitated  by  acetic  acid  from  the  solution 
of  its  ammonium  salt  as  a heavy  white  powder,  or,  when  the 
solution  is  dilute,  in  short,  white,  tasteless  needles,  which  are 
only  very  slightly  soluble  in  water  and  alcohol,  and  scarcely  in 
ether.  When  it  is  heated  to  150°  it  becomes  anhydrous,  and  at 
170°  is  converted  into  a new  amido-acid,  which  on  ignition  with 
lime  yields  diamidotluorene,  The  same  substance 

is  formed  when  the  original  diamidodiphenic  acid  is  heated 
with  lime,  benzidine  being  however  simultaneously  formed,  and 
being  the  sole  product  of  the  dry  distillation  of  the  barium  salt. 
Diamidodiphenic  acid  has  therefore,  the  following  constitution, 
that  of  a-dinitrodiphenic  acid  and  di-iododiphenic  acid  being 
at  the  same  time  determined  : 


CO,H  CO.,H 


NH.,< 


Wdien  it  is  dissolved  in  concentrated  sulphuric  acid  and  a 
drop  of  fuming  sulphuric  acid  added,  the  lic[uid  becomes  bio^Mi 
on  warming,  then  green,  and  finally  yellow. 

Silver  diariiidodiphencUe,  Ci4HioN2^-^4'^o2  + H2O,  is  a white 
amorphous  precipitate,  which  rapidly  changes  to  stellate 
groups  of  small  plates. 

])iaTiiidodi]ilicnic  o.cid  hydrochloride,  C]^2H6(^^3T'l)2(^^2^)-2> 
crystallizes  in  white  prisms,  is  readily  soluble  in  hot,  sparingly 
in  cold  water,  and  even  less  readily  in  hydrochloric  acid. 

When  platinum  chloride  is  added  to  its  dilute  solution, 
the  compound,  + 2H2O,  separates 

out  in  well  developed  yellow  rhombic  tablets  or  prisms 
(Griess). 

The  nitrate  crystallizes  from  hot  water  in  long  slender  needles 
(Schultz). 

1 Ber.  7,  1609. 


2 Schultz,  AunaJen,  196,  25  ; 2 0 3,  99. 
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2745  o-m-Di2)hcnylclicarl)Oxylic  acid,  or  Isodiplienic  acid,  is 
loniied  when  diplienyleneketonecarboxylic  acid  is  fused  with 
potash  : ^ 

CcH,\  C,H,.CO.OK 

I >CO  + 2KHO  = 1 + H,0 

C,H3^C0.0H  C^H,.C0.0K 

It  is  readily  soluble  in  alcohol,  scarcely  in  cold,  with  difficulty 
in  boiling  water,  and  crystallizes  in  fine  groups  of  small  needles, 
melts  at  216°,  and  on  gradual  cooling  solidifies  to  a crystalline 
mass,  but  when  rapidly  cooled  forms  a vitreous  mass.  On  heat- 
ing with  lime  it  decomposes  into  carbon  dioxide  and  dipheny- 
leneketone,  a small  amount  of  diphenyl  being  also  formed.  It 
is  oxidized  to  isophthalic  acid  by  dilute  sulphuric  acid  and 
potassium  dichromate,  and  has  the  following  constitution  : 

CO.,H  CO2H 


Calcium  isodiphcnatc,  Cj^HgO^Ca  -f-  2H.j,0,  separates  during 
evaporation  from  a somewhat  dilute  solution  in  crusts,  which 
only  redissolve  with  gaeat  difficulty. 

Barium  isodijihcnatc,  Cj^HgO^Ba  -j-  6H2O,  crystallizes,  when 
its  concentrated  solution  is  evaporated  over  sulphuric  acid,  in 
fascicular  groups  of  thick  transparent  prisms.  If  the  solution 
be  evaporated  to  dryness  on  the  water-bath,  the  residue  can 
only  be  redissolved  by  continued  heating  with  a large  quantity 
of  water. 

Silver  isodip] icnate,  Cj4Hg04Ag2,  is  a white  precipitate,  and 
does  not  become  coloured  Avhen  exposed  to  light  or  heated  to 
100°. 

MctlLyl  isodip)licnatc,  (0113)2,  crystallizes  from  alcohol 

in  small  thick  asymmetric  tablets,  whilst  the  ethyl  ester  is  a 
thick  liquid. 

iu-Dip)hcnyldicaodwxylic  acid,  is  formed,  according  to  Stolle,  by 
the  oxidation  of  ?>i-ditolyl,  but  has  not  been  described. 

Bichloro-muliphcwj^arrlmiylic  acid,  C\2H(.Cl2(C02H)2,  is  ob- 
tained by  boiling  tetrachloro-/a-ditolyl  with  dilute  nitric  acid ; 
it  is  only  sparingly  soluble  in  cold,  more  readily  in  hot  watei’, 
and  melts  at  267 — 26(S°.^ 

^ Fittig  and  Oeljliard,  Annalcn,  193,  155. 

^ Fittig  and  Liepniann,  ylnnalcn,  200,  9. 

Stolle,  Bcr.  21,  1096. 
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Bihydroxij-m-diphemjM^^  or  p-Diph  enol-m -dicar- 

hoxylic  acid,  C,.,H,(OH),(CO,H),,  is  formed  when  tlie  sodimn 
compound  of  p-diphenol  is  mixed  with  liquid  carbon  dioxide  and 
lieated  to  200°.  It  is  slightly  soluble  in  water,  readily  in  alcoliol, 
and  separates  out  on  cooling,  when  water  is  added  to  the  boiling 
alcoholic  solution  until  a permanent  turbidity  is  produced,  in 
microscopic  needles,  melting  at  131°  with  evolution  of  carbon 
dioxide.  When  ferric  chloride  is  added  to  the  acid  suspended 
in  water,  it  becomes  coloured  bluish-violet  and  dirty  blown  on 
heating,  whilst  in  the  solution  of  its  sodium  salt  a deep  blue 
colour  and  an  indigo-blue  precipitate  are  produced.^  It  therefore 
behaves  in  a manner  similar  to  salicylic  acid,  and  has  probably 
the  following  constitution : 

CO.,H  CO.,H 

Biamido-m-dipliciiyldicctrJjoxylic  add,  C^.2^c(^^-2)2(^^2^)2> 
was  obtained  by  Griess  by  boiling  e-hydrazobenzoic  acid  with 
hydrochloric  acid.  Wlien  the  hot  boiling  solution  is  treated 
with  ammonia  and  then  acetic  acid,  it  separates  out  as  a siskin- 
green  precipitate,  consisting  of  slender  needles,  which  are  also 
but  slightly  soluble  in  alcohol  and  ether.  The  platinocliloTidc 
forms  light  yellow  needles,  almost  insoluble  in  water. ^ 

2)-Dip>hcnyldicciThoxylic  add  was  hrst  prepared  by  Doebner  by 
heating  the  nitrile,  described  below,  with  concentrated  hydro- 
chloric acid  at  180°,^  and  afterwards  by  the  oxidation  of  jJ-ditolyl 
with  chromium  trioxide  in  acetic  acid  solution."*  It  separates  from 
solutions  of  its  alkali  salts  on  addition  of  hydrochloric  acid  in  thick 
white  flakes,  and  after  drying  forms  an  amorphous  white  joowder, 
which  closely  resembles  terephthalic  acid  and,  like  this,  is  almost 
insoluble  in  boiling  water,  alcohol,  &c.,  does  not  melt  nor  sub- 
lime, and  only  decomposes  at  a very  high  temperature.  Almost 
all  its  salts,  with  the  exception  of  those  of  the  alkalis,  are 
insoluble  in  water.  On  heating  with  an  excess  of  lime  it 
decomposes  quantitatively  into  carbon  dioxide  and  diphenyl. 

Barium  y-dipilicnyldicarhoxylatc,  Cj^HgO^Ba,  is  a white 
granular  precipitate,  almost  insoluble  even  in  boiling  water. 
Tlie  calcium  salt  resembles  it  and  the  silver  salt  is  also  a 


^ Schmitt  and  Kvctsclnnar,  Bcr.  20,  2703 
^ Annalcn,  172, 


- Bcr.  7,  1612. 
Ber.  9,  271. 
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granular  precipitate,  wliich  on  boiling  with  water  coagulates 
and  dissolves  to  a small  extent. 

Ethyl  i^diphniyldicarhoxylatc,  C]^4Hj,04(C.2Hg)2,  is  not  formed 
when  hydrochloric  acid  is  passed  through  alcohol  in  which 
the  acid  is  suspended.  It  can  however  be  readily  prepared 
by  lieating  the  silver  salt  with  ethyl  iodide  ; it  crystallizes  from 
hot  alcohol  in  large  flat  prisms  and  melts  at  112°. 

p-Dlphmonitrilc  or  p-Bicyanodiphmyl,  C22Hg(CN)2,  is  ob- 
tained by  heating  potassium  diphenyldisulphonate  with 
potassium  cyanide.  It  crystallizes  from  hot  alcohol  in  thin 
arborescent  needles,  melts  at  234°,  and  when  more  strongly 
heated  sublimes  in  lustrous  serrated  plates.  On  boiling  with 
alcoholic  potash  it  is  only  slowly  converted  into  the  acid,  since 
the  insoluble  amide,  C22Hg(CONH2)2,  is  first  formed  and  is  not 
easily  further  attacked,  the  amido-acid,  Ci2Hg(C0NH2)C02H, 
which  is  also  insoluble,  being  probably  the  next  product.  In 
order  to  obtain  the  pure  acid  the  product  is  dissolved  in  a large 
excess  of  caustic  potash  and  repeatedly  evaporated  to  a small 
bulk.  It  is  however  better  to  heat  the  nitrile  for  twelve  hours 
at  180°  with  concentrated  hydrochloric  acid,  but  it  is  still 
advisable  to  purify  it  by  evaporation  with  caustic  potash. 

o-21-Diplienyldicarhoxylic  acid  is  obtained  from  diphenyline  by 
diazotizing  it  and  running  the  solution  into  heated  potassium 
cuprous  cyanide  solution ; the  oiitrilc  is  thus  formed  and  crys- 
tallizes from  alcohol  in  well-formed  plates,  melting  at  152 — 153°. 
The  acid  prepared  from  it  by  boiling  with  caustic  potash 
sep.arates  on  the  evaporation  of  its  solution  in  white  plates, 
melting  at  251 — 252°.^^ 


(H0)2C,H2.C02H 

Dihvdroxydiphenyldicaruoxylic  Acid,  | 

(HO)2CcH2-C02H 

2746  Dehydrodiiirotocatechnic  acid.  When  vanillin  is  heated 
with  ferric  chloride,  dchydrodimnillin  is  formed  : 


H(L 


CHgO^ 


CH.,0 

o 

HO^ 


HO 


C.Hg.CHO 


\CcH2.CHO 


+ 2FeCl,  = 


CH3O 


>C,H3.CH0 


CH30. 


HO^ 

4-  2FeCl2  + 2HC1. 

^ Reiilaiid,  Bcr.  22,  3018. 
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This  substance  forms  white  needles,  melts  at  303— 304°,  is 
sparingly  soluble  in  water  and  alcohol,  but  readily  in  alkalis, 
and  on  fusion  with  caustic  potash  is  converted  into  the  acid 
mentioned  above.  The  latter  is  precipitated  by  hydrochloric 
acid  in  flakes,  which  form  hard  brown  masses  on  drying,  melts 
above  300°,  is  somewhat  soluble  in  water,  more  readily  in 
alcohol,  and  behaves  towards  ferric  chloride  like  protocatechuic 
acid.^ 

Diresorcinoldicarhoo:ylic  acid  is  obtained  by  heating  diresorcinol 
(p.  386)  with  water  and  acid  potassium  carbonate  at  130  , 
and  forms  a powder,  insoluble  in  water,  sparingly  soluble  in 
alcohol. 

Potassium  dircsorcinoldicarhoxylatc,  Cj^HgOgK.,,  crystallizes  in 
slender  white  needles,  soluble  in  water. 

Barium  diresorcinoldicarhoxylode,  C^^HgOgBa  + GH.^O,  forms 
lustrous  needles,  and  is  moderately  soluble  in  water.- 


ETHYLDIPHENYL  AND  DERIVATIVES. 

2747  Etliyldiphenyl,  CgH^.C^H^.C.^Hg,  is  obtained  by  the  action 
of  ethyl  chloride,  ethyl  iodide,  or  better  ethylene  on  a mixture 
of  aluminium  chloride  and  fused  diphenyl.  It  is  a liquid,  boils 
at  283 — 284°,  and  is  oxidized  by  chromic  acid  solution  to 
r/i -phenylbenzoic  acid. 

Metliyldi])licnylketonc,  C(.H,5.CgH^.CO.CH3,  is  formed  by  the 
action  of  acetyl  chloride  on  a solution  of  diphenyl  and  aluminium 
chloride  in  carbon  disulphide.  It  forms  white,  faintly  nacreous 
pliable  crystals,  melts  ’at  121°,  boils  at  32-5 — 327°,  and  is  also 
oxidized  by  chromic  acid  to  ^n-phenylbenzoic  acid.  When 
sodium  amalgam  is  added  to  its  alcoholic  solution,  mctltyt- 
di])henylcaThinol,  CgH5.C(jH4.CH(OH)CH3,  is  formed,  which  melts 
at  8.5 — 86°,  and  decomposes  on  distillation.® 

’ Tiemaim,  Bcr.  18,  3493.  - Will  ami  Albrecht,  Ber.  17,  210.5. 

Adam,  Bull.  Soc.  Chim.  47.  686  ; 49,  ; Anii.  Clirm.  Pliys.  VI.  15,  255. 


460 


DIPHENYL  DERIVATIVES 


DERIVATIVES  OF  DIPHENYL  CONTAINING 
MORE  THAN  FOURTEEN  ATOMS  OF  CARBON. 

2748  Dijihcnyltricarloxylic  acid,  CgH5.CyH2(C02H)3,  is  obtained 
by  fusing  dipbenylketonedicarboxylic  acid  with  6 — 8 parts  of 
caustic  potash  and  a little  water  at  the  lowest  possible  tem- 
perature : 


It  is  readily  soluble  in  ether  and  alcohol,  from  which  it 
separates  in  flakes.  Cold  water  only  dissolves  traces  of  it,  and 
it  is  only  slightly  soluble  in  boiling  water,  separating  out  on 
cooling  as  a crystalline  powder,  which  can  be  heated  to  270° 
without  undergoing  any  change.  When  its  alcoholic  solution 
is  mixed  with  a little  water,  it  soon  crystallizes  in  cellular 
masses  of  interlocked  needles.  On  distillation  with  lime  it 
decomposes  into  carbon  dioxide  and  diphenyl. 

Silver  diphenyltricarlwxylate,  Cj^H^AggOg,  is  a heavy  wlnte 
precipitate,  which  on  heating  suddenly  becomes  incandescent 
and  swells  up  to  a voluminous  vermiform  inass.^ 


Fittig  by  the  action  of  sodium  on  brorno-7/i-xylene,  and  forms  a 
strongly  refractive  liquid,  boiling  at  290 — 295°.^  Probably 

identical  with  this  .substance  is  the  dixylyl  prepared  by  Oliver!  by 
shaking  commercial  xylene  with  sulphuric  acid,  which  is  a strongly 
refractive  fluorescent  liquid,  boiling  at  293 — 297°,  and  smelling 
like  Copaiva  balsam,-^ 

p-Dixylyl  was  obtained  by  Jacobsen  as  a product  of  the 
distillation  of  mercury  j7-xylyl,  (CH3)2C(jH3HgC(.H3(CH3)2 ; it 

^ Bamberger  aii4  Hooker,  Anaalcn,  229,  159. 

2 Annalcn,  147,  37.  ^ Gazz.  Chim.  Ital.  12,  158. 
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crystallizes  from  hot  alcohol  in  long,  arborescent  needles,  and 
melts  at  125V 

The  various  azo-xylenes  can  readily  be  converted  into  diamido- 
dixylyls,  which,  like  their  lower  homologues,  can  be  employed 
for  the  manufacture  of  dyes,  but  have  not  been  carefully 
examined.^ 

Dicrcsoldicarhoxy lie  acid,  (CH3)2Ci2H4(OH),(C02H).2,  is  formed 
when  the  sodium  compound  of  dicresol  is  heated  at  160°  with 
liq^uid  carbon  dioxide ; it  crystallizes  from  alcohol  in  small 
needles,  does  not  melt  even  at  290°,  and  is  coloured  blue  by 
ferric  chloride.  On  heating  with  acetic  anhydride  the  com- 
pound (CH3)2Ci2H/0.C0.CH3)2(C02H)2,  is  formed,  and  crystal- 
lizes in  white  needles,  which  are  also  coloured  blue  by  ferric 
chloride.^ 

BenzidAnctetracarhoxylic  acid,  C^2H^(N  112)2(00211)4,  is  not 
known  in  the  free  state ; its  anhydride  is  formed  when  azo- 
pbthalic  acid,  prepared  from  7-nitrophthalic  acid,  is  boiled  with 
a solution  of  stannous  chloride  : 


N.C,H3< 


N.C3H3< 


,OO.OH 

CO.OH 

,CO.OH 

^CO.OH 


.CO. 


h,n.cv,H2 


-f  2H  = 


.00. 


0 


)0 


2H.,0. 


It  is  a light,  pale-yellow  powder,  does  not  dissolve  in  water, 
alcohol,  and  dilute  acids,  but  is  soluble  in  alkalis. 

The  2^otassmm  salt,  Ci2H44(N 112)2(0203) (C02K)2  -f  0H2O, 
crystallizes  in  large  amber-yellow  prisms.  When  silver 
nitrate  is  added  to  its  solution,  a light  yellow  precipitate  of 
C„H3A  g2N20y  is  produced  ; if,  however,  the  anhydride  be  dis- 
solved in  ammonia  and  the  excess  of  the  latter  allowed  to 
evaporate,  silver  nitrate  produces  a similar  precipitate  of  the 
composition  C^2ll4(^®^2)2(^^2^8')4-  On  heating  the  anhydride, 
carbonization  takes  place  and  the  compound  C^^HgN.^O.,  sublimes 
in  light  yellow,  delicate  needles.  It  probably  has  the  following 
constitution  : ^ 

1 Ber.  14,  2112. 

- Noltiiig  and  Strieker,  Ber.  21,  3143. 

^ Deninger,  Ber.  21,  1639. 

Claus  and  Hemmaun,  Ber.  16,  1759. 
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Dictliylcliplienyl,  CjoH^(C.2H5)2,  is  a liquid,  boils  at  304 — 310°, 
and  on  oxidation  yields,  like  ^/i-ditolyl,  an  acid,  which  on  heating 
neither  melts  nor  sublimes  (Adam). 

Diamidodictliyldiplimyl,  Cj2H(.(NH2)2(C.2H5)2,  was  obtained  by 
Schultz  by  heating  o-azoethylbenzene  with  an  acid  solution  of 
stannous  chloride.  The  free  base  separates  from  alcohol  as  a 
viscid  mass.  The  sulphate,  Cj.2Hq(C.2H5)2(NH3)2S04,  forms 
lustrous  needles,  only  slightly  soluble  in  cold  water ; the  acetyl 
compound,  C42Hf;(C2H5)2(NH.COCH3)2,  crystallizes  from  hot 
glacial  acetic  acid  in  lustrous  needles,  melts  at  307°,  and  sub- 
limes almost  at  the  same  temperature  in  snow-white  needles. 
In  endeavouring  to  prepare  the  corresponding  hydrocarbon  by 
means  of  the  diazo-reaction,  Schultz  chieOy  obtained  the  diethijl 
ether,  C22H,(C2H,)2(OC2H  5).,.  This  substance  crystallizes  from 
hot  alcohol  in  lustrous  plates,  melting  at  120°,  and  was  accom- 
panied by  a small  amount  of  an  oily  hydrocarbon,  which  yielded 
isophthalic  acid  on  oxidation.^ 


Phenols,  CnH^n-nOo. 

2750  Dipseudocunienol,  or  Hexmctliyldiphenol , (CH3)3CgH(OH) 
— CfH(OH)(CH3)3,  is  formed  in  small  quantity  during  the 
preparation  of  a-pseudocumenol  from  a-pseudocumidine  by 
means  of  the  diazo-reaction.  In  order  to  prepare  it,  pseudo- 
cumenol  is  dissolved  in  glacial  acetic  acid  and  an  acetic  acid 
solution  of  potassium  dichromate  added.'^  It  is  also  formed 
wlien  pseudocumenol  is  heated  with  dilute  nitric  acid  or  fenlc 
chloride,'^  and  separates  from  hot  glacial  acetic  acid  in  lustrous 
white  needles  or  .small  crystals,  having  a diamond  lustre.  It  melts 
at  173°,  is  slightly  soluble  in  alcohol,  acetic  acid,  and  alkalis, 
readily  in  ether  and  chloroform,  and  does  not  volatilize  with 
steam. 


’ Jkr.  17,  473. 


- Amwrs,  Bcr.  17,  2982. 


® Bcr.  18,  2659. 
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lyiimnidocummiol  methyl  ether,  C is  obtained  by 
lieating  dipsciulocnmenol  with  caustic  ])otasli,  inetliyl  alcohol, 
and  methyl  iodide  ; it  crystallizes  from  alcohol  in  white  needles, 
melts  at  126°,  and  is  insoluble  in  alkalis. 

Dihromodi2mudoewnenol,  CisHi8Br2(OH)2,  is  formed  when  the 
plienol  is  brominated  in  acetic  acid  solution ; it  occurs  in  small 
lustrous  crystals,  melts  at  186 — 187°,  is  insoluble  in  water, 
slightly  soluble  in  alkalis  and  readily  in  alcohol. 

Dithymol,  C3H,(CH3)G,H2(0H)— C,H2(0H)CH3(C3H7),  is 
prepared  by  oxidizing  a warm  mixture  of  1 part  of  thymol  and 
10  parts  of  water  with  ferric  chloride,  or  better,  a solution  of 
iron  alum,  the  liquid  being  kept  neutral  by  the  addition  of 
sodium  carbonate.  It  is  also  obtained  when  iodine  is  added  to  an 
alkaline  thymol  solution,  the  brownish-red  jwecipitate  dissolved 
in  ether,  alcoholic  potash  added,  and  zinc  dust  then  gradiudly 
introduced.^  It  crystallizes  in  prisms  or  tablets,  melts  at  165'5° 
a portion  subliming  at  the  same  time,  readily  dissolves  in 
alcohol,  and  forms  an  orange-yellow  coloured  solution  in  alkalis. 

On  treatment  with  nitrous  acid  it  does  not  yield  a nitroso- 
phenol  or  quinonoxime,  and  has  therefore  probably  the  following- 
constitution  : 

CH3  CH. 

_/ 

HO-/  / / /—OH 


C3H, 


C3H, 


Dihcnzoylclitliymol,  C2oH,^(O.CO.CgH5)2,  forms  colourless 
microscopic  plates,  and  melts  at  21.5°. 

Bicarvacrol  is  isomeric  with  dithymol,  and  is  obtained  from 
carvacrol  in  a similar  manner.  It  crystallizes  from  dilute  alcohol 
in  long,  thin,  silky  needles,  melts  at  154°,  and  is  readily  soluble 
in  alcohol.^ 


THE  AZO-DYES  OF  THE  DIPHENYL  GROUP. 

2751  In  1881  Schultz  found  that  when  the  tetrazodiphenyl 
nitrate  obtained  from  benzidine  is  brought  into  an  alkaline 
solution  of  phenol,  a colouring  matter  is  formed  which  dyes  silk 

^ Messiiiger  ami  I’ickersgill,  Ber.  23,  2761. 

- Dial) in,  Ber.  15,  1194  ; Beihtcin's  TIandh.  2,  637. 
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a beautiful  and  fast  yellowd  Shortly  after  tins  several  of  these 
benzidine  dyes  were  prepared,  and  since  they  contain  the 
diazo-group  twice,  were  known  as  diazo-  or  tetrazo-colours. 
It  was,  however,  found  that  most  of  them  were  not  suitable 
for  dyeing  wool,  and  they  aj)peared  to  be  of  no  practical  im- 
portance until  P.  Bottiger  in  1883  made  the  remarkable 
discovery  that  the  colouring  matter  known  as  Congo  Red, 
prepared  from  benzidine  and  naphthionic  acid,  which  is  not 
stable  towards  acids,  and  is  quite  unfitted  for  dyeing  wool,  is 
notwithstanding  capable  of  dyeing  unbleached  cotton  a fine  and 
moderately  stable  red  in  alkaline  solution.  Since  that  time  a 
large  number  of  such  azo-dyes  for  cotton,  or  colouring  matters 
of  the  Congo-group  has  been  manufactured,  the  shades  which 
they  produce  depending  upon  their  composition.  Thus,  com- 
binations of  benzidine  with  the  hydroxybenzoic  acids  give 
yellow,  those  with  the  various  naphthylaminesulphonic  acids 
red,  and  those  with  the  naphtholsulphonic  acids  violet  to 
violet-blue  shades.  Numerous  compound  shades  can  be  pro- 
duced by  combining  the  tetrazo-compound  of  benzidine  with 
one  molecule  of  a phenol  or  amine,  or  one  of  their  sulphonic 
acids,  and  then  bringing  the  resulting  unstable  diazo-compound 
together  with  a second  molecule  of  a different  phenol,  amine. 
If  benzidine  be  replaced  by  orthotolidine  or  dianisidine  the 
yellow  dyes  take  a redder  shade,  and  the  red  oi  violet  become 
much  bluer  and  in  some  cases  almost  a pure  blue. 

The  property  possessed  by  these  substances  of  being  fast  on 
cotton  does  not  depend  upon  the  diphenyl  residue  alone,  since 
the  monamido-diphenyls  and  diphenyline  do  not  yield  dyes, 
whereas  such  are  given  by  orthotolidine,  dianisidine,  and  othei 
diparamido-compounds.  The  meta-substitution  products  also 
give  dyes,  but  not  the  ortho-compounds.  They  are,  however, 
obtained  from  ji-diamidobenzene,  I : 4'-diamidonaphthalene  and 
from  diamidostilbene,  C,H,(NH2)C.,H2.C,H4(NH2),  the  deriva- 
tives of  which  will  be  subsequently  described. 

Azo-dyes  for  cotton  are  therefore  only  obtained  fiom^i-diamido- 
compounds  and,  among  the  derivatives  of  diphenyl,  fiom  sucli 
substances  in  which,  in  addition,  the  ortho-hydrogen  is  not 
replaced. 

The  preparation  of  these  dyes  is  similar  to  that  of  othei 
azo-colouring  matters,  the  diamido-compound  being  diazotized 

1 Annalen,  207,  334. 

2 Sfhultz,  Her.  17,  461  ; Stcinkohhntheer,  2,  305. 
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and  a solution  of  the  phenol,  sulphonic  acid,  &c.,  in  caustic 

soda  added,  ^ 

The  dyeing  usually  takes  place  in  a bath  heated  to  80  100  , 

which  is  made  strongly  alkaline  by  the  addition  of  soap,  boiax, 
sodium  silicate,  sodium  stannate,  &c„  and  sodium  sulphate  added 
to  aid  the  absorption  of  the  colour. 

Almost  all  of  these  dyes  are  altered  by  acids,  the  red  being 
most  delicate  and  the  violet  rather  more  stable,  whilst  the  blue 
are  not  affected.  On  the  other  hand,  the  last  are  sensitive  to 
light,  the  reds  more  stable  and  the  yellow  chrysamines  fast 
both  to  light  and  soap.  Only  a few  of  the  most  important  or 
better  known  are  here  described.  For  an  account  of  the  others 
reference  may  be  made  to  the  works  cited  in  the  footnote.^ 

Chrysainine  G,  CggH^gN^OgNa^,  is  prepared  from  benzidine 
and  salicylic  acid  and  occurs  in  commerce  as  a brownish  red 
powder,  only  slightly  soluble  in  water,  readily  in  dilute  caustic 
soda  solution,  a brownish  red  solution  of  the  basic  salt, 
C^gH^^N^OgNa^  being  formed.  Hydrochloric  acid  produces  a 
brownish  red  jDrecipitate  in  this  solution.  It  forms  a reddish 
violet  coloured  solution  in  concentrated  sulphuric  acid,  the 
addition  of  water  to  which  produces  a brown  precipitate  of 
the  free  acid.  It  dyes  wool  a fine  yellow  in  a soap  bath. 

Chrysamine  B,  C25H2oN40gNa.2,  is  obtained  from  orthotolidine 
and  is  very  similar  to  the  preceding  compound  but  produces  a 
redder  yellow. 

The  constitution  of  these  compounds  is  expressed  by  the 
following  formulae  : 

G. 

CgH,Nz=NCgH3(0H)C02Na 

CgH,Ni=NCgH3(0H)C02Na 

R. 

CgH3(CH3)N=NCgH3(0H)C02Na 

I 

CgH3(CH3)Nz=NCgH3(0H)C02Na 

Congo  red,  C32H22NgS20gNa2,  is  obtained  from  benzidine  and 
naphthionic  acid,  and  forms  a brownish  red  powder,  which  yields 
a reddish  brown  coloured  solution  in  water  and  separates  from 
the  hot  liquid  in  lustrous  green  crystals.  Hydrochloric  acid  pro- 
duces a blue  and  caustic  soda  a reddish  brown  jorecipitate 

^ Schultz,  Stcinkohlentheer,  2,  256  ; Fricdliintler,  Tlieerfarhevfabr.  455. 
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in  sulplinric  acid  it  forms  a bine  solution  from  which  water  pre- 
cipitates the  free  bine  acid.  It  is  decomjiosed  by  the  action 
of  zinc  dust  on  its  solution  in  ammonia  into  benzidine  and 
1 : 2-diamidonaphthalenesnlphonic  acid  ^ and  has  therefore  the 
following  constitution  : 


Cotton  is  dyed  with  it  in  a soap  bath  to  which  Glauber’s  salt 
has  been  added,  the  shades  produced  varying  from  a delicate 
pink  to  a fiery  scarlet  or  Turke}^  red  according  to  the  amount 
of  colouring  matter  employed. 

On  account  of  its  sensitiveness  towards  acids,  even  acetic 
acid,  Congo  red  has  been  recommended  as  a reagent  for  acids 
and  as  an  indicator  for  titrations  of  acids  and  alkalis.  Julius 
proposed  to  employ  it  in  the  titration  of  aniline  and  Herberg 
used  it  to  detect  free  acid  in  paper.  According  to  Erdmann  it 
exceeds  litmus  in  delicacy.  Yulpius  and  Dietrich,  on  the  other 
hand,  maintain  that  it  is  only  usefid  for  certain  titrations, 
especially  for  aniline.^ 

Brilcke,  who  has  carefully  studied  the  behaviour  of  various 
acids  and  salts  towards  Congo  red,  has  found  that  it  is  coloured 
purple  violet  by  carbon  dioxide  and  violet  by  boric  acid.  An 
aqueous  solution  of  arsenic  trioxide  does  not  affect  it.  If  suffi- 
cient sulphuric,  phosphoric,  oxalic,  lactic,  tartaric  or  salicylic 
acid  be  added  to  an  aqueous  solution  of  Congo  red  to  turn  it 
violet,  and  the  liquid  be  then  heated,  the  colour  becomes 
purple  at  50°  and  above  00°  red,  but  changes  to  violet  again 
on  cooling.  If,  however,  sufficient  acid  be  added  to  turn  it 
blue,  no  change  occurs  on  heating.  The  blue  colour  becomes 
violet,  brown  or  red  on  the  addition  of  an  acetate  or  acid  tartrate, 
but  it  passes  back  to  blue  on  the  further  addition  of  acid. 
Even  sulphuric  and  hydrochloric  acid  are  affected  in  this  way  by 
the  salts  of  weaker  acids.  He  therefore  considers  that  Consfo 
red  is  not  suited  for  use  in  volumetric  analysis,  and  that  unlike 
litmus,  it  does  not  possess  the  property  of  being  only  affected 
by  free  acid.^ 

^ Witt,  Bpy)\  19,  1710.  2 Schultz,  SUcinl'ohhntheer,  2,  303. 

^ Monaiah.  Chcvi.  9,  31. 
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Bcnzo^ntTp  urine  B,  C34H.2(.NgS20(.Na2,  prepared  from  tolidine 
and  /3-naplitliylamine-;8-sulplionic  acid,  is  a brown  powder  and 
forms  a reddish  brown  solution  in  water  which  is  not  altered 
by  caustic  soda,  whilst  hydrochloric  acid  produces  a blown  pie- 
cipitate.  It  forms  a blue  solution  in  sulphuric  acid  in  whicli 
water  produces  a brown  flocculent  precipitate.  It  dyes  wool 
red,  the  colour  being  stable  to  acetic  acid. 

If  naphthionic  acid  is  used  instead  of  the  5-acid,  a very  similar 
substance,  henzopuiyurinc  4<B,  is  produced,  whilst  with  1:4- 
naphthylaminesulphonic  acid,  UnzopurimrinG  QB,  which  dyes 
cotton  a bluish  red  is  obtained. 

BeltajntrpuQ'inc  6B,  C3^H2gNgS20gNa2,  is  obtained  from  tolidine 
and  commercial  /3-naphthylamine-S-sulphonic  acid,  which  con- 
tains about  50  per  cent,  of  y5-naphthylamine-/5-sulphonic  acid. 
Since  each  of  these  acids  is  easily  acted  on,  the  deltapurpurine 
obtained  is  naturally  a mixture  of  the  colouring  matters  and 
contains  together  with  benzopurpurine  B,  the  sodium  salt  of 
ditolyldiazo-/3-naphthylamine-8-sulphonic  acid  or  ddtaimrjmrine 
IB  and  the  mixed  azo-colour  which  is  produced  from  ecpial 
molecules  of  tetrazoditolyl  chloride  and  the  two  sulphonic  acids, 
and  which  is  present  to  the  extent  of  50  per  cent.  M^hen 
common  salt  is  added  to  an  aqueous  solution  of  the  product, 
deltapurpurine  7B  is  first  precipitated,  the  difficultly  soluble 
magnesium  salt  of  which  can  be  obtained  by  adding  magnesium 
sulphate  to  a boiling  solution  of  the  deltapurpurine  5B.^  The 
solution  of  the  latter  gives  with  hydrochloric  acid  a brown  and 
with  caustic  soda  a red  precipitate.  Both  the  deltapurpurines 
form  blue  solutions  in  sulphuric  acid,  in  which  water  produces 
a brown  precipitate.  A characteristic  j^roperty  of  deltapur- 
purine 7B,  which  is  actually  extracted  from  the  mixture,  is 
that  concentrated  acetic  acid  added  to  its  aqueous  solution 
produces  a brownish  violet  precipitate  of  the  colouring  matter, 
which  is  therefore  also  given  by  a concentrated  solution  of  the 
5B.  Tlie  latter  dyes  cotton  a somewhat  bluer  shade  than  benzo- 
purpurine B,  whilst  deltapurpurine  7B  produces  a bluish  red. 

Bcnzazurinc  G,  C34H24N4S20;^oNa2,  is  prepared  from  dianisi- 
dine  and  I : 4-naphtholsulphonic  acid  and  has  therefore  the 
following  constitution  : 

C(.H3(OCH3)N2CioH,(OH)S03Na 

C,H3(OCH3)N2C4oH,(OH)S03Na 

^ Schultz,  Bcr.  20,  3160. 
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It  comes  into  the  market  as  a blue  black  powder,  and  forms  a 
bluish  violet  solution  in  water,  which  becomes  magenta  red  on 
the  addition  of  caustic  soda,  whilst  hydrochloric  acid  produces 
a violet  precipitate.  It  dissolves  in  sulphuric  acid  with  a 
blue  colour,  a bluish  violet  colouration  being  produced  by  the 
addition  of  water.  It  dyes  cotton,  silk,  and  wool  a bluish 
violet  to  blue  shade,  and  is  employed  for  the  production  of 
indigo  shades,  a little  chrysamine  being  added  to  the  bath  ; 
this  mixture  has  the  advantage  over  indigo  of  dyeing  cotton 
uniformly  and  not  rubbing  off. 

When  a piece  of  cotton  dyed  with  benzazurine  G is  boiled  for 
some  time  with  a weak  solution  of  copjDer  sulphate,  a copper 
compound  of  the  colouring  matter  is  formed,  which  is  of  a 
gi-eener  shade  and  therefore  more  valuable.  This  is  also  the 
case  to  a much  greater  extent  with  Imzazurine,  3G,  prepared 
from  anisidine  and  the  so-called  Cleve’s  a-naphtholsulphonic 
acid.  The  colour  is  in  this  case  so  greatly  imj^roved  that 
it  can  scarcely  be  recognized  as  benzazurine  3G. 

In  the  same  manner  azo-violet,  prepared  from  anisidine, 
a-naphtholsulphonic  acid  and  a-naphthylaminesulphonic  acid, 
is  converted  into  a blue  with  only  a faint  violet  sliade,  which  is 
not  reconverted  into  the  original  reddish  violet  by  soaping. 
The  violet  red  heliotrope  from  anisidine  and  yS-naphthylamine- 
sulphonic  acid  forms  a fine  violet  compound  with  copper,  and 
in  fact  all  the  colours  of  this  nature  become  bluer  and  more 
stable  towards  soap. 

The  latter  effect  can  also  be  attained  by  the  use  of  zinc 
sulphate  or  nickel  sulphate,  without  an  accompanying  alteration 
of  the  shade.  Moreover,  the  colours  are  thus  rendered  abso- 
lutely fast  to  light  and  even  surpass  indigo  in  this  respect. 
Dyed  wool  is  altered  by  copper  sulphate  in  the  same  manner 
as  cotton,  and  at  the  same  time  becomes  faster  to  millinfr 
whilst  nickel  sulphate  makes  it  faster  to  soap.^ 

Benzidine  Bine,  C32HjgN4S40^4Na4,  was  obtained  by  Schultz 
from  benzidine  and  /3-naphthol-a-disulphonic  acid.^  It  is  a 
powder  with  a bronze  lustre,  and  forms  a blue  solution  in  cold 
water,  which  on  boiling,  becomes  Bordeaux  red,  but  passes  back 
to  blue  on  cooling  ; caustic  soda  solution  also  colours  it  Bordeaux 
red,  whilst  acetic  acid  produces  a brownish-red  colouration,  and 
liydrochloric  acid  a reddish-violet  flocculent  precipitate.  It 

^ Farhenfahr.  vorm.  Baeyer  and  Co.  ; Schultz,  Steinkohlenthccr,  2,  1258. 

2 Schultz,  Ber.  17,  461. 
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forms  a blue  solution  in  sulphuric  acid,  from  which  water 

precipitates  it  as  a violet  mass. 

If  anisidine  is  employed  instead  of  benzidine,  a greenish  blue 
is  obtained.  If,  however,  only  one  molecule  of  the  disulphonic 
acid  be  allowed  to  act  on  a molecule  of  the  tetrazo-compound, 
a product  is  formed  which  still  contains  one  diazo  group  and  fiom 
which  a series  of  reddish-blue  to  greenish-blue  dyes  can  be  pre- 
pared by  combination  with  naphthols,  or  their  sulphonic  acids.^ 

Other  blue  colouring  matters  are  prepared  from  benzidine- 
sulphodisulphonic  acid,  and  secondary  or  tertiary  ^-naphthyl- 
amines  such  as  methyl-yS-naphthylamine  or  o-tolyl-^-naphthyl- 
amine,  which  give  a redder  but  clearer  blue  than  phenyl-^- 
naphthylamine,  whilst  that  obtained  from  xylyl-/3-naphthyl- 
amine  is  of  a greener  shade.^ 

Bcddish-hrown  and  Irowii  cotton  colours  are  obtained  by  com- 
bining the  diazo-compounds  prepared  from  the  sulphonic  acids 
of  the  naphthylamines,  of  benzidine,  &c.,  with  phenylene  brown. 

Blade  cotton  colours  are  prepared  from  amidonaphtholsulphonic 
acid  and  benzidine,  tolidine,  or  dianisidine.  These  are  all  of  a 
red  shade,  but  since  they  contain  an  amido-group  they  can  be 
diazotized  on  the  fibre  and  then  converted  by  the  action  of 
phenols,  amidobases,  &c.,  into  deep  blue  or  black  dyes.  II,  for 
example,  cotton  goods  dyed  with  diamine  Uach  prepared  from 
benzidine,  be  dipped  into  a faintly  acid  sodium  nitrite  solution 
they  take  a greenish-blue  colour.  If  they  are  then  washed  out 
and  brought  into  a cold  alkaline  /3-naphthol  solution,  they  be- 
come deep  blue-black,  the  shade  being  more  than  twice  as  deep 
as  the  original  colour,  and  at  the  same  time  very  fast  towards 
acids  and  alkalis.  When  the  benzidine  is  replaced  by  dianisi- 
dine or  tolidine,  greener  shades  are  obtained.^ 

Carhctzolc-yelloio,  Cj2H6(NH)[N2CgH4(0H)C02Na].2,  is  prepared 
by  diazotizing  diamidocarbazole  sulphate  and  bringing  it  into  an 
alkaline  solution  of  salicylic  acid,  a deep-red  solution  being 
formed  which  on  standing  becomes  yellowish-brown.  The 
liquid  is  boiled  and  salt  added,  which  precipitates  the 
colouring  matter  as  a brown  crystalline  mass.  It  is  readily 
soluble  in  water,  dyes  cotton  a full  golden-yellow,  and  imparts 
a bright  yellow  colour  to  silk  and  wool,  which  is  fast  to  milling.^ 

^ Farienfabr.  vorm.  Baeyer  and  Co.  ; Schultz,  Steinkohlentlicer,  2,  1072. 

■ Farbenfabr.  vorm.  Baeyer  and  Co.  ; Ber.  23,  HI  c. 

® Farbenfabr , vorm.  Baeyer  and  Co.  ; Chcvi.  Zeit.  14,  1356. 

^ Bad.  Anilin-  and  Sodafabr.  ; Ber.  22,  177  c. 
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THE  FLUOKENE  GROUP 

2752  Fluor enc,  This  name  was  given  by  Berthelot 

to  a hydrocarbon  which  he  discovered  in  1867  in  crude 
anthracene  and  in  heavy  coal-tar  oil,  and  which  was  dis- 
tinguished by  its  magnificent  violet  fluorescence^  Fittig  in 
1873  then  found  that  when  diphenyleneketone  is  heated  with 
zinc  dust,  the  corresponding  diplmiylenemethane  is  formed  : ^ 


I )CO  + 2Zn  + Zii(OH), 

c„h/ 


CHj  + 3ZnO. 


Griibe  moreover  found  that  it  is  also  formed  when  the  ketone 
is  heated  with  phosphorus  and  hydriodic  acid  at  180 — 140V 
and  when  the  vapour  of  diphenylmethane  is  passed  through  a 
red-hot  tube  : ^ 

C„H, 

CH  / = CH,/  I + H,. 


He  pointed  out  that  dij)henylenemethane  is  very  similar  to 
fluorene,  which  had  been  more  closely  examined  by  Barbieiy'’ 
and  Fittig  and  Schmitz  then  showed  that  the  two  are  identical.*^ 
Fluorene  is  also  obtained  by  heating  ellagic  acid,  Cj4HgOg, 
with  zinc  dust,^  and  in  a very  pure  condition  by  heating 
o-diphenylenecarboxylic  acid  with  hydriodic  acid  and  phos- 
phorus.® Adam  prepared  it  by  the  action  of  methylene  chloride 
on  a mixture  of  diphenyl  and  aluminium  chloride.^ 

^ Ann.  Chim  Phys.  IV.  12,  222. 

2 Per.  6,  187.  ^ Per.  7,  1625. 

^ Annalen,  174,  194.  ® Ann.  Chim.  Phys.  V.  7,  479. 

Annalen,  193,  134. 

^ Barth  and  Goldschmidt,  Per.  H,  846. 

**  Graehe  and  Aubin,  Annalen,  247,  277. 

^ Ann.  Chim.  Phys.  VI.  15,  253. 
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In  order  to  isolate  Huoreiie  from  heavy  coal-tar  oil,  the  latter 
is  first  of  all  freed  from  ijhenaiithrene  and  anthracene  by 
crystallization  and  the  portion  boiling  between  29U  and  3dU 
fractionated  about  six  times,  until  the  larger  part  passes 
over  at  SOU— 320°.  On  strongly  cooling,  the  Huorenc 

seiJarates  out  and  is  well  pressed,  tlie  portion  boiling  at 
2<J5 — 305°  isolated  by  fractional  distillation,  repeatedly  crys- 
tallized from  a mixture  of  benzene  and  alcohol,  and  finally 
recrystallized  from  glacial  acetic  acid.  The  crude  huorene  may 
also  be  dissolved  in  ether,  picric  acid  added  and  the  compound 
thus  obtained  decomposed  with  ammonia.  The  hydrocarbon 
purified  in  this  manner  shows  the  beautiful  fluorescence  already 
mentioned  (Barbier),  but  according  to  hittig  and  Schmitz,  this 
is  due  to  an  impurity.  They  prepared  fluorene  by  distilling 
diphenyleneketone  over  zinc  dust,  a red  substance  being  also 
formed  in  small  quantity  which  can  be  separated  from  the 
hydrocarbon  by  a single  distillation.  The  fluorene  was  then 
purified  by  recrystallization  from  alcohol.  It  forms  colourless, 
lustrous  plates,  showing  only  a faint  fluorescence,  like  that  of 
other  similar  hydrocarbons,  is  sparingly  soluble  in  cold,  readily  in 
hot  alcohol,  ether,  benzene,  and  carbon  disulphide.  It  melts  at 
113°,  boils  at  296°,  and  forms  a vapour  of  the  sp.  gr.  5-77.^ 
When  it  is  heated  with  40  parts  of  concentrated  hydriodic 
acid  to  275°,  it  is  converted  into  tridecane,  boiling 

at  about  240°;  in  addition  some  hexane  and  heptane  are 
formed  (Barbier).  On  fusion  with  caustic  potash  it  yields 
e-diphenol. 

In  order  to  detect  fluorene  in  a mixture  of  phenaiithrene 
and  anthracene,  15  grins,  of  the  substance  are  boiled  with  90  grins, 
of  sulphuric  acid,  diluted  with  3 vols.  of  water,  and  60  grins,  of 
potassium  dichromate  for  6 hours  in  an  ajiparatus  provided 
with  a reflux  condenser ; the  oxidation  product  is  then  filtered 
off,  distilled  with  steam  and  the  distillate  allowed  to  crystallize 
slowly  from  alcohol,  by  which  means  diphenyleneketone  is 
obtained  in  compact  crystals,  which  can  be  readily  picked  out 
from  any  adhering  hydrocarbon.’^ 

Fluorene  ijicric  add,  -|-  C(jH3(N 0.2)30,  is  formed  when 

an  ethereal  solution  of  the  constituents  is  allowed  to  evaporate, 
and  crystallizes  according  to  Barbier  in  red  needles,  but  accord- 
ing to  Fittig  and  Schmitz  in  compact,  reddish-brown  prisms, 
which  melt  at  79 — 80°,  and  are  decomposed  by  boiling  with 
1 Kuecht,  Ber.  10,  2074.  - AiiscliUtz,  Btr.  11.  1216. 
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water  or  alcohol,  Grahe  and  Aubin,  on  the  other  hand,  ob- 
tained golden  yellow  needles,  of  the  same  melting  point. 

Fluor ene  incryl  chloride  -f-  C(jH2(N02)3Cl,  crystallizes 

from  an  alcoholic  solution  of  its  constituents  in  orange-yellow 
needles,  melting  at  G9 — 70°.^ 

Octohydrojiuorene,  C^gH^g,  is  formed,  together  with  the  follow- 
ing compound,  when  S‘6  grms,  of  fluorene  are  heated  for  8 hours 
at  250 — 260°  with  3 grms.  of  red  phosphorus  and  9 grms.  of 
hydriodic  acid  of  sjd.  gr.  1’7,  and  is  a liquid,  boiling  at  272 — 275°. 

Bccahy dr 0 fluorene,  C]_gH2o,  boils  at  254—256°,  has  a faint 
violet  fluorescence,  a penetrating  odour,  resembling  that  of 
diphenylmethane,  and  solidifies  at  — 73°  to  a white  ciystalline 
mass.^ 

Fcrliydrofliwrem,  CjgH22,  is  obtained  by  heating  1 2^art  of 
fluorene  with  1’25  parts  of  phos})horus  and  5 — 6 jDarts  of 
h}7driodic  acid  of  sp.  gr.  1'7  for  12 — 16  hours  at  250 — 260°. 
It  is  a liquid,  which  resembles  iDerhydroacenapthene  and  boils 
at  230°.3 

Dichlorofliiorene,  C^gHgC^,  separates  out  when  dry  chlorine  is 
|>assed  into  a solution  of  fluorene  in  chloroform  ; it  crystallizes 
in  tablets,  which  melt  at  128°,  and  sublime  without  decom- 
position. Chromic  acid  oxidizes  it  to  dichloro]dienyleneketone.'^ 

Trichlorojluorene,  C^gH-Clg,  was  obtained  by  Holm  by  jjassing 
chlorine  for  a long  time  through  a solution  of  fluorene  in  carbon 
disulphide.  It  crystallizes  in  small  white  platds,  is  sparingly 
soluble  in  alcohol  and  ether,  and  melts  at  147°.^ 

Bromo fluorene,  CjgHj,Br,  is  formed,  together  with  the  following 
compound  when  bromine  is  carefully  added  to  a cooled  solution 
of  fluorene  in  chloroform.  It  ci-ystallizes  from  alcohol  in 
needles,  melting  at  101  — 102°,  is  very  soluble  in  chloroform, 
and  on  oxidation  yields  bromodiphenyleneketone  (Hodgkinson 
and  Matthews). 

Bromofluorene  dilromide,  CjgHj,Brg,  was  obtained  by  Barbier 
by  passing  a mixture  of  bromine  vapour  and  air  into  a cold 
solution  of  fluorene  in  carbon  disulphide.  It  crystallizes  from 
benzene  in  light  yellow,  strongly  lustrous  long  needles,  and 
is  converted  by  alcoholic  j:)otash  into  the  following  compound. 

^ Liel)erniaim  and  Palin,  Bcr.  8,  377, 

2 Fuye,  JhiU.  Soc.  Clam.  III.  4,  266. 

^ Lieljeriiianu  and  Siiiegcl,  Bcr.  22,  779. 

Hodjfkinson  and  IMattliews,  Junrn.  Chem.  Soc.  1883,  1,  163. 

= Bcr.  16,  1081. 
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Dih-mmjl>wrcm,  CisH^Br.,.  is  formed,  according  to  Barbier 
when  tlie  calculated  quantity  of  bromine  is  added  to  a solution 
of  fluorene  in  6 parts  of  carbon  disulpliide,  tlie  latter  distil  e 
off  and  the  residue  washed  with  ether  and  recrystallized  Irom 
carbon  disulphide.  He  thus  obtained  large,  transparent  mono- 
symmetric  tablets,  which  were  measured  by  Bouchardat.  it 
melts  at  166—167°,  is  sparingly  soluble  m alcohol,  can  be 
distilled  without  decomposition,  and  is  not  attacked  by  boiling 
alcoholic  potash,  but  decomposes  on  ignition  with  lime,  diphenyl 

being  formed.  _ 

Fittig  and  Schmitz,  who  also  prepared  this  compound,  ob- 
tained it  in  the  form  of  small,  transparent,  colourless  tablets, 
which  melt  at  162—163°,  and  according  to  Arzruni,  are  also 
monosymmetric,  but  with  quite  a different  axial  latio. 

By  recrvstallizing  a specimen  of  the  substance  piepaied  by 
Barbier  from  carbon  disulphide  they  first  obtained  colouiless 
tablets,  precisely  similar  to  those  obtained  by  themselves,  and 
then  a single  yellow  crystal,  followed  by  a further  crop  of  the 
colourless  substance. 

Lehmann  has  shown  that  dibromofluorene  also  exists  in  two 
other  forms  and  is  tetramorphous,  since  both  the  foims  aheady 
described  are  converted  by  heating  into  the  ^-modification, 
which  is  also  formed  when  the  fused  substance  is  allowed  to 
cool,  and  is  readily  soluble  in  benzene.  On  cooling  this  solution 
a portion  crystallizes  out  unaltered,  a second  is  converted  into 
the  form  observed  by  Barbier,  and  a third  separates  in  the  cold 
in  long  needles  of  the  8-modification,  which  are  readily  con- 
verted  by  heating  into  the  stable  7-form.^ 

Trihromojluorenc,  was  obtained  by  Barbier  by 

adding  the  calculated  quantity  of  bromine  to  a solution  of 
fluorene  in  carbon  disulphide.  Since  it  is  almost  as  soluble  in 
benzene  and  carbon  disulphide  as  dibromofluorene  it  can  only 
be  separated  from  the  latter,  which  is  simultaneously  formed,  by 
repeated  recrystallization.  It  forms  slender,  yellowish  needles, 
united  in  spherical  masses,  and  melts  at  161 — 162°.  Chromic 
acid  oxidizes  it  in  acetic  acid  solution  to  dibromophenyleneketone 
(Holm). 

]j-Nitro fluorene,  C^gH^NOg,  is  formed  when  nitric  acid  of 
sp.  gr.  1‘4  is  added  to  a cooled  solution  of  fluorene  in  glacial 
acetic  acid,  and  the  liquid  then  heated  to  boiling.  It  crys- 

’ ZeiLKhr.  Krystallogr.  1,  625. 

- Zi'itschr.  Krystallogr.  1,  626. 
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tallizes  in  yellowish  needles,  melts  at  154°,  and  is  oxidized  by 
chromium  trioxide  to  ^J-nitrodiphenyleneketoned 

D'lnitrojiiiormc,  Cj3Hg(N02).2,  is  obtained  by  bringing  fluorene 
into  a mixture  of  equal  volumes  of  fuming  nitric  acid  and  glacial 
acetic  acid.  It  crystallizes  from  hot  glacial  acetic  acid  in  colour- 
less needles,  and  from  boiling  alcohol,  in  which  it  is  only  very 
sparingly  soluble,  in  lustrous  pointed  needles,  melting  at 
199 — 201°  (Fittig  and  Schmitz). 

Amidofiuorene,  C^gHg.NHo,  was  prepared  by  Strassburger  by 
the  distillation  of  the  hydrochloride  of  2^-aniidodiphenic  acid 
witli  lime,^  and  by  the  reduction  of  nitrofluorene  witli  tin  and 
hydrochloric  acid.  It  crystallizes  from  alcohol  in  pale  grey 
needles,  and  melts  at  124 — 125.°  Its  hydrochloQ'icU  is  only 
sparingly  soluble  in  water,  and  its  acetyl  comyowul  melts  at 
187—188°. 

Diamido fluorene,  Cj3Hg(N  112)2,  formed  by  the  reduction  of 

dinitrodiphenyleneketone  with  tin  and  hydrochloric  acid,  and, 
together  with  benzidine  when  diamidodiphenic  acid  is  distilled 
with  lime.  Diamidodiphenyleneketone  is  the  first  product  of 
the  reaction  : 


NH2 

CO.OH 

CO.OH 

NH2 


-b  CaO 


C,H3< 


C,H3< 


'NH2 

CO  -b  CaCOg  + H2O. 

'NH, 


A portion  of  the  substance  is  simultaneously  carbonized,  hydrogen 
being  evolved  which  exercises  a reducing  action  : 


NH2 

CO 


+ 4H 


C,Hg< 


C,Hg< 


NH. 


CH, 


NH., 


-b  H2O. 


Diamidodiduorene  crystallizes  in  grey  or  brownish  needles, 
rapidly  becomes  bluish  in  the  air,  and  is  slightly  soluble  in  cold, 
more  readily  in  boiling  water,  and  readily  in  alcohol.  On  heat- 

^ Strassburger,  Bcr  17,  107. 


2 Bcr.  16,  2346. 
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iii.^  with  a solution  of  ethyl  nitrite  it  is  converted  into  Huoieiie. 
Itemlpluctc  is  sparingly  soluhle  in  water  and  crystallizes  m 
small  lustrous  plates.  Its  solution  gives  with  potassuiin  lei  i- 
cyanide  a blue  precipitate,  soluble  in  hot  water  and  acids, 
chlorine  water  or  bleaching  powder  solution  also  produce  a 
blue  precipitate,  which  soon  becomes  green  and  hnally  leddis  i 


brown. 


Dkicdamidofimrem,  C^H.CNH.CO.CH^).,,  crystallizes  in  white 


lustrous  plates.^  . 

2753  Isomcrides  of  fluorcnc  were  found  by  Garnelley  among 

the  products  formed  by  lieating  a mixture  of  benzene  anc 
toluene  to  redness.  Since  he  considered  Berthelots  Huorene 
to  be  different  from  Fittig  and  Schmitz’s  diphenylenemethane, 
he  distinguished  his  hydrocarbons  as  7 and 

ry-Diiihenyhnemethmu  appears  also  to  occur  m coal-tar,  and 
crystallizes  from  alcohol  in  nacreous  plates  or  prismatic  needles, 
melts  at  118°,  boils  at  295°,  and  forms  a picTic  acid  compound, 
which  crystallizes  from  ether  in  blood-red  needles,  melting  at 


79—81°.  . . ^ 1 .1 

fy-Diplumjlcncmctlioquinonc,  CigHgO^,  is  obtained  by  t le 

oxidation  of  the  hydrocarbon  with  chromium  tri  oxide,  and 
cry.stallizes  from  alcohol  in  long  golden-yellow  needles,  which 
melt  at  280—281°,  but  sublime  at  a lower  temperature. 

r^-Dihromocliphcnylcnemctlumc,  Cj3H3Br.2,  crystallizes  in  needles 

or  octohedra,  and  melts  at  162°. 

h-Diphcoiylenciiiethctne  forms  nacreous  tablets,  melting  at  208  . 
It  boils  at  320°  and  on  oxidation  yields  a cptinonc,^  which  is  a 
white  powder,  sublimes  in  needles,  and  at  288  melts  to  a 
yellowish-green  liquid,  fluorescing  like  uranium  glass. 

A third  isomeric  quinonc  was  obtained  by  Baibiei,  togethei 
with  diphenyleneketone,  by  the  oxidation  of  fluorene  in  small 
granular  yellow  masses,  melting  at  180  181  , whilst  Fittig  and 

Schmitz  were  unable  to  obtain  any  trace  of  such  a substance. 

It  was  probably  due  to  some  impurity. 

Scquoiene,  occurs,  together  with  a terpene  and  other 

substances,  in  the  needles  of  the  ellingtonia  of  our  gardens 
(^Sequoia  gigamtca),  which  have  such  a characteristic  odour.  It 
is  a crystalline  substance,  dissolves  readily  in  most  solvents,  but 
does  not  easily  crystallize  well.  It  is  obtained  in  small  plates 
when  a layer  of  water  is  poured  on  to  its  solution  in  acetic 


^ Schultz,  Annalcn,  203,  99.  - Jonrn.  Chcm.  Aoc.  1880,  1,  708. 

^ Hodgkiiisoii  and  ^latthew.s,  Joimi.  Ohcm.  Soc.  1883,  1,  103. 
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acid  ; these  show  a faint  bluish  fluorescence,  melt  at  105°,  and 
in  the  pure  state  are  odourless.  It  boils  at  290 — 300°,  gives 
with  picric  acid  a comj^ound  crystallizing  in  red  needles,  and 
a yellowish-red  nitro-product  with  nitric  acid.^ 

2754  Fluorcnyl  alcohol  or  Diphenylcnc  carhinol,  0^2^8:011.011, 
is  formed  by  the  action  of  sodium  amalgam  on  an  alcoholic 
solution  of  diphenyleneketone,^  and  by  heating  dij^henylene- 
glycollic  acid  to  160°  with  caustic  soda  solution.^  It  ciystallizes 
from  boiling  water  in  hair-like  matted  needles,  and  is  soluble  in 
alcohol  and  ether,  more  readily  in  benzene,  from  which  it  crys- 
tallizes in  hexagonal  tablets,  with  a vitreous  lustre,  containing 
benzene  of  crystallization  which  is  gradually  lost  in  the  air, 
rapidly  on  heating.*^  It  melts  at  153°,  is  coloured  blue  by  con- 
centrated sulphuric  acid  and  is  reconverted  into  the  ketone  by 
oxidation.  When  it  is  heated  somewhat  strongly,  water  is  lost 
and  fluorcnyl  ether,  (Cj3Hg)20,  formed  as  a resinous  mass. 

Fluorcnyl  acetate,  Cigllg.O.CO.CHg,  was  obtained  by  Barbier 
by  heating  the  alcohol  with  acetic  anhydride  at  100° ; it  crys- 
tallizes from  a mixture  of  ether  and  alcohol  in  rhombic  tablets, 
melting  at  75°. 

Fluor enylaininc,  Ci2H8-CH.NH2,  is  formed  when  diphenylene- 
ketoxime,  CjoHyiCNOH,  is  boiled  with  zinc  and  acetic  acid;  its 
hydrochloride  crystallizes  from  dilute  alcohol  in  long  needles. 
Tlie  free  base  is  insoluble  in  water,  and  melts  at  50 — 60°.^ 

Fiphenyleneketonc,  C^gHgO,  is  obtained  by  the  distillation  of 
diphenic  acid  with  lime  : ® 


It  is  also  formed  by  the  oxidation  of  fluorene  (Barbier),  In 
order  to  prepare  it,  equal  parts  of  diphenic  acid  and  quicklime 
are  heated  in  a combustion  furnace  in  a tube  bent  at  an  obtuse 
angle,  the  temperature  being  allowed  to  rise  very  slowly  ; a 
red  substance  is  also  formed,  wliicli  remains  behind  on  distilling 
the  product  with  steam.  Since  liowever  the  ketone  is  only 
slightly  volatile,  it  is  better  to  purify  it  by  recr^'^stallization  from 

^ Lunge  ami  Reinkauler,  Bcr.  13,  1656  ; 14,  2202. 

2 Barbier,  loc.  cit.  ; Bamberger  ami  Hooker,  Annalcv,  229,  157. 

Friedlamler,  Bcr.  10,  534. 

Bamljerger,  Bcilstcin’s  JIandb.  2,  684. 

Wegerhoir,  Annalcn,  252,  36. 

*’  Fittig  ami  Ostermayer,  Annalcn,  166,  372. 


C,H,.C02H 


C.H 


CO  + CO2  + H2O. 


C^R,.COfli 
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a mixturB  of  6C|ual  volunios  of  alcoliol  and  watoi,  in  wliicli  tli6 

red  substance  is  scarcely  solubled 

It  is  also  readily  obtained  by  passing  tlie  vapour  of  plien- 
anthrenequinone  over  heated  lead  oxide, ^ or  by  boiling  it  foi 
some  time  with  caustic  soda  solution  and  then  adding  potassium 
permanganate  to  oxidize  the  diphenyleneglycollic  acid,  Cj^gHg 
(OH)CO.,H,  which  is  first  formed.^ 

The  latter  is  insoluble  in  Avater,  and  sparingly  soluble  in 
dilute  alcohol,  from  which  it  crystallizes  in  small  yellow  needles, 
whilst  it  separates  from  alcohol,  in  which  it  is  readily  soluble 
in  light  yelloAv,  large,  transparent,  rhombic  tablets  or  thick 
prisms,  melting  at  83-5—84°.  It  boils  above  300°,  is  converted 
by  fused  potash  into  o-phenylbenzoic  acid  (p.  433)  and  on  heat- 
ing Avith  chromic  acid  is  completely  oxidized,  Avhilst  an  alkaline 
permanganate  solution  oxidizes  it  sloAvly  to  phthalic  acid. 

Diclilorodi^lienylcnGhetone,  Cj3HgCl20,  is  obtained  by  the 
oxidation  of  dichlorofluorene  Avith  chromium  trioxide  and  forms 
yellow  microscopic  crystals,  melting  at  158°. 

a-Bromodiphenylcnehetone,  CigH^BrO,  Avas  prepared  in  a 
similar  manner  from  bromofluorene,  and  crystallizes  in  dark 
yelloAv  needles,  melting  at  104°  (Hodgkinson  and  Matthews). 

^-Bromodiijhmyhncketone  is  formed  by  the  distillation  of 
bromodiphenic  acid  with  slaked  lime,  and  crystallizes  from  hot 
alcohol  in  light  yelloAv  delicate  plates,  melts  at  122°,  and  on 
heating:  Avith  zinc  dust  is  converted  into  fluorene.^ 

a-Dihromodiphenylenehetonc,  C^gHgErgO,  is  obtained  by  adding 
the  calculated  quantity  of  chromium  trioxide  to  a solution  of 
dibromofluorene  in  acetic  acid.  It  crystallizes  from  alcohol  in 
long,  yelloAV  needles,  and  melts  at  I42'5°.® 

^-Dihromodiplienyleneketone  is  formed  Avhen  a small  excess  of 
chromium  trioxide  is  employed  and  by  the  oxidation  of  tri- 
bromofluorene.  It  also  crystallizes  in  yelloAv  needles,  melts  at 
197°,  and  on  heating  Avith  phosphorus  and  hydriodic  acid  is 
reconverted  into  dibromofluorene  (Holm,  Hodgkinson,  and 
MattheAvs). 

y-Dihromodiiolienylcnehctone  Avas  obtained  by  the  distillation  of 
dibromophenylbenzoic  acid  Avith  slaked  lime,  and  crystallizes 

^ Schmitz,  Annalen,  193,  115. 

2 Wittenberg  and  Meyer,  Bcr.  10^  602. 

^ Anschutz  and  Japp,  Ber.  H,  211. 

■*  Claus  and  Elder,  Ber.  19,  3155. 

® Holm,  Ber.  16,  1081. 
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from  alcoliol  in  light  yellow,  thin  plates,  melts  at  133°  and 
sublimes  in  long,  thin,  Avine-yellow  needles,  giving  rise  to  the 
pleasant  odonr  of  unripe  oranges,  in  the  same  manner  as 
/S-bromodiplienyleneketone  (Claus  and  Erler). 

NitrodiplicnyUnchdonc,  is  formed  when  di- 

plienyleneketone  is  added  in  small  cpiantities  to  fuming  nitric 
acid,  and  crystallizes  from  alcohol  in  yellow  needles  or  jhates, 
which  melt  at  220°  and  readily  sublimed 

Dinitrocli2dicnylencl'ctooic,  Ci3H(;(N02)20,  is  formed  when  the 
ketone  is  heated  with  fuming  nitric  acid,  by  the  oxidation  of 
dinitrofluorene  or  din itrophenylenegly colic  acid  and  by  the 
action  of  concentrated  nitric  acid  on  fluorene  alcohol.  It  is 
slightly  soluble  in  boiling  alcohol,  and  ciystallizes  from  glacial 
acetic  acid  in  long,  slender,  light-yellow  needles,  melting  at  290.° 
Tin  and  hydrochloric  acid  convert  it  into  diamidodiiihenylenclcetone, 
Ci3H(.(NH2)0,  which  is  a crystalline  substance  (Schultz). 

DiiihcnyUnckctoxime,  C12H8 : C = NOH,  is  prepared  by  heat- 
ing an  alcoholic  solution  of  diphenyleneketone  with  hydroxy- 
lamine  hydrochloride  and  separates  from  alcohol  in  pale  yellow 
crystals,  melting  at  192°.^ 

Its  sodium  scdt,  C^gllgNONa,  crystallizes  from  hot  concentrated 
caustic  soda  solution  in  elongated  light  yellow  plates,  readily 
soluble  in  water.  The  acetate,  CigHgNO.CO.CHg,  is  formed  by 
boiling  the  oxime  with  acetic  anhydride,  and  crystallizes  from 
dilute  alcohol  in  short,  broad  needles,  melting  at  76°,  wliilst  the 
heuzoedc  forms  long,  narrow,  yellow  prisms,  and  melts  at  179 

BiamidodipliemyUnedi^^^^  Ci2H(.(NH2)2NOH,  is  obtained 
by  heating  diamidodiphenyleneketone  with  a solution  of  hydroxy- 
lamine  hydrochloride  and  sodium  carbonate.  It  is  an  oiange- 
coloured  powder  which  forms  a yellowish-brown  solution  in 
alcohol.  It  is  employed  for  the  manufacture  of  cotton  colours ; 
the  compounds  formed  with  salicylic  acid  are  yellow,  whilst 
those  given  by  the  naphthylaniine  sulphonic  acids  are  amaranth- 
red. ^ 

JTydroxydi^diemyUnchetou^^^  C^2'^7(OH)CO,  is  prepared  by  heat- 
ing sodium  salicylate  with  phosphorus  oxychloride,^  and  together 
with  phenylsalicylic  acid,  by  heating  c-diazobenzoic  acid 
sulphate  with  phenol 

1 Schultz,  AnnaUn,  203,  103.  ' Spiegler,  Monatsh.  Chem.  5,  195. 

WegerhofI,  Anncden,  252,  36. 

' Bad.  Auiliu.  find  Sodafahv.  Her.  23,  535  c. 

> Richter,  /.  Pr.  Chem.  II.  28,  294.  « Oriess,  Her.  21,  981. 
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'\n=n.so,h 


CO.OH 


CO  + SO.Hg  + H,0  + N.,. 


It  crystallizes  from  alcohol  in  white  needles,  melting  at  95°, 
readily  soluble  in  alkalis.  On  ignition  with  lime  it  yields 
henzophenone,  diphenylene  dioxide,  carbon  dioxide,  and 
hydrogen,  whilst  on  heating  with  zinc-dust  it  is  reduced  to 
diphenyl.  Potassium  permanganate  and  chromic  acid  oxidize  it 
completely. 

Ilexliydroxydi^ilicnylcneketone,  Ci2H2(OH)gCO,  is  formed  when 
ellagic  acid  is  boiled  for  a few  minutes  with  concentrated 
caustic  potash  solution.  It  crystallizes  from  boiling  water,  in 
which  it  is  only  slightly  soluble,  in  microscopic,  acicular  prisms, 
is  readily  soluble  in  alkali,  and  on  heating  with  zinc-dust  is 
converted  into  Huorene.  When  a trace  of  alcohol  is  added  to  its 
aqueous  solution,  it  is  first  coloured  yellowish-brown,  then, 
more  rapidly  on  shaking,  dark  yellowish-red,  and  finally  a fiery 
carmine-red.  If  alkali  be  added  to  the  alcoholic  solution  a 
gTeen  precipitate  is  produced,  which  forms  a carmine-red  solution 
in  water.  Ferrous  salts  produce  a blue  colouration  followed  by 
a precipitate  of  the  same  colour,  whilst  ferric  chloride  colours 
dilute  solutions  bluish-green  and  gives  a blue-black  precipitate, 
soluble  in  a large  quantity  of  water,  in  more  concentrated 
solutions.  Sodium  carbonate  produces  in  these  solutions, 
according  to  the  concentration,  a red  to  brown  colouration  or 
a precipitate  of  the  same  colour.^ 

IsodiijhcnyUncketone,  C^gHgO,  is  formed  when  the  vapours  of 
phenol  and  carbon  disulphide  are  passed  over  red-hot  copjDer 
turnings  : 


It  crystallizes  from  alcohol  in  feathery  needles  or  plates,  melts 
at  83°  and  is  not  affected  either  by  an  acetic  acid  solution  of 
chromium  trioxide  or  fused  potash.^ 


^ Barth  and  CToldsclimidt,  Ber.  12,  1247. 
- Carnelley  and  Dunn,  Ber.  21,  2005. 
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Fluorenecauboxylic  Acids. 

2755  Fhiorcnic  acid,  or  m-Fl'iiorcnccarhoxylic  acid,  CjgHg.COgH, 
is  the  product  of  the  action  of  sodium  amalgam  on  wi-diphenyl- 
eneketocarboxylic  acid  suspended  in  water,  the  liquid  being- 
neutralized  with  hydrochloric  acid  at  intervals  : 


CeH,\ 

I )CO  + 4H  = I >CH.,  + H,0. 

C,H3^C0.0H  CeH.^CO.bH 


It  is  scarcely  soluble  in  boiling  water,  readily  in  hot,  more 
sparingly  in  cold  alcohol,  and  separates  from  dilute  alcohol  in 
groups  of  small  crystals,  which  melt  at  245 — 246°,  and  sublime 
without  decomposition.  On  heating  with  lime  it  decomposes 
into  fluorene  and  carbon  dioxide;  potassium  dichromate  and 
dilute  sulphuric  acid  oxidize  it  completely  on  boiling,  whilst 
potassium  permanganate  in  alkaline  solution  oxidizes  it  to  the 
ketonic  acid. 

Ccdcmm  fiuorcnatc,  2(Ci^Hg02)2Ca  + SHgO,  crystallizes  from 
hot  water,  in  delicate  white  needles. 

Barium  fiuorcnatc,  (Ci4Hg02)2Ba  + SH.O,  separates  from  a 
hot  dilute  solution  in  thin  plates,  whicli  show  splendid  inter- 
ference colours,  and  after  drying  look  like  small  silvery  fish 
scales. 

Ethyl  fiuorcnatc,  C14H9O2.C2H5,  forms  long  lustrous  prisms, 
melting  at  53‘5°.^ 

The  constitution  of  the  acid  follows  from  that  of  fluorene, 
and  is  expressed  by  the  following  formula  : 

CH2  COOH. 


o-Fluorcnccarhoxylic  acid,  Ci2H7(CH2)C02H,  is  formed  by  the 
action  of  zinc  dust  and  dilute  acetic  acid  on  o-dichlorodiphenylene- 
carboxylic  chloride  : 


C«H 


an 


CCL  + 4H  -b  H2O 


CH, 


-b  8HC1. 


C.Hg^COCl 


CeH^^-CO.OH 


Fittig  and  Liepmami,  Annalcn,  200,  13. 
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It  forms  crystals,  is  slightly  soluble  in  cold,  inoderately^m  hot 
water,  readily  in  alcohol  and  ether,  and  melts  at  1 / 5 . Its 
methyl  ester  forms  well-developed  transparent  crystals,  melting 

at  64°. 

It  has  the  following  constitution  : 


o-Fktoreneliydroxycar'boxylic  acid,  Ci2H7(CH.0H)C02H,  is 
formed  when  an  ammoniacal  solution  of  o-diphenyleneketo- 
carboxylic  acid  is  treated  with  zinc  dust.  It  is  scarcely  soluble 
in  cold,  moderately  in  hot  water  or  alcohol,  and  melts  at  203°. 
It  forms  a green  solution  in  sulphuric  acid,  and  is  re- oxidized 
to  the  ketonic  acid  by  an  alkaline  solution  of  potassium  per- 
manganate. 

Bijihenyleneacetie  acid.,  Cj4H^q02,  is  obtained  by  heating 
diphenyleneglycolhc  acid  with  hydriodic  acid  and  red  phosphorus 
at  140° ; it  forms  small  indistinct  crystals,  melts  at  220 — 222°, 
is  scarcely  soluble  in  water,  and  moderately  in  alcohol.  When 
it  is  heated  for  some  time  above  its  melting  point,  Huorene 
sublimes,  and  on  heating  with  soda  lime  it  decomposes 
quantitatively  into  carbon  dioxide  and  the  same  hydrocarbon. 
Its  ethyl,  ester  forms  hard  crystals,  melting  at  165°. 

Bi])henyleneylycollic  acid,  2C44H4(,03  4-  H2O,  is  prepared  by 
boiling  phenanthrenequinone  with  concentrated  caustic  soda 
solution  : 

CeH^.CO  .OH 

1 I -f  H,0  = I 

CgH^.CO  CgH/  \CO.OH 


It  is  only  very  slightly  soluble  in  cold,  readily  in  hot  water, 
from  which  it  crystallizes  in  lustrous  white  plates,  melting  at 
162°.  On  heating  with  sulphuric  acid  a deep  blue  solution  is 
formed,  from  which  water  precipitates  Barbier’s  Huorenyl  ether, 
a substance  also  formed  by  heating  the  acid  above  its  melting 
point.  When  the  acid  is  heated  with  an  excess  of  caustic 
soda  solution  at  160°,  it  decomposes  into  carbon  dioxide  and 
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Huorenyl  alcohol,  whilst  chromic  acid  oxidizes  it  to  diphenylene- 
ketone. 

Ethyl  diphenylenegly collate,  Ci2Hg  : C(OH)CO.OC2H5,  crystal- 
lizes from  dilute  alcohol  in  small  hard  prisms,  melting  at  92°. 

Dihromodiphcnylcncgly collie  acid,  Cj2Ht(Br2 : C(0H)C02H,  is 
produced  by  the  addition  of  bromine  to  the  acid  suspended  in 
water,  and  crystallizes  from  glacial  acetic  acid  in  small  distorted 
needles,  melting  at  225°.  Its  ethyl  ester  forms  small  lustrous 
prisms,  melting  at  150 — 151°.^ 

Fhiorenedicarhoxylic  acid,  Cj3Hg(C02H)2,  is  obtained  by  the 
action  of  sodium  amalgam  on  a weak  alkaline  solution  of 
diphenyleneketonedicarboxylic  acid  : 

CeH,\ 

I /CO  _ 1 /CHg  4-  H O 

n H,(-CO.OH  + - a H.^CO.OH  + 

•'\C0.0H  ' '\C0.0H 

It  is  slightly  soluble  in  alcohol  and  ether,  more  readily  in 
glacial  acetic  acid,  from  which  it  separates  as  a heavy  crystalline 
I)owder.  On  heating  with  lime  it  decomposes  into  carbon 
dioxide  and  fluorene. 

Its  silver  salt  is  a heavy  white  precipitate,  which  decomposes 
^ >n  heating,  a sublimate  of  net-like  aggregates  of  needles,  probably 
consisting  of  fluorenyl  alcohol,  being  obtained.^ 


Diphenyleneketonecarboxylic  Acids. 


2756  m-Dvphenyleneketonecarhoxylic  acid,  Cj2ll7(C0)C02lI,  is 
formed  when  tluoranthrene  is  heated  with  dilute  sulphuric  acid 
and  potassium  dichromate  : 


“ O^Hj^CO.OH  + + CO.,. 


It  is  scarcely  soluble  in  cold,  slightly  in  hot  water,  readily  in 
alcoliol  and  ether,  and  crystallizes  from  dilute  alcohol  in  orange- 
red  needles,'  often  an  incli  in  length,  melting  at  191 — 192°. 

^ Eriedlaiider,  Her.  10,  534. 

Ijiiniberger  and  Hooker,  AnnaJe.ir,  229,  161. 
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On  heating  with  zinc  dust  it  yields  fluorene,  and  on  dry 
distillation  decomposes  into  carbon  dioxide  and  diphenylene- 
ketone.  It  is  scarcely  attacked  by  potassium  dichromate  and 
sulphuric  acid,  whilst  water  and  sodium  amalgam  reduce  it  to 
fluorenic  acid,  and  fused  potash  converts  it  into  isodiphenic 
acid.  Its  constitution  is  expressed  by  the  following  formula  : 


The  calcmm  salt,  (Ci4H703).2  Ca  + 2H2O,  separates  on  evapor- 
ating its  solution  in  small  yellow  needles,  which  are  not  per- 
ceptibly more  soluble  in  hot  than  in  cold  water.  The  barium 
salt,  (Ci4H.03)2Ba  -(-  4H2O,  crystallizes  from  a hot  dilute  solution 
in  voluminous  aggregates  of  slender  silky  needles,  and  is 
sparingly  soluble  in  cold  water.. 

Nitro-m-diphmyUnehetonecao''boxylic  acid,  C\4H-(N  03)03,  is 
prepared  by  dissolving  the  acid  in  warm  fuming  nitric  acid. 
It  is  insoluble  in  water,  but  crystallizes  from  absolute  alcohol  in 
lustrous  golden  yellow  needles,  melting  at  245 — 246  . Its 
barium  salt,  (Ci4H6N05)2Ba  + 4H2O,  forms  very  sparingly  soluble 
pale  yellow  slender  needles.’- 

o-DiphenyUnekctonecarboxylic  acid  is  obtained  by  heating 
diphenic  acid  with  sulphuric  acid  at  150°  : 


C6H4.COOH 

I 

CGH4.COOH 


I >CO  + H2O. 
C,.H3— CO.OH 


It  crystallizes  from  alcohol  in  yellow  needles,  which  are  scarcely 
soluble  in  water,  melts  at  227°,  and  distils  at  a higher  tempera- 
ture almost  without  decomposition.  If,  however,  its  vapour  be 
heated  to  450°,  it  splits  up  into  diphenyleneketone  and  carbon 
dioxide.  On  fusion  with  potash  it  yields  diphenic  acid,  and  is 
converted  by  hydriodic  acid  and  phosphorus  at  180  into  pure 
fluorene. 

The  sodium  salt,  C 44H7O3N a -k  6 H.^O,  crystallizes  from  hot  water 
in  yellow  needles ; the  ammonium  salt,  C44H^03(NH4)  H2O, 

1 Fittig  and  Gebhavci,  Annalen,  193,  149;  Fittig  and  Liepmanu,  Annalen 

200,  6. 
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forms  dark  yellow  needles ; and  the  silver  salt  a j^ale  yellow 
precipitate  somewhat  solnble  in  water  : 


Methyl  ester,  C;^4H703(CH3),  yellow  needles  . . . 132° 
Ethyl  ester,  C;^4H703(C2HJ,  golden  yellow  needles  103° 

o-Diplienylenehetonecarloxylic  chloride,  Cj2H7(CO)COCl,  is 
obtained  by  the  action  of  phosphorus  trichloride  on  the  acid, 
and  separates  from  light  petroleum  in  large  yellow  crystals, 
melting  at  128°.  It  is  only  slowly  attacked  by  water,  but 
quickly  by  alkalis,  and  is  converted  by  ammonia  into  the  amide. 

Diehlorodiphenylenehetonecarhoxylic  eliloride,  Cj2H7(CCk)COCl, 
is  formed  by  heating  the  foregoing  compound  with  phosjohorus 
pentachloride,  and  separates  from  light  petroleum  in  colourless 
crystals,  melting  at  95°.  From  its  alcoholic  solution  the  ester, 
0^9117(0012)00.002115,  separates  out  at  the  ordinary  temperature 
in  colourless  needles,  which  melt  at  73°,  but  on  boiling,  the  ester 
of  the  ketonic  acid  is  formed.  On  treatment  with  zinc  and 
dilute  acetic  acid,  the  trichloride  is  converted  into  fluorene-o- 
carboxylic  acid.’^ 

o-Diphcnylenehctonecctrloxylic  amide,  0i2H7(00)00.NH2,  is 
obtained  by  the  action  of  ammonia  on  the  chloride,  or  by 
warming  diphenimide  or  phenantlirenequinonoxime  (p.  506)  with 
sulphuric  acid.  Its  formation  from  diphenimide,  which  corre- 
sponds to  diphenic  anhydride,  may  jDossibly  take  place  in  the 
following  manner : 


It  crystallizes  from  alcohol  in  slender  pale  yeilow  needles,  con- 
taining 1 mol.  alcohol,  which  is  evolved  at  125° ; it  melts  at  225°, 
but  commences  to  sublime  above  150°.  By  the  action  of  zinc 
on  its  acetic  acid  solution  it  is  converted  into  o-diphenylcnehy- 
drolcarhoxylic  amide,  Cj2ll7(CH.OH)CONH2,  which  crystallizes 
from  hot  water  in  long  plates,  melts  at  206 — 210°,  sublimes  on 
strongly  heating,  and  dissolves  in  sulphuric  acid  with  a green 


Melting-point; 


C.H^.COOH 


CgH3^C0.NH.S020H 


CeH3-^CO.NH2 


^ Graebe  and  Aubin,  Annalcn,  247,  275. 
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colour.  On  Wcarming  tlie  amide  with  alcoholic  ammonia  at 
150°  it  yields  the  imidu-amide,  Ci2H7(C  : NH)CO.NH2,  which 
crystallizes  from  hot  water  in  microscopic  prisms,  and  melts  at 

220 221°.^ 

o-Di;phenyleneketoxiinc,carho9:ylic  acid,  Ci2^7(^  • N.OH)COOH, 
is  obtained  by  boiling  the  sodium  salt  of  the  acid  with 
alcohol  and  hydroxylamine.  Water  precipitates  it  as  a 
crystalline  substance,  which  melts  at  263°,  and _ decomposes  on 
more  strongly  heating.  It  dissolves  in  alkalis  and  alkaline 
carbonate  solutions  with  a yellow  colour ; on  addition  of  silvei 
nitrate  to  a solution  of  the  ammonium  salt,  the  silver  salt  is 
obtained  as  a pale  yellow  crystalline  precipitate. 

o-Diyhcnylenehctoximecarhoxylic  amide,  Ci2H7(N.OH)CO.NH2, 

is  obtained  by  acting  on  the  amide  of  the  ketonic  acid  with  hy- 
droxylamine, and  forms  a yellow  crystalline  powdei,  which  is  very 
sparingly  soluble  in  alcohol,  and  melts  at  272°.  On  heating  with 
acetic  anhydride  it  forms  the  acctate,G^^ll^(^ : O.CO.CH3)^CONH2^ 
which  crystallizes  in  colourless  prisms,  and  melts  at  1//  1/8 

(Wegerhoff). 

o-Diplicnylene1iydrazonecaii)Oxylic  acid,  Ci2H7(C  : NgH.GgHg)  . 

COOH,  is  prepared  by  heating  the  ketonic  acid  with  phenyl- 
hydrazine.  It  crystallizes  from  alcohol  in  yellow  oi  biownish- 
yellow  needles  or  prisms,  melts  at  205°,  and  decomposes  at  210°. 
It  is  reprecipitated  from  its  alkaline  solutions  by  acids.“ 

o-Diphcnyleneketonedicarhoxylic  acid  is  formed  from  diphenic 
acid  by  elimination  of  water.  The  latter  is  a di-ortho-compound, 
and  its' constitution  may  be  rejiresented  by  two  formulae;  these 
must,  however,  be  regarded  as  identical,  in  order  to  explain  the 
formation  of  both  diphenyleneketone  and  of  diphenylene- 
ketonecarboxylic  acid  from  it : ^ 


l^^COOH 

I 

COOK^^ 


/\ 

7^^'COOH 

I 

I^^COOH 

I i 


I CO 


1 Wegerlioff,  Annalen,  252,  25. 

2 Graebe  and  Aubin,  Annalen,  247,  275. 


^ Graebe,  Ber.  20,  848. 


486 


FLUORENE  DERIVATIVES 


In  other  words,  it  is  assumed  that  the  two  benzene  residues  in 
diphenyl  and  its  derivatives  can  rotate  freely  around  the  common  . 
axis. 

p-DiphenylencketonccarJjoxylic  acid  is  formed,  together  with 
large  quantities  of  diphenyleneketone,  when  the  silver  salt  cf 
diphenyleneketonedicarboxylic  acid  is  heated.  It  crystallizes 
from  alcohol,  in  which  it  is  sparingly  soluble,  in  slender  lustrous 
pale  yellow  needles,  which  sublime  on  heating  in  woolly  frond- 
shaped  aggregates.  It  is  also  obtained  in  lustrous  yellow  plates 
by  heating  the  dicarboxylic  acid.  On  warming  its  ammonium 
salt  with  hydroxylamine  hydrochloride  the  corresponding  oxime 
separates  out  in  pale  yellow  flakes.^  Its  constitution  is  not  yet 
finally  proved. 

Diplienylenekctooieclicarloxylic  acid,  C\2H(.(CO)(COOH)o,  is 
prepared  by  the  oxidation  of  retenequinone,  or  of  hydroxyiso- 
propyldiphenyleneketonecarboxylic  acid,  prepared  from  the  latter 
by  the  action  of  sulphuric  acid  and  potassium  dichromate  : 

C.H^f-COOH  ~C,H,^COOH  • -^^^2+ 

\C(OH)<^g3  \COOH 

It  crystallizes  from  acetic  acid  in  sulphur  yellow  microscopic 
needles,  which  are  very  sparingly  soluble  in  alcohol,  and  still 
less  in  water.  On  heating  it  decomposes  without  melting  into 
carbon  dioxide  and  j9-diphenyleneketonecarboxylic  acid,  and  on 
ignition  with  slacked  lime  yields  diphenyl  : 

Ci2H6(C0)(C02H)2  -P  H2O  = C12H,,  4-  SCOo. 

The  silver  salt  is  a heavy  yellow  precipitate,which  is  unalterable 
in  the  light,  and  on  heating  splits  up  into  carbon  dioxide, 
diphenyleneketone,  y»-diphenyleneketonecarboxylic  acid,  and 
silver.  On  addition  of  barium  chloride  to  a concenti'ated 
solution  of  the  acid,  a heavy  yellow  precipitate  is  obtained,  but 
if  the  solution  be  dilute,  sulphur  yellow  crystalline  nodules 
separate  after  some  time. 

The  ethyl  ester,  C\5H(.Ojj(CoH5)2,  crystallizes  from  alcohol  in  flat 
^ Bamberger  and  Hooker,  /Innalcn,  229,  138. 
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golden  yellow  needles  with  a vitreous  lustre,  and  melts  at 
114’5°. 

Diplienylenehetoximeclicar'boxylic  acid,  Ci2H(.(C  :N.0H)(C02H)2, 

separates  in  yellow  flakes  when  the  ammonium  salt  is  wanned 
with  hydroxylaniine  hydrochloride.  It  remains  unaltered  at 

280°.i  . , , 

2757  Ellagic  acid,  Cj^HyOg  + 2H2O,  was  first  discoveied  y 

Chevreul,  together  with  gallic  acid,  in  a gall-nut  extract  which 
had  been  prepared  some  time,  and  was  recognized  as  a distinct 
compound  by  Braconnot.  Taylor^  states  that  it  also  occuis  in 
the  oriental  “ Bezoars,”  whilst  Lipowitz  regarded  the  acid  con- 
tained in  the  latter  as  a different  compound,  and  termed  it 
bezoaric  acid.  The  identity  of  the  two  compounds  was, 
however,  proved  by  Merklein  and  Wohler,  who  also  coiiectly 
determined  the  composition  of  the  substance.^  Wohler  wiote 

at  the  time  to  Liebig  as  follows  : 

“ Bezoaric  acid  is,  in  fact,  nothing  but  ellagic  acid.  The 
beasts  from  which  the  ‘ bezoars  ’ are  obtained,  in  all  proba- 
bility eat  fodder  containing  tannic  or  gallic  acid,  from  which 
the  ellagic  acid  is  formed,  or  else  they  eat  plants  containing 
ellagic  acid  ready  formed,  and  are  unable  to  digest  it.  * 

According  to  Merklein  and  Wohler  the  substances  known  as 
“ bezoar,”  ivhich  formerly  stood  in  high  repute  as  medicine,  may 
be  divided  into  three  groups  : 

1.  Those  which  consist  of  calcium  jihosphate  and  ammonium 
magnesium  phosphate. 

2.  Those  which  contain  lithofellic  acid,  C2oH3g^4’ 
the  gall-stones  of  a Persian  antelope. 

3.  The  true  oriental  bezoars,  which  contain  ellagic  acid,  and 
consist  of  layers  arranged  concentrically  around  a kernel,  the 
latter  consisting  usually  of  the  seed  of  a leguminous  plant.*' 
They  have  a faint  pleasant  smell,  similar  to  that  of  ambergris 
or  musk.  These  were  previously  described  under  the  name 
Coagulum  Rcsinoruvi  Bczoarticuiii  by  Ktimpfer,  who  stated  that 
when  thrown  on  to  burning  coals  they  evolve  an  odour  similar 
to  rosin  or  incense.  Monardes  states  that  they  are  found  in  the 
intestines  of  a Persian  -wild  goat.® 

^ Annalen,  229,  151.  " Phil.  Mag.  III.  28,  192. 

^ Annalen,  55,  129  ; see  also  A.  Goebel,  Annalen,  83,  280. 

■*  Liebig  and  Wohler’s  Bricfwechsel,  1,  253. 

* See  also  Hankel,  Pogg.  Ann.  55,  481.  Taylor  loc.  cit. 
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\\  oilier  and  Merkleiii  suggested  tliat  it  would  be  most  suitable 
to  retain  the  name  bezoaric  acid  for  the  acid  ; but  this  suggestion 
was  not  adopted,  as  it  might  have  caused  confusion  between 
ellagic  acid  and  lithofellic  acid,  which  was  also  known  as  bezoaric 
acid. 

W oilier  s supposition  that  ellagic  acid  occurs  in  the  vegetable 
kingdom  was  coiihrmed  later.  Lowe  showed  its  presence  in 
“ divi-divi,  the  seed-pods  of  Ccesalpinia  coriaria,  and  in  “ myro- 
balaiis,  the  fruit  of  Teriiiincdia  ChehtUi,  both  of  which  are  used 
as  substitutes  for  gall-nuts,  and  contain,  in  addition,  ellagi- 
tannic  acid,  ; the  latter  on  heating  with  water  at  110° 

yields  ellagic  acid,^  and  Rembold  has  also  shown  that  the  tannic 
acid  of  thei'root  of  the  pomegranate  decomposes  on  boiling  with 
dilute  acidsS  into  sugar  and  ellagic  acid.^  The  latter  also 
occurs  in  oak-bark,*^  pine-bark  (AMcs  excc/sct),'^  and  in  various 
other  plants. 

It  is  also  obtained  under  varying  conditions  from  gallic  acid 
and  digallic  acid  or  tannin.  Thus  it  is  always  formed  if,  in  the 
[)reparation  of  gallic  acid,  the  gall-nut  extract  be  allowed  to 
stand  in  the  air,  and  remains  behind  when  the  gallic  acid  is 
extracted  with  water.  It  is  further  formed  by  heating  gallic 
acid  with  arsenic  acid,^  or  with  iodine  and  water  at  92°,®  and  may 
be  prepared  in  large  quantity  by  warming  ethyl  gallate  with 
sodium  carbonate  solution.^  To  isolate  it  from  divi-divi,  the 
pounded  pods  are  extracted  with  cold  alcohol,  the  solution 
evaporated,  and  the  residue  poured  into  cold  water.  Crude 
ellagic  acid  is  thus  precipitated,  and  is  washed  with  cold  alcohol. 
The  aqueous  filtrate  is  evaporated,  and  the  ellagitannic  acid 
thus  converted  into  ellagic  acid ; on  treatment  with  hot  water 
tlie  latter  remains  beliind,  and  is  digested  with  hot  alcohol 
to  remove  colouring  matters.  FTom  the  alcoholic  extract  of 
‘10  kilos,  of  divi-divi,  Barth  and  Goldschmiedt  obtained  250 
gi'ams  of  ellagic  acid,  and  nearly  a kilo,  from  the  aqueous 
solution  of  ellagitannic  acid.® 

It  may  be  more  simply  prepared  from  the  coarsely-powdered 
divi-divi,  separated  by  sifting  from  the  shells  and  kernels,  by 
digesting  it  for  a few  days  with  water,  and  evaporating  the 

1 Fresenius  Zeitsehr.  14,  35.  2 Annalcn,  143,  288. 

* Etti,  Monatuh.  1,  262.  Stromer,  Monatfih.  2,  539. 

Liiwe,  ZcitKchr.  (Jhem.  1868,  503.  **  r}i’ies.sinayer,  Annalcn,  160,  55. 

7 P]nist  ami  Zwenger,  Annalcn,  159  32  ; Schiff,  Bcr.  12  1533. 

« Bcr.  11,  846. 
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solution  to  a syrup  with  addition  of  sulphuric  acid  or  gall-nut 
extract.  The  syrup  is  trCcated  with  boiling  water,  and  the 
separated  acid  repeatedly  washed  with  water  and  alcohol.  In 
this  manner  Cobenzl  obtained  G— 7 per  cent,  of  somewhat 

brownish-coloured  ellagic  acid.^ 

It  is  a light,  pale  yellow  powder,  consisting  of  microscopic 
transparent  prisms,  and  is  insoluble  in  ether,  scarcely  soluble 
in  w£iter,  and  only  slightly  in  alcohol,  forming  a pale  yellow 
solution  Avhich  has  a faintly  acid  reaction.  It  becomes  anhydrous 
at  120°,  but  takes  up  water  again  in  moist  air  ; if,  however, 
it  be  heated  to  200°  it  absorbs  moisture  very  slowly.  At  a 
higher  temperature  it  carbonizes  without  melting,  a sma 
portion  subliming  in  slender  sulphur-yellow  needles.  It  dis- 
solves in  caustic  potash,  forming  a deep  yellow-coloured  solution, 
which,  on  remaining  in  the  air,  becomes  deep  yellowish-red  to 
blood-red,  and  then  deposits  glmicoinelanatc, 

4-  H.,0,  as  a lustrous  black  powder.  This  has  a tinge  of  blue, 
and  under  the  microscope  is  seen  to  consist  of  thin,  broad  tians- 
parent  prisms,  which  have  a deep  blue-black  coloui.  On 
treatment  with  neutral  ferric  chloride  it  assumes  a gieenish 
colour,  which  becomes  first  greyish-green,  and  finally  forms  a 
blue-black  liquid  resembling  ink,  from  which  no  solid  is  deposited. 
On  mixing  it  with  sulphurous  acid  it  first  gelatinizes,  but  quick  1} 
liquefies  again,  and  becomes  decolorized,  especially  on  waiming, 
with  separation  of  well-crystallized  ellagic  acid. 

Ellagic  acid  is  coloured  purple-red  by  nitrogen  trioxide 
(Merklein  and  Wohler),  and  if  it  be  treated  with  nitric  acid 
containing  nitrous  acid  forms  a deep  blood-red  solution,  which, 
on  addition  of  water,  becomes  bright  red,  and  finally  yellow ; 
this  reaction  is  extremely  characteristic.^ 

On  heating  with  zinc  dust,  ellagic  acid  is  reduced  to  fluorene,^ 
and  with  boiling  caustic  potash  solution  it  yields  hexhydroxy- 
diphenyleneketone  (p.  479) ; fused  caustic  potash  converts  it  into 
/3-hexhydroxydiphenyl,  whilst  with  caustic  soda  a mixture  of 
the  /S-  and  7-  hexhydroxy diphenyls  is  obtained."^  The  latter  is 
also  the  final  product  of  the  action  of  sodium  amalgam  on  its 
alkaline  solution  (Cobenzl). 

The  acid  forms  different  series  of  salts. 

Monosodmm  dlagate,  Cj^HjNaOg  -f  HgO,  is  obtained  by 

1 Monatsh.  1,  670.  " Grie.ssmayer,  Annahn,  160,  01. 

^ Barth  and  Goklschmicdt,  Bcr.  11,  846. 

•*  Barth  and  Goldscluniodt,  Bcr.  12,  1237. 
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heating  ethyl  gallate  with  sodium  carbonate  solution  and  forms 
a lemon-yellow  silky  crystalline  jDrecipitate,  which  is  slightly 
soluble  in  boiling  water,  and  imparts  to  it  a faintly  acid  re- 
action. The  water  of  crystallization  is  only  evolved  at  a high 
temperature,  the  salt  then  becoming  dull  yellow. 

Disoclium  ellagate,  Cj4H^Na20g  -F  HgO,  was  prepared  by 
Merklein  and  Wohler  by  passing  a current  of  carbon  dioxide 
into  a solution  of  the  acid  in  caustic  soda.  It  is  a deejo  yellow 
crystalline  precipitate,  which  becomes  anhydrous  at  110°  (Barth 
and  Goldschmiedt). 

Dipotassium  ellagate,  C;^^H^K20g,  is  obtained  in  a similar 
manner,  and  after  drying  forms  a greenish  or  j3tile  yellow  paper- 
like mass,  which  is  very  light  and  loosely  aggregated.  It  consists 
of  microscopic  transparent  prisms  often  united  to  fan-shaped 
aggregates,  and  separates  in  this  form  from  its  solution  in  hot 
water.  On  warming  its  saturated  solution  it  is  coloured  yellow 
and  becomes  anhydrous. 

Tripotassium  ellagate,  Cj^H^KgOg,  is  formed  when  the  acid  is 
treated  with  alcoholic  potash,  and  is  a lemon-yellow  powder, 
consisting  of  transparent  microscopic  prisms.  It  quickly  becomes 
greyish-black  in  the  air,  and  is  converted  into  a mixture  of  the 
previous  salt  and  potassium  carbonate. 

Barium  ellagate,  (0^41150^)2  Ba^,  is  prepared  by  pouring  baryta 
water  on  to  the  acid,  and  is  a deep  yellow  powder,  which,  after 
drying  at  140°,  has  the  above  composition.  It  assumes  a dark 
pistachio-green  colour  in  the  air,  and  simultaneously  absorbs 
carbon  dioxide. 

Tetracetylellagic  acid,  Cj4H2(C2H30)40g,  was  obtained  by  Schiff 
by  heating  anhydrous  ellagic  acid  with  acetic  anhydride.  It 
also  forms  a yellow  powder,  but  gives  no  coloration  with  ferric 
chloride.^  Barth  and  Goldschmiedt,  on  the  other  hand,  obtained  a 
compound,  having  approximately  the  composition  of  apentacetyl 
derivative,  by  the  action  of  acetic  anhydride  and  anhydrous 
sodium  acetate  on  the  acid. 

Ellagic  acid  is  a derivative  of  diphenyleneketone,  and  is 
formed  by  the  oxidation  of  gallic  acid  ; its  constitution,  there- 
fore, probably  corresponds  to  that  of  digallic  acid  or  tannin,*-^ 
and  may  be  represented  as  derived  from  the  latter  in  the 
following  manner: 


^ Annalcn,  170,  75. 

■ See  also  Barth  and  Goldselnniedt,  l>er.  12,  1252. 
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HO' 


-OH 


HO.CO.  p u 


> + O = 


hoAC'c<^^^ 

> + 2H.,0. 
H0/C«<0 
H/  n 


OH 


It  is  now  prepared  on  the  manufacturing  scale  from  divi-divi, 
and  is  employed  as  a pale  yellow  colouring-matter,  chiefly  in 
combination  with  other  dyes. 

Tetrahydroellagic  acid,  is  prepared  by  adding  potas- 

sium permanganate  to  a cold  concentrated  solution  of  gallic 
acid,  containing  sulphuric  acid.  It  crystallizes  in  beautiful 
yellow  microscopic  needles,  and  is  very  sparingly  soluble  in 
water,  forming  a yellow  solution,  but  dissolves  readily  in 
alcohol,  with  an  intense  yellowish-red  colour.  It  also  dissolves 
in  causti  cpotash  solution,  with  a beautiful  green  colouration, 
which  speedily  changes  to  a fine  blue  and  then  to  yellow  ; in 
absence  of  air,  however,  a deej^  red  solution  is  obtained,  which 
on  exposure  to  the  air  shows  the  above  changes  of  colour.’^ 

On  ignition  with  zinc  dust  it  is  converted  into  fluorene,“  and 
when  fused  with  caustic  potash  yields  an  isomeric  compound, 
which  is  very  sparingly  soluble  in  cold  water,  and  crystallizes 
from  the  hot  liquid  in  slender  greenish-yellow  microscopic 
needles,  the  solution  being  coloured  reddish-brown  by  ferric 
chloride.  On  addition  of  an  alkali  to  the  finely-divided  sub- 
stance suspended  in  water,  it  dissolves,  forming  an  olive-green 
solution,  which  in  presence  of  air  and  excess  of  alkali  becomes 
carmine-red.  The  colour  is  so  intense  that  a few  drops  impart 
a distinctly  red  tinge  to  a large  quantity  of  water  ; it  is  unaltered 
by  carbon  dioxide,  but  changes  to  yellow  in  presence  of  the 
slightest  excess  of  a mineral  acid,  and  is  therefore  Avell  suited 
for  an  indicator  in  alkalimetry.  The  carbonates  of  the  alkaline 
earths  also  cause  the  formation  of  the  red  colour,  and  it  can 
therefore  be  used  in  the  estimation  of  combined  carbonic  acid 
in  water,  and  of  permanent  hardness.^ 

^ Oser  and  Flogl,  Bcr.  9,  135. 

- Oser  and  Bocker,  Jalircsh.  1879,  684. 

3 Oser  and  Kalinann,  Monatsh.  2,  50. 
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PHENANTHRENE  GROUP. 

2758  Flienanthrene,  was  discovered  by  Fittig  and 

Ostermayer  in  a neutral  tar-oil,  distilling  between  300°  and 
400°,”  which  was  obtained  as  a by-product  in  the  preparation  of 
anthracene.^  They  gave  it  the  above  name  in  view  of  its 
isomerism  with  anthracene  and  close  relationship  to  diphenyl. 
It  is  also  a constituent  of  crude  anthracene  and  of  stuppfett  ” 
(p.  3.57),  and  is  formed  together  with  other  hydrocarbons  when 
toluene  vapour  is  passed  through  a red-hot  tube.^  It  may  also 
be  obtained  in  the  same  manner  from  dibenzyl,  Oc,Hg.CH.,.CH.2. 
C.Hj,  and  stilbene,  C6H5.CH=CH.CoH5  A 

■ II  = I II  + H, 

CeHg.CH 

the  hydrogen  set  free  reduces  a joortion  of  the  dibenzyl  or 
stilbene  to  toluene. 

Phenanthrene  is  also  formed  in  a similar  manner  from  a 
mixture  of  ethylene  and  diphenyl  vapour,^  and  also  by  acting  on 
coumaron  (Part  V.,  p.  247)  with  benzene  at  a dark  red  heat  A 

I II  + = 1 II  + H,0 

O CH 

or  wlien  morphine  is  heated  with  zinc  dust.” 

’ Awaalcn,  166,  361. 

- Graebe,  Annalcn,  167,  131  ; Haydnck,  Annalen,  167,  177. 

^ Graebe,  Ber.  7,  48. 

“*  Graebe,  Annalcn,  167,  1.56. 

Barbier,  Ann.  Chhn.  Phya.  V.  7,  .532. 

*’  Kramer  and  Spilker,  Per.  23,  84. 

Gerichten  and  Sclirdtter.  Annalcn,  210,  396. 
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In  order  to  prepare  it,  crude  anthracene  may  be  fractionated, 
and  the  portion  boiling  at  320-350°  boiled  with  a large  .piantity 
of  alcohol.  The  anthracene  which  separates  on  cooling  is  re- 
moved the  alcohol  distilled  oft,  and  the  residue  repeatedly 
crystallized  from  alcohol.^  A better  method  is  to  take  the  crude 
phenanthrene  obtained  as  a by-product  in  the  manufacture  of 
anthracene,  and  fractionate  repeatedly ; the  portion  boiling  at 
339 342°  is  then  purified  by  crystallization.^ 

Anthracene  is  more  readily  attacked  by  sulphuric  acid  and 
jDotassium  dichromate  than  phenanthrene  j hence  ciude  anthra- 
quinone,  which  is  obtained  on  the  large  scale,  is  a suitable 
material  for  the  preiDaration  of  phenanthrene,  the  anthraquinone 
beino-  removed  by  extraction  with  alcohol  and  the  residue  re- 
crystallized. On  the  small  scale  the  pure  hydrocarbon  may  be 
readily  obtained  by  dissolving  crude  phenanthrene  in  alcohol  or 
coal-tar  naphtha,  adding  picric  acid,  and  decomposing  the  com- 
pound formed  with  ammonia.  In  all  these  cases  it  is  advisable 
to  treat  the  raw  material  first  with  caustic  soda  and  then  with 
sulphuric  acid,  to  remove  phenols  and  bases.^ 

Phenanthrene  crystallizes  in  white  plates  or  tablets  with  a 
bluish  fluorescence,  melts  at  103°,'^  boils  at  340°,  but  readily 
sublimes  at  a lower  temperature.  Its  vapour  has  the  sp.  gi*. 
G-29  (Graebe).  100  parts  of  95  per  cent,  alcohol  dissolve  2 parts 
of  phenanthrene  at  13—14°  (Graebe),  whilst  100  parts  of  abso- 
lute alcohol  dissolve  2'62  parts  at  16°,  and  lO'OS  parts  at  the 
boiling-point.®  It  also  dissolves  readily  in  ether,  carbon 
disulphide,  acetic  acid,  and  benzene.  100  parts  of  toluene 
dissolve  32‘02  parts  at  16-5°,  and  at  100°  almost  any  proportion 
(Becchi). 

Fittig  and  Ostermayer  found  that  phenanthrene  is  converted 
by  oxidation  into  phenanthrenequinone  and  then  into  diphenic 
acid  ; the  latter  on  heating  with  lime  yields  diphenyleneketone, 
which  on  fusion  with  potash  yields  phenylbenzoic  acid ; this  in 
turn  splits  up  on  distilling  with  quicklime  into  diphenyl  and 
carbon  dioxide.  Hence  they  proposed  the  following  formula 
for  phenanthrene  : 


^ Ostermayer,  Ber.  7,  1089. 

- Schmidt,  Ber.  12,  1159. 

^ Schultz,  Steinkohlcnthcer,  214. 
^ Reissert,  Ber.  23,  2243. 

^ Becclxi,  Ber.  12,  1976. 
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CH 

HC  CH 

I II 

HC  C 

\/\ 

C CH 

I II 

C CH 

HC  0 

I II 

HC  CH 

CH 

Schultz  proved  this  formula  to  be  correct  in  the  folio wino* 

O 

manner : Phenanthrene  passes  on  oxidation  into  diphenic  acid, 
which  may  also  be  obtained  from  m-nitrobenzoic  acid,  by  con- 
verting it  into  m-hydrazobenzoic  acid,  and  treating  the  latter 
with  hydrochloric  acid  ; it  then  passes  by  a molecular  inter- 
change into  the  corresponding  diamidodiphenic  acid.  This  is 
converted  by  distillation  with  quicklime  into  benzidine,  which  is 
a 4:4'  derivative,  and  hence  the  diamido-acid  must  have  the 
formula 


s^^COOH 

I 

•^Ncooh 


\/ 

NH, 

On  replacing  the  amido-groups  by  hydrogen  the  same  diphenic 
acid  is  formed  as  is  obtained  by  the  oxidation  of  phenanthrene.^ 
By  further  oxidation  with  alkaline  potassium  permanganate  it 
is  slowly  converted  into  phthalic  acid,  which  is  more  readily 
obtained  from  phenanthrenesulphonic  acid,  and  as  no  trace  of 
the  isomeric  phthalic  acids  is  formed,  this  is  a further  confirma- 
tion of  the  above  formula.^  The  same  may  be  said  with  regard 
to  its  formation  from  coumaron,  whicli  occurs  in  large  quantity  in 
coal-tar,  and  will  be  subsequently  described. 

’ Annalcn,  203,  95.  ^ Anschiitz  and  Japp,  Ber.  211. 
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At  present  the  only  practical  application  of  plienantlirene  is 
for  the  preparation  of  lampblack.  According  to  Schultz  it  is 
very  suitable  for  obtaining'  casts  ot  models  which  can  withstand 
a temperature  of  120°,  and  may  well  replace  sulphur  for  this 
purpose.  In  order  to  prevent  its  solidifying  in  large  crystals, 
burnt  gypsum  should  be  previously  added  to  the  melted  massd 

Phcncintlirmc  ‘picric  acid,  + CqH3(N02)30,  sejDarates 

in  slender  needles  on  mixing  cold  saturated  solutions  of  the  con- 
stituents, and  crystallizes  from  hot  alcohol  or  benzene  in  long 
golden-yellow  prisms,  melting  at  145°  (Graebe). 

PhcnantJvrene  picryl  chloride,  -|-  CgH.,(N02)3Cl,  crys- 

tallizes in  lemon-yellow  needles,^  and  melts  at  88°.  Phen- 
anthrene  likewise  combines  with  chloro-m-dinitrobenzene  to 
form  a compound  which  crystallizes  in  long  orange-red  needles, 
and  melts  at  44°.^ 

Tetrahydrophenanthrenc,  is  prepared  by  heating  phen- 

anthrene  with  phosphorus  and  hydriodic  acid  at  210 — 240°,  and 
is  a liquid  boiling  at  about  310°,  and  possessing  a peculiar  faint 
smell.  It  solidifies  on  cooling  to  a crystalline  mass,  melting  at  0° 
When  heated  with  more  phosphorus  above  240°,  it  yields  octo- 
hydrophcnanthrcne,  Cj4H^g,  which  boils  below  300°.^ 

Pcrliydroplicncmthrcnc,  C44H24,  is  obtained  by  heating  1 part 
of  phenanthrene  with  1'25  parts  of  phosphorus  and  5 — 6 parts 
of  hydriodic  acid  (sp.  gr.  I'T)  to  250"  for  12 — 16  hours.  It  is  a 
liquid  which  boils  at  270 — 275°,  and  solidifies  in  a freezing 
mixture  to  a crystalline  mass,  melting  at  — 3°.^ 

Phcjianthrenc  dihroiiiidc,  C44H4gBr2,  is  formed  when  bromine 
is  added  drop  by  drop  to  a solution  of  phenanthrene  in  ether  or 
carbon  disulphide,  and  crystallizes  in  flat  four-sided  prisms, 
which  quickly  decompose  on  keeping.  On  heating  alone  or 
with  water  it  is  converted  into  bromophenanthrene  and  hydrogen 
bromide,  whilst  alcoholic  potash  or  potassium  cyanide  simply 
eliminate  the  bromine,  reforming  phenanthrene.^  It  has  the 
following  constitution  (see  bromophenanthrene)  : 

CgH4.CHBr 

CgH4.CHBr. 

^ Stcinkohlcnthccr,  1,  215.  - Lieliermann  and  Palm,  Ber.  8,  377. 

^ Willgerodt,  Bcr.  H,  601. 

^ Graebe,  Ber.  8,  1054  ; Annalcn,  167,  153.  ^ Luca.s,  Ber.  22,  779. 

*5  Fittigand  Ostermayer,  Anncden,  166.  363  ; Ilayduck,  AnnaZen,  167,  180  ; 
Anscliiitz,  Ber.  11,  1217. 
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Halogen  Derivatives  oe  Phenanthrene. 

2759  When  cliloriiie  is  passed  into  a solution  of  phenanthrene 
in  acetic  acid  the  chief  product  is  dichlorophenanthrene  tetra- 
chloride ; smaller  quantities  of  chloro-  and  dichlorophenanthrene 
are  simultaneously  formed,  and  may  with  difficulty  be  sejiarated 
by  repeated  solution  in  acetic  acid,  and  fractional  precipitation 
Avith  Avaterd 

Chloro'plunantlvmu,  C^^^HgCl,  is  an  oily  liquid  Avhich  carbonizes 
on  heating. 

Licliloroijlienanthrene,  C;^4HgCl.„  is  obtained  in  tough  Avhite 
hakes,  AA’-hich  readily  melt  to  an  oily  liquid  and  carbonize  above 
100°. 

Diclilorophcnanthrenc  tetrachloride,  C^^^HgCl^,  crystallizes  in 
long  colourless  sjDear-shaped  needles,  readily  soluble  in  alcohol, 
ether,  &c.,  melts  at  145°,  and  on  boiling  Avith  alcoholic  potash 
yields  the  folloAving  compound. 

Teto'aclilorophenanthrene,  Ci4H(.Cl4,  is  also  obtained  by  heating 
phenanthrene  Avith  iodine  trichloride  at  100 — 110°,  but  is  most 
simply  prepared  by  alloAAdng  antimony  jientachloride  to  droji  on 
to  poAvdered  phenanthrene.  It  crystallizes  from  benzene  in 
sliort  needles,  Avhich  are  scarcely  soluble  in  alcohol,  melts  at 
171 — 172°,  and  sublimes  AAdth  slight  carbonization  in  thin 
yelloAAdsh  spear-shaped  needles.  Like  the  higher  substitution 
products  it  is  not  attacked  by  boiling  alcoholic  potash. 

nexchloro2')henanthrenc,  (Jj^H^Cl^,  is  prepared  by  heating 
phenanthrene  AAdth  antimony  pentachloride  at  120 — 140°, 
and  sublimes  in  feathery  aggregates  of  needles,  Avhich  melt  at 
249—250°. 

Octochlorojdienanthrene,  Cj^HgClg,  obtained  in  a similar 
manner  at  180 — 200°,  forms  granular  crystals,  melts  at  270 — 
280°,  and  sublimes  in  needles.  On  heating  Avith  antimony  penta- 
cldoride  to  its  melting  point,  it  yields  tetrachloromethane  and 
hexchlorobenzene  AAdthout  forming  perchlorodiphenyl.^ 

Bronio'phenanthrcne,  C^^Hj^Br,  Avas  prepared  by  Hayduck  by 
heating  the  dibromide  on  the  Avater-bath  ; it  crystallizes  from 
alcohol  in  thin  Avhite  prisms,  melts  at  63°,  readily  sublimes, 
and  boils  above  300°.  It  is  oxidized  bv  chromium  trioxide  in 

•j 

‘ Zetter,  Ber.  H,  161. 

- Ruofr,  Bcr.  9,  ] 490  ; Zetter,  Her.  H,  169  ; Merz  and  Weitli,  Bcr.  12,  677. 
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acetic  acid  solution  to  phenanthrenequinone,  and  lias  therefore 
the  following  constitution  : ^ 


C,H,.CBr. 

a-Dihromophenantlirene,  Ci4HgBr.2,  separates  from  an  ethereal 
solution  of  1 mol.  phenanthrene  and  4 mols.  bromine  on  long- 
continued  standing  in  small  delicate  needles,  which  are  very 
soluble  in  alcohol,  and  crystallize  from  it  in  long  colourless 
spear-shaped  needles.  It  melts  at  146 — 148  , and  readily  sub- 
limes in  yellowish  fascicular  aggregates  of  needles. 

^-Dihromoiokenantho^ene,  C\4HgBr2,  separates  out  on  evaporat- 
ing the  mother  liquor  from  the  a-compound.  It  crystallizes 
in  plates,  which  melt  at  158°  but  do  not  sublime.  Both 
compounds  are  unacted  upon  by  boiling  alcoholic  potash 
(Zetter). 

Trihromoplicnanthrene,  Cj^H^Big,  is  formed  by  heating  phen- 
anthrene with  bromine,  and  crystallizes  in  slender  silky  needles 
melts  at  126°,  and  readily  sublimes. 

Tetrahromoplienanthrene,  Cj^H^Biq,  is  obtained  by  heating 
the  hydrocarbon  with  the  necessary  quantity  of  bromine  at 
200 — 210°;  it  separates  from  acetic  acid  in  granular  crystals, 
which  are  almost  insoluble  in  alcohol  and  ether,  melts  a.t 
183 — 185°,  and  sublimes  in  feathery  aggregates  of  needles. 

Hexbromo]:)henantlirmw,  Oj^H^Big,  sublimes  in  snow-white 
needles,  which  unite,  forming  druses  or  feathery  aggregates. 

Heptcthromophenantlvrene,  C^^HgBrp  can  only  be  obtained  by 
heating  phenanthrene  with  bromine  and  a large  quantity  of 
iodine  at  360°  or  higher ; it  sublimes  in  small  yellow  needles, 
melting  above  270°,  and  is  not  attacked  by  bromine  even  at  400° 
(Zetter). 


Nituo-Derivatives  of  Phenanthrene. 

2760  By  the  action  of  moderately  concentrated  nitric  acid  on 
phenanthrene,  three  mono-nitro-compounds  are  formed.  These 
are  best  prepared  by  adding  1 part  of  nitric  acid  of  sp.  gr.  1’35 
to  1 part  of  phenanthrene,  which  is  mixed  with  3‘5  parts  of 
coarse  sand  to  facilitate  the  action  of  the  acid,  as  the  mass  soon 
becomes  thick  and  pasty.  It  is  well  kneaded  from  time  to 

^ Anschiitz,  Bcr»  H,  1217. 
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time  until  it  becomes  friable,  then  washed  with  water  and 
sodium  carbonate  solutioii,  and  extracted  repeatedly  with  boil- 
ing alcohol.  The  jDroduct  obtained  from  the  extract  can  be 
separated  into  its  constituents  by  repeated  fractional  crystalliza- 
tion from  alcohol,  ether,  acetic  acid,  and  benzene.^ 

a-Nitrophenanthrene,  Cj^HgNO^,  is  the  chief  product,  and 
crystallizes  in  straw-yellow  fascicular  aggregates  of  needles, 
which  melt  at  73 — 75°. 

Nitrophenanthrene  is  more  sparingly  soluble  in  ether,  and 
also  forms  straw-yellow  needles,  melting  at  126 — 127°. 

y-Nitrophenanthrene  crystallizes  from  alcohol  in  lustrous 
vellow  plates,  melts  at  170 — I7l°,  and  is  more  sparingly  soluble 
alcohol  and  ether  than  its  isomerides, 

DinitropJienanthrene,  Cj4Hg(N02)2,  is  obtained  by  heating 
phenanthrene  with  concentrated  nitric  acid  at  100°,  and  separates 
from  acetic  acid  in  yellow  crystals,  melting  at  150 — 160° 
(Graebe). 

Nitrohromophenanthrene,  Cj^HgBr.NO,,,  was  prepared  by 
Anschutz  by  warming  an  acetic  acid  solution  of  bromophenan- 
threne  with  nitric  acid.  It  crystallizes  from  carbon  disulphide  in 
yellow  transparent  slender  prisms,  or,  on  slow  evaporation,  in  well- 
developed  compact  crystals,  which  melt  at  195 — 196°,  and  sub- 
lime in  beautiful  long  spear-shaped  needles. 


Amido-Derivatives  of  Phenanthrene. 

2761  These  were  obtained  by  Schmidt  by  the  reduction  of 
the  nitro-compounds  with  tin  and  hydrochloric  acid  or  am- 
monium sulphide. 

a-Amidophenanthrene,  Cj^Hg.NHg,  crystallizes  from  dilute 
alcohol  in  yellowish  faintly  lustrous  plates  ; its  hydrochloride 
is  a granular  precipitate,  sparingly  soluble  in  water,  which 
decomposes  in  the  air,  becoming  brown,  whilst  the  sulphate, 
which  forms  a powder  sparingly  soluble  in  water  and  alcohol,  is 
much  more  stable. 

^-Amidophenanthrene  crystallizes  also  in  lustrous  plates ; its 
granular  hydrochloride  is  sparingly  soluble  in  water  and  fairly 
.stable. 

y-Amidophenanthrene  resembles  its  isomerides,  and  forms  a 

’ Schmidt,  Ber.  12,  1153. 
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stable  hydweUoride,  wliicli  crystallizes  from  alcohol  containing 
hydrochioric  acid  in  small  yellow  lustrous  scales. 


SuLPHONic  Acids  of  Phenanthrene. 

2762  a-PhcnanthrenesiilpJionic  acid,  Cj4HgS03H,  is  formed  wlien 
pheiiantlireiie  is  heated  with  an  equal  weight  of  sulphuric  acid 
at  100°,  and  remains  on  evaporation  of  its  aqueous  solution  as 
a crystalline  mass,  more  soluble  in  hot  than  in  cold  water.  The 
(C\4H,S03)2Ca  + crystallizes  from  hot  water 

in  small  tablets.  The  lead  and  lariuni  salts  form  indistinct 
crystals,  and  are  scarcely  more  soluble  in  hot  than  in  cold  watei. 

A small  quantity  of  an  isomeric  acid  is  formed  in  the  above 
reaction,  the  calcium  salt  of  which  is  very  soluble  in  water.^ 
IB-Phcnantlircncsulplionic  acid  is  obtained  by  heating  phenan- 
threne  with  sulphuric  acid  at  180—190°.  It  crystallizes  in  white 
nacreous  needles,  and  is  readily  soluble  in  watei  , its  salts,  how- 
ever, are  less  soluble  than  those  of  the  a-acid.  The  2^otassmm 
salt,'  C14H9SO3K,  forms  lustrous  tablets,  and  the  harium  salt, 
(Ci4H,jS03)2Ba  -f  SHgO,  crystallizes  in  scales.=^ 

Phenanthreneclisiilphonic  acid,  Ci4Hs(S03H)2,  is  formed  when 
phenanthrene  is  added  with  vigorous  shaking  to  four  parts  of 
commercial  pyrosulphuric  acid,  and  the  mixture  heated  for  some 
time  on  the  water-bath.  It  is  a brownish-yellow  syrup,  and  has 
a very  sour  and  bitter  taste.  The  salts  are  readily  soluble  in 
water,  but  insoluble  in  alcohol.'^ 


Hydroxy-Derivatives  of  Phenanthrene. 

2763  HydroxypliC7Lanth')xnc  or  C^^Hg. OH,  is  pre- 

pared by  fusiug  a-phenanthrenesulphonic  acid  with  potash,  and 
crystallizes  from  a mixture  of  benzene  and  light  petroleum  in 
beautiful  plates,  which  have  a blue  fluorescence,  are  readily 
soluble  in  alcohol  and  ether,  melt  at  112°,  and  become  red  or 
brown  on  exposure  to  the  air.  It  forms  well-crystallized  com- 
pounds with  alkalis. 

Phenanthryl  acetate,  Cj^HgO.CO.CHg,  is  obtained  by  heating 

^ Graebe,  AnnaUn,  167,  152. 

- Japp,  Journ.  Chem.  Soc.  1880,  1,  83. 

Morton  and  Geyer,  Am.  Chem.  Journ.  1880,  203. 

Fi.scher,  Ber.  13,  314. 
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pheiiantlirol  with  acetic  anhydride,  and  crystallizes  from  alcohol 
in  beautiful  lustrous  plates,  melting  at  117 — 118°d 

Dihydroxyplicnanthrcnc  or  rhenanthreneqicinol,  Ci4Hg(OH)^, 
was  obtained  by  Graebe  by  subjecting  phenanthrenequinone  to 
the  action  of  an  alcoholic  solution  of  sulphur  dioxide,  which 
gradually  dissolves  it.  On  addition  of  water  the  colourless  quinol 
separates  out ; it  may  be  obtained  more  quickly  by  warming, 
and  is  also  rapidly  formed  by  exposing  a solution  of  the  quinone 
in  aqueous  ether  to  sunlight.^ 

2C„H30,  + (C,H3)30  = 2C„H3(0H)3  + 2C3H,0. 

It  crystallizes  in  colourless  needles  or  prisms,  which  are  fairly 
soluble  in  water,  and  readily  in  alcohol,  ether,  and  benzene.  In 
the  dry  state  it  is  moderately  stable,  but  when  freshly  precipitated 
from  alcoholic  solution  rapidly  absorbs  oxygen,  and  on  evaporat- 
ing its  solutions  it  is  partially  converted  into  the  quiuhydrone 
described  below.  Tins  is  also  readily  obtained  by  evaporating 
its  alkaline  solution  in  the  air. 

Acctoplicnanthrciicquinol,  C^4Hg(OH)O.CO.CH3,  is  formed  by 
a remarkable  reaction  when  a mixture  of  acetaldehyde  and 
])henanthrenequinone  is  exposed  to  sunlight.  The  mixture 
becomes  dark,  and  the  acetyl  compound  commences  to  sejDarate 
before  the  whole  of  the  quinone  has  dissolved.  Its  formation 
proceeds  equally  quickly  if  the  light  be  previously  passed 
tlirough  a solution  of  cupriammonium  chloride,  but  is  con- 
siderably retarded  if  this  be  replaced  by  one  of  potassium 
dichromate.  It  crystallizes  from  a mixture  of  benzene  and 
chloroform  in  white  lustrous  flat  needles,  becomes  yellow  at 
140°,  and  melts  at  IG8 — 170°.  On  warming  with  dilute  caustic 
soda  solution  it  is  resolved  into  acetic  acid  and  the  quinol,  the 
latter  quickly  undergoing  further  oxidation.^ 

Diacetophcnanthrenequiiiol,  C^4Hg(O.CO.CH3).2,  is  obtained  by 
heating  the  quinol  with  acetic  anhydride  at  140 — 150°,  and 
crystallizes  in  colourless  tablets,  which  melt  at  202°,  and  sublime 
with  difficulty.  It  is  insoluble  in  water,  sparingly  soluble  in 
alcohol  or  ether,  readily  in  hot  benzene.  On  heating  with 
caustic  potash  solution  it  is  hydrolyzed  with  difficulty,  and  is 
unaltered  by  boiling  with  sulphuric  acid  and  potassium 

^ Rehs,  Her.  10,  1252.  ^ Klinger,  Bcr.  19,  1869. 

^ Annalcn,  249,  137. 
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dichromate  ; on  heating  its  acetic  acid  solution  with  chromium 
trioxide  it  refonns  the  quinone  (Graebe). 

ValcToplmiumth'mm^omol.  C„H,(OH)(O.CO.C,H„),  w=xs  pre- 
pared by  Klinger  by  exposing  a mixture  ot  the  quinone  and 
valeraldehyde  to  the  sunlight.  It  forms  flat  white  needles 
melts  at  IdK",  and  is  sparingly  soluble  in  alcohol,  ether,  and  col( 

b0nz0ii0 

Benzcplmumthfcncquinol,  C„H,(OH)(O.CO.C,H,),  is  obtained 
in  a similar  manner,  and  crystallizes  in  matted  aggregates  of 
elastic  white  needles,  which  when  seen  in  quantity  resemble 
cotton  wool.  It  melts  at  177 — 1/8  . 

1) -Amidoiohmantlircnequinol,  Ci4H7(NH.2)(OH)2,  is  prepaied^  y 
the  long-continued  boiling  of  nitrophenanthrenequinone  with 
tin  and  hydrochloric  acid,  amidophenanthrenequinone  being 
formed  as  an  intermediate  product.  Its  hydrochloride  crystallizes 
in  white  needles. 

2) -Diciraido'phciutnthrcneqiiiaol,  C44Hg(NH2)2(GH)o,  is  formed  in 
a similar  manner  from  dinitrophenanthrenequinone.^  Its 
hydrochloride,  C44Hg(NH3Cl)2(OH)2  -f  3H2O,  crystcallizes  in  long 
lustrous  needles,  which  on  treatment  with  caustic  potash 
solution  first  become  green,  then  bluish- violet,  and  finally 
black.  If  the  dilute  alcoholic  solution  be  shcaken  with  ether  and 
a little  ammonia,  it  assumes  a beautiful  blue  coloui.  The 
hydrochloride,  when  hecated  with  acetic  anhydride  and  sodium 
acetate,  yields  the  compound  C44Hg(NH. CO. 0113)2(0. CO. 0113)2, 
which  crystallizes  in  slender  colourless  needles,  very  sparingly 
soluble  in  alcohol  and  acetic  acid,  and  does  not  melt  at  oOO  . 


PHENANTHKENEQUINONE  OR  JdiPHENYLENEDIKETONE. 

2764  This  compound  is  formed  by  warnung  phenanthrene 
with  potassium  dichromate  and  dilute  sulphuric  acid,  or  by 
treatino-  it  Avith  chromium  trioxide  in  acetic  acid  solution  : ^ 

C„H,.CH  C„H,.CO 

I II  -I-  30  = I I -H  H.,0. 

C„H,.CH  C„H,.CO 


^ Anschutz  and  ^leyer,  Bcr.  18,  1942. 

- Klcemann  and  tVense,  Bnr.  18,  2168. 

® Fittig  and  Osterinayer,  AnnaI.en,  166,  ; Graobo,  Annalcn,  167,  139  ; 

Hayduck,  Annalcn,  167,  183. 
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It  is  best  prepared  on  the  small  scale  by  dissolving 
pheiiantlirene  in  I — 5 parts  of  warm  acetic  acid,  and  gradually 
adding  a solution  of  2'2  ]Darts  of  chromium  trioxide  in  5 — b 
parts  of  hot  acetic  acid  in  such  a manner  as  to  keej3  the  wliole 
nearly  at  the  boiling  j3oint.  It  is  then  boiled  for  some  time  in 
connection  with  a reflux  condenser,  after  which  the  acetic  acid 
is  distilled  off,  and  the  residue  mixed  with  water.  The  pre- 
cipitated quinone  is  washed  with  water  and  warmed  with  a 
solution  of  sodium  bisuljjhite,  the  quinone  going  into  solution 
and  leaving  unaltered  phenantlirene  behind.  The  filtrate  is 
precipitated  with  hydrochloric  acid,  and  the  washed  precipitate 
recrystallized  from  alcohol,  acetic  acid  or  benzene  (Graebe). 

On  the  large  scale  a mixture  of  O'o  litre  of  sulphuric  acid, 
I '5  litres  of  water,  and  300  grams  of  potassium  dichromate  is 
warmed  in  a porcelain  dish,  100  grams  of  crude  23henanthrene 
added,  the  whole  3vell  stirred,  and  the  flame  removed  to 
moderate  the  reaction.  It  is  then  again  gently  warmed,  another 
300  grams  of  powdered  jjotassium  dichromate  gradually  added, 
and  the  boiling  continued  till  the  product  has  become  granular  ; 
it  is  then  filtered  on  a linen  filter,  and  well  washed.  After 
drying  it  is  finely  powdered  and  treated  with  strong  sulphuric 
acid  to  remove  organic  chromium  conqDounds  and  acridine  ; the 
next  day  water  is  added,  the  mixture  warmed  and  filtered,  the 
residue  washed  with  water  and  dilute  soda  solution  to  remove 
diphenic  acid,  &c.,  washed  again  with  water,  dried,  and  extractetl 
with  ether  or  benzene,  winch  removes  diphenyleneketone  and 
phenantlirene.  The  insoluble  portion  is  then  treated  with 
sodium  bisulphite  solution,  in  which  anthraquinone  is  insoluble. 
The  phenanthrenecpiinone  is  precipitated  from  the  filtrate  with 
a solution  of  potassium  dicliromate  in  dilute  sulphuric  acid,  to 
avoid  reduction  by  the  sulpJiur  dioxide  evolved,  and  the  pre- 
cipitate recrystallized  from  dilute  acetic  acid.^ 

Phenanthrenequinone  crystallizes  in  long  lustrous  orange- 
coloured  needles,  which  are  mostly  united  to  fascicular 
aggregates.  It  melts  at  198°  (Fittig),  sublimes  on  heating  in 
orange-red  tablets,  and  boils  above  360°.  It  is  very  slightly 
soluble  in  boiling  water,  sj)aringly  in  cold  alcohol,  but  readily  in 
hot  alcohol,  acetic  acid,  and  benzene. 

Phenanthrenequinone  forms  additive  compounds  with  differ- 
ent chlorides  and  cyanides,  such  as  C\4Hg02  -b  ZnCl.„  which 


' Anschiitz  and  Schultz,  Annalcn,  196,  37. 
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crystallizes  in  dark  red  needles,  and  does 

300°;  the  compound  with  mercuric  chloride,  2> 

forms  red  oblique  ijrisms,  and  melts  at  222  — 2*28  . le  com 
pound,  C„H,0„  + Hg(CN),,  melts  at  the  same  temperature 
Ld  likewise  ibnns  red  crystals.  The  qninone  does  not  combine 

with  oxy-saltsd  r i 

Its  conversion  into  diphenic  acid,  diphenyleneketoim,  diphe  y- 

lenedycollic  acid,  &c.,  has  already  been  described.  On  heating 
it  with  antimony  pentachloride  at  360°  it  yields  perchlorodi- 
rdienyl,  together  with  a little  hexchlorobenzene,i  and  on  ignition 
with  soda-lime,2  gpUts  up  into  diphenyl,  carbon  dioxide,  and 
hydrogen  (Anschutz  and  Schultz)  ; 

Ci.HgO.,  + 4NaOH  = + ‘iNa^COg  + H2. 


Its  solution  in  alcoholic  potash  phosphoresces  with  a pure 
white  light  when  shaken  in  the  dark,  oxidation  to  diphenic 
acid  taking  place ; if,  however,  a drop  of  aqueous  caustic  potash 
be  added  to  its  hot  alcoholic  solution  a dark  red  or  almost  black 
colouration  is  produced,^  which  disappears  on  shaking  in  the  air,, 
a reaction  very  characteristic  of  orthodiketones.'^  It  dissolves 
in  sulphuric  acid  with  a dark  green  colour,  and  is  reprecipitated 

by  water, 

Laubenheimer  found  that  a bluish-green  colouration  is  foimed 
when  5cc.  of  a ^ per  cent,  solution  of  phenanthrene  in  acetic 
acid  are  mixed  with  Icc,  of  toluene,  and  4cc.  sulphuiic  acid 
carefully  added  with  constant  cooling  and  shaking.  If  the 
mixture  be  poured  into  water  after  a few  minutes,  and  the 
solution  shaken  with  ether,  the  latter  assumes  an  intense  violet 
colour.  The  reaction  is  so  delicate  that  it  may  be  observed 
with  even  a single  drop  of  the  acetic  acid  solution.  On  evaporat- 
ing the  ether  the  colouring  matter  remains  behind  as  a black 

mass.^ 

The  colouration  is  not  formed,  however,  if  pure  toluene  be 
employed,  but  only  when  the  latter  contains  methylthiophen, 
0^113(0113)8.®  The  pure  colouring-matter,  forms  a 

deep  blue  powder,  which  on  subjection  to  pressuie  assumes  a 
cupreous  lustre,  and  dissolves  in  alcohol,  benzene,  &c.,  foiming 

1 Japp  and  Turner,  Proc.  Chon.  Soc.  1889,  160. 

2 Merz  and  Weith,  Per.  16,  2869.  Bamberger,  Per.  18,  865,  1932. 

4 V.  Meyer,  Per.  16,  1624,  2970.  Lacliowicz,  Per.  16,  332. 

« Per.  8,  224. 
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beautiful  violet  solutions.  On  heating  with  zinc  dust  it  yields 
phenanthrene,  but  on  ignition  with  lead  chromate  yields,  instead 
■of  phenanthrenequinone,  the  isomeric  anthraquinone. 


.CO\ 


Phe7iantkTcncqiLinone-sodmm-hisiilpliitc, 

/CO 

OH  SHgO, 


'C< 


O.SO.Na 


separates  from  a concentrated  solution  in  jdates,  which  are 
partially  decomposed  by  acids  and  completely  by  alkalis  with 
separation  of  the  quinone.  Potassium  bisulphite  forms  a similar 
eompound  (Graebe). 

Plicnanthreoicqiiinhy  drone,  Cj^Hg02+Cj^Hg(0H).7,  was  pre- 
pared by  Graebe  by  boiling  phenanthrenequino]  with  water  in 
presence  of  air.  It  is,  however,  most  readily  prepared  by  boiling 
the  solution  of  the  quinone  and  sulphurous  acid  with  hydrochloric 
acid  for  a short  time,  and  separates  out  on  cooling  in  long  lustrous 
black  needles,  wliich  pass  into  the  quinone  on  boiling  with 
alcohol, 2 or  even  on  long-continued  boiling  with  water. 

DihroinoqiheMcmthrencqiiinone,  Cj^H(.Br.20.,,  is  jDrepared  by  heat- 
ing  phenanthrenequinone  with  bromine  and  a little  water  at 
180°,  and  is  readily  soluble  in  xylene,  less  easily  in  alcohol  and 
acetic  acid,  from  which  it  crystallizes  in  yellow  nodular  aggregates, 
melting  at  203°. 

p-Nitroplicnantlireneqiiinone,  Ci4H7(N0.,)02,  is  obtained  by 
boiling  the  quinone  with  a mixture  of  fuming  nitric  acid  and 
acid  of  sp.  gi\  1-4  ; it  crystallizes  from  acetic  acid  in  lustrous 
golden  plates,  which  melt  at  2.57°,  and  are  ahnost  insoluble  in 
alcohol.'*^  On  oxidation  it  yields  ^^-nitrodiphenic  acid. 

Three  other  nitrophenanthrenequinones  were  obtained  by 
Schmidt  by  oxidizing  the  three  nitrojdienanthrenes  with 
chromium  trioxide  in  acetic  acid  solution.  A fourth  was  pre- 
pared by  Lachowicz  by  warming  with  nitric  acid  the 
chlorophenanthrone  described  below."^ 

’ Odernlieimer,  Ber.  17,  1338. 

* Liebennanii  and  Jacobsen,  Annalen,  211,  69. 

=*  Anscliiitz  and  Sclniltz,  Ber.  9,  1404.  ’ •»  J.  Pr.  Chem.  II.  28,  172. 
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a-Nitroplienantlireiieqiiinone, 
^ })  » ” 

7 jj  >’  » 

B ,,  » ” 


orange-yellow  plates  215  220 

orange-yellow  Hat 

needles 200—200° 

orange-yellow  long 

needles 

orange-yellow  plates  281  282 


Ij-Dinitrophcnanthre^^^^  Ci4Hg(N02).2<d2,  is  prepared  by 

boiling  the  qiiinone  with  a mixture  of  sulphuric  and  fuming 
nitric  acids,  and  crystallizes  from  acetic  acid  in  silky  yellow 
plates,  which  melt  at  291°2  On  oxidation  it  yields  a-dmitro- 

diphenic  acid. 

An  isomeric  compound  is  formed  together  with  the  foregoing, 
which  could  not  be  obtained  pure,  but  yields  /3-dinitrodiphenic 
acid  on  oxidation  (Schultz). 

■p-Amiduphcnantlirenequinone,  C44H7(NH2)0.2,  is  obtained  by 
boiling  nitrophenanthrenequinone  for  not  too  long  a time  with 
tin  and  hydrochloric  acid,  and  crystallizes  in  violet-black  needles, 
which  dissolve  readily  in  alcohol,  and  sparingly  in  watei, 
forming  a reddish-violet  solution.  Its  hydrochloride  lorms 
yellowish-red  feathery  aggregates  ot  needles,  and  is  completely 
dissociated  by  water. 

2i-Diariiiclop]iencuithreneqtdnone,  C44H(.(NH2).202,  crystallizes  m 
small  violet-black  needles,  which  do  not  melt  at  310  ; its 
hydrochloride  forms  yellow  plates,  which  are  likewise  decom- 
posed by  water  with  separation  ot  the  diamidoquinone. 

p-Hydroxyphenanthrenequi)ione,  0^411^(011)02,  is  obtained  from 
the  amido-compound  by  means  of  the  diazo-reaction,  and 
crystallizes  in  slender  brownish-red  needles,  which  sublime  on 
careful  heating,  and  dissolve  in  aqueous  caustic  soda  ■with  a 
yellowish-green  colour. 

•p-Acetoxyphenanthrcnecpdiione,  0^411,^(0.00.0113)02,  is  tornied 
by  heating  the  foregoing  compound  with  acetic  anhydride 
and  crystallizes  from  alcohol  in  small  reddish-yellow  needles.'^ 

a-Hydroxyp>hcncinthrcnequinone,  044H7(0H)02,  is  obtained  by 
the  oxidation  of  phenanthryl  acetate,  and  sublimes  in  long  yellow- 
ish-red needles  ; it  dissolves  in  alkalis  with  a dark  red  colour.'^ 

^ Graebe,  Anv.alcn,  167,  144  ; Schultz,  Annalen,  203,  107  ; Strassburger, 
Ber.  16,  2346. 

- Anschutz  and  Meyer,  Ber.  18,  1942. 

^ Simienski,  Ber.  18,  1943. 
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V~^'^^^y^^‘^'(^'^yp^^^nantho'enequinone,  Cj^H^^(0H)902,  forms  micro- 
scopic transparent  brownish-black  needles  ; its  acetate, 
(0.C0.CH3)202,  crystallizes  from  alcohol  in  beautiful  yellowish- 
red  needles  (Anschutz  and  Meyer). 

/CO 

DicMoroheto'plmia^itlirene  or  Dichloro^phenanthrone,  C^oHgv^"  | , 

is  obtained  by  the  action  of  phosjDhorus  j)entachloride  on  phen- 
anthrenequinone,  and  crystallizes  from  chloroform  in  jDale 
yellow  rhombic  prisms,  which  are  sparingly  soluble  in  alcohol, 
and  melt  at  165  . Its  solution  in  alcoholic  potash  j^lios- 
jihoresces  like  that  of  phenanthrenequinone,  into  which  it  is 
indeed  thus  converted.  When  warmed  with  acetic  acid,  and  a 
little  iron  powder  addetl,  it  is  converted  into  chlorophe7bant]Lrone, 
C^uHgClO,  which  crystallizes  in  large  yellowish  prisms,  and  melts 
at  122 — 123°.  By  the  further  action  of  iron  on  its  acetic  acid 
solution  it  is  converted  into  phcnanthrone,  03^411^(^0,  which 
crystallizes  in  lustrous  brownish-red  tablets,  melts  at  148—149°,. 
is  readily  soluble  in  alcohol,  and  also  in  alkalis  with  a green 
colour.^ 

lyienanthrenequinonimide,  C44H,,NO,  is  prepared  by  treating 
the  quinone  in  alcoholic  solution  with  ammonia  : 

C6H4.C0  c,n,.co 

I I + NH.,  = 11  + H.,0. 

CV,H4.C0  C(3H4.C=NH 

It  crystallizes  in  yellow  elastic  needles,  melting  at  158 — 159°, 
and  is  reconverted  into  the  c|uinone  by  warming  with  alcohol  or 
acids.’^ 

.00 

Fhenanthreneguincmoxime,  Cj^HgC  | , is  formed  by 

^ : NOH 

bringing  together  phenanthrenequinone  and  an  alcoholic 
solution  of  hydroxylamine  hydrochloride  in  tlie  cold,  or  more 
([uickly  on  heating.^  It  crystallizes  in  golden  yellow  fascicular 
aggregates  of  needles,  melts  at  158°,  and  dissolves  in  sulphuric 
acid  with  a blood-red  colour,  the  solution  being  reprecipitated 
by  water.  It  dissolves  in  hot  caustic  soda  solution  with  a green 
colour,  and  on  cooling  the  socliibm  salt  separates  out  in  greenish 

^ Lachowicz,  JJer.  16,  330  ; J.  V,\  Chon.  II.  28,  168. 

2 Aii.schiitz  and  Schultz,  Annahn,  196,  61  ; Zincke,  Bcr.  12,  1624. 

^ Goldschmidt,  Bcr.  16,  2176  ; Amvers  and  Meyor,  Her.  22,  1985. 
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shimmering  plates.  Like  other  ortlioquinoiioximes  it  is  a 
colouring-matter  (p.  227),  and  dyes  green  with  iron  mordants.^ 
Its  conversion  into  the  isomeric  diphenimide  has  already  been 
described  (p.  451). 

C:N.OH 

Phciicmthremquinoneclioxime,  L prepaied 


. n . XT  riTT 


by  the  continued  warming  of  phenanthrenequmone  with  an 
excess  of  hydroxylamine  hydrochloride.  It  crystallizes  from  a 
large  quantity  of  hot  alcohol  or  acetic  acid  in  yellow  microscopic 
prisms,  which  melt  with  decomposition  at  202  , and  dissolve  in 
sulphuric  acid  with  a blood-red  colour.  Its  sparingly  soluble 
sodium  salt  crystallizes  in  nacreous  plates.  If  it  be  treated 
with  acetic  anhydride  and  acetic  acid,  and  hydrogen  chloride 
passed  in  to  the  cooled  mixture,  a red  solution  is  tormed  from 
which  glittering  yellow  oblique  microscopic  crystals  of  the 
diacetate,  Ci4H8(N.O.CO.CH3)2,  quickly  separate  out. 

On  heating  the  dioxime  with  absolute  alcohol  at  150  , oi  by 
heating  the  monoxime  with  hydroxylamine  hydrochloride, 
alcohol,  and  a little  hydrochloric  acid,  the  anhydride, 
/Czz:N\ 

CioHg  < I >0,  is  formed  ; it  crystallizes  in  slender  reddish- 

\Cz=N/ 

yellow  needles,  melts  at  182 — 183°,  is  insoluble  in  alkalis,  and 
gives  no  colouration  with  sulphuric  acid. 

Fhenanthrenequinonehydrazonc,  Cj4H8(N2H.CQH_rJO,  is  jDre- 
pared  by  heating  the  quinone  with  phenylhydrazine  hydro- 
chloride ; it  separates  in  broad,  pale-yellow,  lustrous  needles  or 
plates,  is  sparingly  soluble  in  hot  alcohol,  melts  at  165  , and 
dissolves  in  sulphuric  acid  with  a violet  colour.^ 


Methanthrenp:,  C15HJ2. 

2765  This  hydrocarbon  was  obtained  by  Oudemans  by  distil- 
ling podocarpic  acid  over  red-hot  zinc  dust;  it  crystallizes  in  white 
plates  having  a violet  fluorescence,  melts  at  117°,  boils  above 
360°,  is  readily  soluble  in  boiling  alcohol,  and  still  more  easily 
in  acetic  acid.  Even  at  its  melting-point  it  sublimes,  evolving  a 
peculiar  unpleasant  smell,  resembling  that  of  molten  asphalte. 
With  picric  acid  it  forms  the  compound  0^511^2  + G(;H3(N02)30, 


^ Kostanecki,  Bcr.  22,  1349. 


" Zincke,  Bcr.  16,  1563. 
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wliicli  crystallizes  in  slender  orange- coloured  needles,  and  melts 
at  117°. 

Metlumtliraquinone,  is  readily  prepared  by  adding 

chromium  trioxide  to  the  warm  acetic  acid  solution  of  methan- 
threne,  and  is  a yellow  powder  consisting  of  rhombic  plates  ; it 
melts  at  187°,  and  is  readily  soluble  in  alcohol  with  a reddish- 
yellow  colour. 

Poclocmyic  acid,  CJ7H22O3,  is  the  chief  constituent  of  the 
resin  of  Podccarqms  cvpressina,  one  of  the  Javan  forest  trees, 
and  is  found  as  a crystalline  separation  in  the  stems  of  the  old 
trees.  Ihis  is  dissolved  in  alcohol,  the  solution  jorecipitated 
with  water,  and  the  acid  purified  by  converting  it  into  the 
sodium  salt,  and  decomposing  the  latter  with  hydrochloric  acid. 

Podocarpic  acid  is  insoluble  in  water,  but  readily  soluble  in 
alcohol,  ether,  and  acetic  acid  ; it  crystallizes  in  dextro-rotatory 
rhombic  tablets  or  prisms,  melts  at  187 — 188°,  and  on  further 
heating  slowly  volatilizes,  evolving  a peculiar  aromatic  smell. 
It  decomposes  only  at  a much  higher  temj^erature,  and  yields 
as  chief  product  a thick  oily  distillate. 

The  salts  are  difficult  to  obtain  pure  and  of  constant  compo- 
sition, with  the  exception  of  the  following  : 

Hodviim  'podocai'patc,  CjyHgjNaOg  -f  7H2O,  crystallizes  in 
beautiful  white  lustrous  needles,  and  is  readily  soluble  in  water. 

Ethyl  podocarpate,  C;^7H2i (02115)03,  is  formed  by  heating  the 
silver  salt  with  ethyl  iodide,  and  crystallizes  from  alcohol  in 
slender  needles,  melting  at  143 — 146°. 

Acetylqwdocarpic  acid,  0^^112^(0.00.0143)00.011,  is  formed 
by  Avarming  the  acid  with  acetyl  chloride,  and  crystallizes  in 
.small  needles. 

JSitropodocarpic  acid,  0\7H2;^(N02)03,  is  obtained  by  the 
action  of  dilute  nitric  acid  on  the  acid  ; it  forms  small  yellow 
lustrous  crystals,  melting  at  205°. 

Ihnitropodocarpic  cccid,  0\7H2q(NO2)3O3,  is  formed  together 
with  tlie  foregoing  compound,  and  is  readily  obtained  pure  by 
warming  tlie  sulphonic  acid  with  nitric  acid.  It  forms  pale 
yellow  crystals,  resembling  those  of  potassiun  ferrocyanide, 
and  melts  at  203°. 

Both  nitro-acids  contain  two  liydrogen  atoms  readily  re- 
placeable by  metals,  yielding  beautiful,  red,  well-crystallized 
.salts. 

Eiilphopodmarpic  acid,  P\7H2i(S()3H)03,  is  jjrepared  by  gently 
warming  the  acid  witli  sulpliuric  acid,  and  remains  on  cvapor- 
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ating  the  aqueous  solution  as  a wax-like  mass.  It  foims  two 
series  of  salts,  which  crystallize  well. 

Especially  remarkable  is  its  susceptibility  to  nitric  acid  , thus 
if  a milligram  be  dissolved  in  3 — 4cc.  of  water,  and  a few  drops 
of  nitric  acid  added,  a precipitate  of  the  dinitro-compound  is 
obtained  on  warming.  Vice  versci,  small  quantities  of  iiitiic 
acid  may  be  detected  by  boiling  with  a solution  ol  the  sulphonic 
acid,  especially  if  a little  sulphuric  acid  be  added. 

On  distilling  the  calcium  salt  of  podocarpic  acid,  the  lollowing 
products  are  obtained  together  with  jj-cresol : 

Carpene,  a liquid  boiling  at  155 — 15/  , which  has  an 

odour  simultaneously  resembling  that  of  turpentine  and  styio- 
lene,  and  quickly  becomes  resinous  in  the  air. 

MetliantliTol,  separates  from  ether  on  spontaneous 

evaporation  as  a woolly  crystalline  mass,  or  if  evaporated  at  a 
higher  temperature,  as  an  oil  which  solidifies  to  a crystalline 
mass,  melting  at  122°,  and  insoluble  in  caustic  potash. 

Hydrocarpol,  Cj(.H2oO,  is  a peculiarly  smelling,  turpentine-like 
mass,  which  boils  at  220°  in  vacuo,  and  decomposes  at  a higher 
temperature  into  carpene  and  jp-cresol.  These  are  also  formed, 
together  with  carbon  dioxide,  by  the  dry  distillation  of  the  acid.^ 


Phexanthrexecarboxylic  Acids. 

2766  a-Phenantlircnccarhoxylic  acid,  Cj^H^.CO.^H,  Avas  obtained 
by  Schultz  and  Japp  by  distilling  the  potassium  salt  of  phenan- 
threnesulphonic  acid  with  potassium  ferrocyanide,  and  boiling 
the  yellowish  semi-solid  nitrile  with  alcoholic  potash.  It  is 
scarcely  soluble  in  water,  readily  in  alcohol  and  acetic  acid,  and 
crystallizes  in  long  bent  plates,  which  melt  at  200°,  and  sublime 
Avith  partial  decomposition  in  fern-shaped  aggregates  of  plates. 
On  heating  with  soda-lime  it  decomposes  into  carbon  dioxide 
and  phenanthrene.  The  barium  salt,  (C;^^H,yC0.2).2Ba  -f-  THgO, 
crystallizes  in  long,  slender,  elastic  needles,  Avhich  usually  unite 
in  fascicular  or  spherical  aggregates.- 

p-Phcnanthrenecarhoxylic  acid  Avas  prepared  by  Japp  from  the 
phenanthrenesulphonic  acid  Avhich  forms  a very  soluble  calcium 
salt  (p.  499).  It  crystallizes  from  acetic  acid  in  stellate  groups  of 
needles,  melts  at  150 — 152°,  and  sublimes  in  fern-like  aggregates 

1 Annalen,  170,  213. 

- Annalen,  196,  10  ; Journ.  Chem.  Soc.  1880,  1,  83. 
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of  plates.  On  heating  with  soda-lime  it  yields  carbon  dioxide  and 
phenanthrene,  and  it  is  oxidized  by  chromium  trioxide  to  phen- 
anthrenequinone.  The  larium  salt,  (Ci4Hg.C02)2Ba-l-6H20, 
erystallizes  in  long,  rectangular,  brittle  plates. 

PhenanthTenegriiinonecarloxylic  acid,  C44H702(COoH),  is  formed 
when  an  acetic  acid  solution  of  the  a-acid  is  treated  with 
chromium  trioxide.  It  resembles  jDhenanthrenequinone,  and 
like  this,  dissolves  in  sodium  bisulphite  solution,  but  is  dis- 
tinguished from  it  by  its  solubility  in  cold  sodium  carbonate 
solution. 


RETENE 
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2767  In  the  fossil  fir-wood  {Finns  uliginosa) } which  occurs  in 
■a  peat  bed  at  Redwitz  in  the  Fichtelgebirge,  Fikentscher  found 
a resinous  or  fatty  substance,  and  submitted  it  for  investigation 
to  Troniinsdorf.  The  latter  purified  it  by  recrystallization  from 
alcohol,  and  thus  obtained  it  in  delicate  white  plates,  the  analysis 
of  which  showed  that  it  was  a hydrocarbon  isomeric  with 
benzene.2  Krauss  found  the  same  composition  for  Schecrerite, 
which  likewise  occurs  in  the  fir  stems  of  the  lignite  beds  at 
Uznach  in  Switzerland.^  According  to  Steenstrup,  the  stems 
and  roots  of  the  firs  in  the  great  peat  moors  of  Denmark 
likewise  contain  solid  hydrocarbons,  one  of  which,  termed  by 
Forchhammer  Fhyllorctine,  as  it  crystallizes  in  slender  plates, 
has  the  greatest  resemblance  with  Scheererite,  and  appeared 
from  the  analysis  to  have  the  empirical  formula  C4H5  or 

In  1858  Knauss,  in  Archangel,  found  a new  hydrocarbon  in 
the  tar  formed  in  the  distillation  of  fir-wood  (see  Part  V. 
p.  464),  which  was  further  examined  by  Fehling^  and  Fritsche,® 
with  different  results.  The  latter  first  proposed  the  formula 
CigHig,  but  two  years  later  altered  it  to  the  correct  one,  C^gH^g, 
and  simultaneously  showed  that  the  above-mentioned  hydro- 
carbons obtained  from  fossil  fir  stems  were  identical  with  the 
compound  from  the  fir-wood  tar.  He  gave  to  it  the  name 
Retene,  inasmuch  as  it  is  probably  derived  from  the  resin 
(pgTivTj)  of  the  fir  either  by  a slow  mouldering  process  or  by  the 
action  of  a high  temperature.  Knauss  states  that,  in  Archangel, 
only  wood  rich  in  resin  is  employed  for  distillation,  which  is  a 
further  confirmation  of  the  above  supposition.  In  order  to 


A.  Schmidt,  Ber.  22,  t99. 
® Annalen,  106,  388. 

® Annalen,  41,  39. 


- Annalen,  28,  125. 

■*  Annalen,  21,  226. 

® Annalen,  109,  260. 
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ensure  the  wood  containing  large  quantities  of  resin,  the  tree 
is  continuously  deprived  of  its  bark  for  a number  of  yearsd 

Fritsche  jDroved  the  molecular  weight  of  retene  by  the 
analysis  of  its  compound  with  picric  acid,  this  being  the  first 
employment  of  the  method  not  only  for  that  purpose,  but  also 
for  the  recognition  and  separation  of  aromatic  hydrocarbons. 

Further  investigation  of  this  hydrocarbon  was  then  under- 
taken by  Wahlforss,  who  obtained  it  from  Finnish  wood-tar. 
By  its  oxidation  he  obtained  dioxyresistene,  CigHj402,  which  was 
derived  not  from  retene,  but  from  resistene,  this  hydro- 

carbon being  obtained  by  heating  the  dioxy-comiDOund  with 
zinc  dust.^ 

Ekstrand,  who  examined  retene  obtained  from  Swedish  tar, 
and  prepared  a number  of  its  substitution  products,  confirmed 
the  existence  of  dioxyresistene,  but  found  that  resistene  is  a 
mixture  of  retene  with  other  hydrocarbons  ; hence  he  concluded 
that  dioxyresistene  has  a more  complicated  constitution, 
especially  as  he  obtained  from  it,  by  the  action  of  baryta  and 
bromine,  substances  whose  formulae  did  not  stand  in  any  simple 
relation  to  tlie  formula 

Bamberger  and  Hooker,  however,  found  that  dioxyresistene 
is  in  reality  rctcneq^iinone , CjgHj^g02,  which  is  extremely  difficult 
to  burn,  and  thus  readily  gives  too  small  a quantity  of  carbon 
on  analysis.  When  heated  with  zinc  dust  or  hydriodic  acid  the 
([uiuone  is  reconverted  into  retene,  which  has  the  greatest 
resemblance  to  phenanthrene,  just  as  retenequinone  has  to 
phenanthrenecpiinone.  The  latter  on  boiling  with  caustic 
potasli,  yields  diphenyleneglycollic  acid,  whilst  the  former 
yields  retenegly collie  acid,  CjgH^g.C(0H)C02H,  which  on 
oxidation  yields  reteneketone,  C^gH^gZuCO.  This  behaves  in 
an  analogous  manner  to  diphenyleneketone,  inasmuch  as  on 
reduction  it  yields  retenefluorenyl  alcohol,  C^gHjg.CH.OH,  and 
i-etenefluorene,  CjgHjg.OHg. 

In  their  pliysical  properties  the  corresponding  compounds  in 
both  groiq)S  show  tlie  greatest  similarity  ; they  differ,  however, 
inasmuch  as  the  phenanthrene  derivatives  are  very  stable  and 
are  readily  ])repared,  whereas  the  formation  of  retene  and  its 
derivatives  depends  upon  the  exact  fulfilment  of  certain  con- 
ditions! on  account  of  their  instability  great  care  is  requiied 
in  tbeir  preparation. 

1 Pr.  Chew.  82,  321.  2 Jahresh.  1869,  501. 

3 Annalen,  185,  7f>. 
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The  constitution  of  retenequinone  has  been  determined  by 
Bambero-er  in  the  following  manner  : On  oxidation  with  alkaline 
potassium  permanganate  it  yields  a monobasic  ketonic  acid, 
C H O.  .CO,H,  which  on  further  oxidation  yields  the  diplieny- 
lenWetonedicarboxylic  acid  already  described  (p.  486),  the  silver 
salt  of  which  splits  up  on  heating  into  carbon 
diphenyleneketone.  The  ketone  carbonyl  group  is  undoubtedly 
formed  by  the  oxidation  of  the  quinone  group 

CehLs-OO 

hence  retenequinone  must  contain  the  group  I „ 

o’ 

C H CO 

1^  ^1  , with  which  four  carbon  atoms  and  ten  hydrogen  atoms 

C H CO 

are  llso  combined.  It  is  very  improbable  that  these  form  a 
closed  chain  in  combination  with  the  diphenyl  residue,  but  they 
are  probably  present  in  the  form  of  two  alkyl-groups,  which 
would  readily  explain  the  formation  of  the  dicarboxylic  acid. 
The  only  possible  alternatives  in  that  case  are  that  the  com- 
pound contains  two  ethyl  groups  or  a methyl  and  propyl 
group.  This  question  is  decided  by  the  formation  of  the  acid, 
C H O.y.CO  H,  which  as  it  is  a ketonic  acid  must  contain  both 
the  carbonyl  and  carboxyl  groups.  The  latter  can  only  be 
obtained  by  the  oxidation  of  a methyl  group,  and  hence  retene- 
quinone must  be  a methylpropylphenanthrenequmone  : 


C^H^.CO 


The  acid  obtained  by  the  oxidation  of  this  compound  contains 
o atoms  of  oxygen,  whicli  is  readily  understood  if  the  C3H-  is 
an  isopropyl  group,  as  the  latter  on  oxidation  in  alkaline  solution 
is  readily  converted  into  hydroxyisopropyl ; the  acid  is  there- 
fore hydroxyisopropyldiphenyleneketonedicarboxylic  acid  (see 
below).  As  the  diphenyleneketonedicarboxylic  acid  splits  up 
on  heating  into  carbon  dioxide  and  a diphenyleneketonemono- 
carboxylic  acid,  and  does  not  form  an  anhydride,  the  two  side 
chains  can  scarcely  occupy  the  ortho-position  to  one  another. 
One  of  them,  however,  probably  occupies  the  ortho-position  to 
the  ketone-carbonyl  group,  as  on  fusion  with  potash  the  ketone- 
VOL.  III. — PART  VI.  L L 
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dicarboxylic  acid  is  converted  into  a tricarboxylic  acid  which 
yields  an  anhydride. 

The  constitution  of  retene  and  of  its  quinone  and  ketone  may 
be  represented,  therefore,  by  the  following  formulae : ^ 


It  is  especially  noteworthy  that  retene  contains  the  same  side- 
chains  as  oil  of  turpentine.  Whether  these  also  occupy  the 
para-position  to  one  another  in  the  manner  shown  above  has 
not  yet  been  proved,  although,  as  this  combination  is  so  frequent 
in  compounds  obtained  from  firs  and  pines,  it  is  very  jirobably 
the  case.  Against  this  view  is  the  fact  that  the  diphenylene- 
ketonecarboxylic  acid  is  not,  as  would  be  expected  if  the  above 
view  is  correct,  identical  with  either  the  ortho-  or  meta-acid. 

Hetene  or  Methylisopro2')yl2^hcnant]ii  •CTW.CuHgCCHjjCsH;.  When 
hi -wood  tar  is  subjected  to  distillation  a thick  oil  passes  over 
towards  the  end  of  the  ojoeration,  which  solidifies  to  a granular 
mass  on  cooling.  This  is  employed  for  greasing  purposes 
under  the  name  tar-tallow,  and  consists  almost  solely  of  retene, 
which  may  be  obtained  pure  by  subjecting  the  mass  to  strong 
pressure,  thus  removing  adhering  oil,  and  recrystallizing  the 
residue  from  boiling  alcohol.^ 

Retene  is  also  obtained  in  large  (piantity,  togetlier  with 
sulphuretted  hydrogen,  by  distilling  pine-wood  resin  or  colo- 
phony, and  heating  the  ‘‘resin  oil”  thus  obtained  witli  sulphur 
(Kelbe)  ; it  may  be  obtained  in  this  manner  on  the  large  scale.-"^ 
It  crystallizes  in  mica-like  plates,  or  very  lustrous  white  nacreous 
tablets,  and  melts  at  98’5  to  a liquid  having  a slight  violet 
fluorescence.  It  boils  at  390°,'*  but  sublimes  far  below  this 
temperature  in  microscopic  scales;  its  vapour  has  the  sp.  gr.  8'28.5 

^ Bamberger  and  Hooker,  Annalen,  229,  102. 

Ekstrand,  Annalen,  185,  75  ; Bamberger  and  Hooker,  Annalen,  229,  115. 

3 Chem.  Fabr.  Rheinau.  Germ.  Patent,  15  September,  1887. 

4 Berthelot,  Bull.  Roc.  Chim.  8,  389.  s Kneclit,  Ber.  10,  2073. 


FICHTELrrE 


515 


100  parts  of  !)5  per  cent,  alcohol  dissolve  3 parts  of  reteue  at 
tlie  ordinary  temperature,  and  09  parts  at  the  boihng-pomt ; 
the  hydrocarbon  also  dissolves  readily  in  ether,  carbon  disu  - 
phide,  light  petroleum,  and  boiling  acetic  acid,  and  crystallizes 

out  for  tlie  most  part  on  cooling.  _ . 

Retene  may  be  distilled  over  lead  oxide  without  undergoing 

alteration  ; it  yields  resinous  products  with  nitric  acid,  and  is 
not  attacked  by  potassium  permanganate  in  alkaline  or  neutral 
solution,  but  is  completely  oxidized  in  acetic  acid  solution.  Un 
warming  with  dilute  sulphuric  acid  and  potassium  dichromate  it 
yields  retenequinone,  phthalic  acid,  and  acetic  acid. 

Retene  pierie  acid,  C.sH.s  + C,H3(N0,)30,  is  fonned  by 
dissolving  retene  and  an  excess  of  picric  acid  m alcohol,  and 
crystallizes  out  on  cooling  in  pure  yellow  or  orange-yellow 
lustrous  needles,  which  melt  at  123-124°,  and  are  decomposed 
by  alkalis  and  even  by  water  and  alcohol.  ^ 

benzene  the  compound  CigH^g  + -f  CgHg^JN  O.J3U 

crystallizes  out,  and  becomes  opacpie  in  the  air  owing  to  the  loss 
of  benzene.  If  retene  and  dinitroanthraquinone  (which  was  also 
employed  by  Fritsche  for  detecting  hydrocarbons)  be  dissolved 
in  acetic  acid,  a compound  crystallizing  in  deep  orange-coloured 
needles  is  formed  with  difficulty  (Ek strand).  ^ 

Tetmhydroretene,  CigHg,,  is  prepared  by  acting  with  sodmm  on 
a boiling  amyl  alcoholic  solution  of  retene,  and  is  a yellowish  oily 
liquid,  which  boils  at  280°  under  50  mm.  pressure,  and  gradually 
solidiLs  in  the  air  owing  to  the  re-formation  of  retene.^ 
Towards  bromine  it  behaves  as  a partially  reduced  compound.^ 
Dodecahydroretene,  is  formed  when  4 parts  of  retene 

are  heated  with  5 parts  of  phosphorus  and  20—24  parts  of 
hydriodic  acid  of  sp.  gr.  F7,  for  12—16  hours  at  250—260°, 
and  is  a bluish  fluorescent  liquid,  boiling  at  336°.=^ 

The  hydrides  also  probably  occur  in  pine-Avood  tar  and  in 
“ resin  oil,”  as  these  yield  large  quantities  of  retene  on  heating 
with  sulphur.  Moreover  the  pitch  from  pine-wood  tar  yields 
such  hydrides  on  distillation,  for  the  distillate  which  passes 
over  above  360°  as  a thick  yellowish  oil  Avith  a ^ faint  blue 
fluorescence  yields  retene  on  exposuie  to  the  aii. 

Fichtelite,C^fis2’"^ysiS  discovered  by  Fikentscher  at  the  same  time 
as  retene  Avith  Avhich  it  usually  occuis  , it  has  also  been  found 


^ Bamberger  and  Lodter,  Ber.  20,  3073.  “ Ber.  21,  836. 

3 Liebermaiin  and  Spiegel,  Ber.  22,  779.  * Boyen,  Chem.  Zeii.  1889,  870. 
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ill  the  peat  moors  at  Fraiizeiishad,^  and  at  Kolbermoor  near 
Rosenheim  in  Upper  Bavaria,^  wliilst  Mallet  observed  its 
[iresence  in  the  stem  of  the  American  pine  {Fimis  australis), 
which  yields  the  greater  portion  of  the  American  oil  of 
tnrj)entine.^ 

It  was  first  analysed  by  Bromeis‘‘  and  Clark  C the  latter  also  ex- 
amined the  action  of  chlorine  upon  it,  and  suggested  the  formula 
^*40^70’  whilst  Mallet  regarded  it  as  a sesquiterj^ene, 
and  Hell  concluded  that  it  was  either  a dihydrosesquiterpene, 
^A5^2(!’  ^ tetrahydrosequiterpene,  Cj^H^g ; the  analyses, 

however,  agreed  better  with  the  intermediate  comjDosition, 
which  made  it  appear  possible  that  the  correct  formula  was 
^^30^54-^  was  finally  recognized  by  Bamberger  and  Strasser 
as  inrliydroreUncJ  and  appears  to  be  formed  by  the  further 
heating  of  dodecahydroretene  with  phosphorus  and  hydriodic 
acid,^ 

Fichtelite  crystallizes  from  a mixture  of  alcohol  and  ether  in 
long  monosymmetric  prisms,  and  separates  in  still  finer  crystals 
from  light  petroleum.  It  melts  at  46°,  boils  at  855°  under  719 
mm.  pressure,  yielding  a vapour  of  sp.  gr.  8‘7.  It  is  unaltered 
after  boiling  for  days  with  potassium  dichromate  and  dilute 
sulphuric  acid  or  potassium  permanganate,  and  is  not  attacked 
by  lead  oxide  below  a red  heat.  It  appears  to  be  completely 
oxidized  by  chromium  trioxide  in  acetic  acid  solution,  and  forms 
large  quantities  of  oxalic  acid  on  boiling  with  nitric  acid.  On 
lieating  with  iodine  it  yields  dodecahydroretene  and  hydriodic 
acid. 

Dihromoretcne,  O^gH^gBrg,  is  formed  by  gradually  adding  two 
molecules  of  bromine  to  a molecule  of  retene  suspended  in  water, 
and  gently  warming  till  no  more  hydi-ogen  bromide  is  evolved  ; 
tlie  product  is  then  treated  with  alcohol  and  dilute  caustic 
))otash,  digested  with  alcoholic  potash,  and  washed  successively 
witli  water,  alcohol,  and  ether.  It  is  thus  obtained  as  a white 
cry.stalline  powder,  which  crystallizes  from  carbon  disulphide 
01-  liot  light  petroleum  in  lustrous  tablets,  melting  at  180°. 
Odie  yield  is  small  owing  to  the  formation  of  by-products. 

Tdrahromoretene,  O^gH^^Biq,  is  obtained  by  heating  retene 
with  bromine  on  the  water-bath  till  the  excess  of  the  latter  has 

' l5aiiilioi'f(or,  J’,cr.  22,  035. 

Annalen,  103,  236. 

® Sin'errel,  Her.  22,  3369. 


' rinifliii,  Jfandh.  Orrj.  Chem.  4,  2191. 

•'*  Ber.  5,  817.  Annalen,  37,  304. 

'■  22,  498.  7 jjer.  22,  3361. 
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disappeared.  It  crystallizes  from  boiling  benzene  or  carbon 
disulphide  in  hat  prisms,  and  melts  at  210  212  . 

lletenedisulplumic  acid,  + 10H,O,  is  prepared 

by  gradually  adding  finely  divided  retene  to  a mixture  ol  ecjua 
volumes  of  fuming  and  concentrated  sulphuric  acid  as  long  as  it 
continues  to  dissolve.  After  two  or  three  weeks  a hair-like 
mass  of  slender  needles  is  obtained,  these  having  the  composition 
+ 5H,SO,  (Fritsche  and  Ekstrand).  This  is 
converted  into  the  barium  or  lead  salt,  which  are  reconverted 
into  the  acid  by  the  action  of  sulphuric  acid  and  hydrogen  sul- 
phide respectively.  The  concentrated  solution  yields  a magma 
of  slender  needles,  which  are  very  soluble  in  alcohol  and  ethei , 
and  crystallize  from  acetic  acid  on  evaporation  in  well-developed 
prisms  or  stellate  aggregates  ot  needles.  On  addition  ol 
sulphuric  acid  to  its  solution  the  above  double  compound  again 
separates  out. 

Ekstrand  also  prepared  a number  ot  its  salts,  which  are 
insoluble  in  alcohol,  somewhat  soluble  in  cold,  and  readily  in  hot 
Avater. 

EctencdisiUphochlu^dde,  CjgHjg(SO<2Cl)2,  crystallizes  from  acetic 
acid  in  stellate  aggregates  of  small  hard  prisms,  melts  at  175  , 
and  is  only  decomposed  by  water  at  100°. 

EctcnctrimlpJionic  acid,  C\8H;^5(S03H)3,  is  obtained  by  warming 
retene  with  fuming  sulphuric  acid,  and  crystallizes  in  small 
readily  soluble  prisms.  Its  Ictrium  salt,  [C^8^i5(^^3)3]-2^‘^3 
-1-18H.,0,  forms  hair-like  needles  or  long  prisms. 

2768  lictencquinone,  CjgHjgO.,,  can  only  be  obtained  in 
c[uantity  by  careful  adherence  to  certain  conditions.  According 
to  Bamberger  and  Hooker  the  most  suitable  method  is  the 
followino’ ; lOarams  of  chromium  trioxide  are  dissolved  in  100  cc. 
of  acetic  acid,  and  carefully  added  through  a reflux  condenser  to 
a hike-warm  solution  of  10  grams  of  retene  in  85  cc.  of  acetic 
acid,  the  reaction  proceeding  quietly  without  evolution'  of  carbon 
dioxide ; the  solution  is  then  boiled  until  if  has  a pure  green 
colour  and  the  gas  evolution  has  ceased.  On  cooling,  retene- 
quinone  is  obtained  as  a mass  of  long  orange-red  prisms,  haAung 
a metallic  lustre,  which  are  washed  with  (SO  per  cent,  alcohol. 
The  quinone  remaining  in  the  mother  liipior  is  obtained  by 
partially  distilling  off  the  acetic  acid,  recrystallizing  from 
alcohol,  and  treating  Avith  sodium  carbonate  solution  and  ether 
to  remove  acids  and  resinous  products.  About  00  per  cent,  of 
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crude  cjuinoiie  is  thus  obtained,  from  wliicli  55  grams  of  the 
pure  compound  may  be  prepared. 

Hetenequinone  melts  at  197 — 197‘''5,  and  may  be  partially 
sublimed  by  careful  heating.  10,000  parts  of  83  per  cent, 
alcohol  only  dissolve  1 — 2 parts  at  the  ordinary  temperature, 
whilst  1,000  parts  of  95  per  cent,  alcohol  dissolve  1 — 5 pai’ts  at 
0°'5,  and  22 — 23  parts  at  the  boiling-point.^  It  dissolves  readily 
in  boiling  carbon  disulphide,  and  crystallizes  out  on  cooling  in 
woolly  needles,  and  is  soluble  in  hot  aniline,  separating  out  on 
addition  of  ^ vol.  of  alcohol  in  reddish-yellow  satiny  plates. 

Sulphuric  acid  dissolves  retenecpunone  with  a green  colour. 
On  addition  of  a drop  of  aqueous  potash  to  its  alcoholic  solution 
and  warming,  a fine  bordeaux-red  colouration  is  obtained,  which 
disappears  on  shaking ; after  a few  seconds,  or  still  better  on 
warming,  the  colour  reappears  and  again  disappears  on  shaking ; 
this  can  be  rejDeated  several  times,  the  colour  becoming 
continuously  fainter,  until  at  last  it  disappears  altogether.  By 
means  of  this  reaction,  which  is  characteristic  of  o-diketones,^ 
traces  of  the  quinone  may  be  readily  detected. 

That  it  is  in  reality  an  c-diketone  is  proved  by  the  fact  that 
it  combines  directly  with  c-diamidobenzene  with  elimination  of 
water,  forming  retenequinoxaline,  which  will  be  described  in  a 
later  volume. 

Dihromoretenequinone,  C^gH^^Br^Og,  is  obtained  by  adding  a 
slight  excess  of  bromine  to  the  quinone,  stirring  well  during  the 
operation.  It  crystallizes  in  pale  orange-red  prisms,  melts  at 
250 — 252°,  is  sparingly  soluble  in  alcohol  and  acetic  acid, 
readily  in  chloroform.  Towards  alcoholic  potash  it  behaves  in 
a similar  manner  to  the  quinone. 


a chloroform  solution  of  the  (juinone  to  remain  with  alcoliolic 
ammonia  for  several  days,  and  crystallizes  on  eva2)orating  the 
solution  in  golden  yellow  slender  ijrisms,  having  a vitreous 
lustre.  It  melts  at  109 — 111°,  and  on  remaining  in  moist 
air,  or  on  treatment  with  dilute  acids  or  alkalis  is  resolved 
into  retenequinone  and  ammonia. 


lleteiieqibinonimiclc, 


is  prepared  by  allowing 


: NH 


CO 


Jldenejquinonuxi'iiie,  | 


is  formed  by  heating 


Cz=N.OH, 


Ek.straml,  Annalen,  185,  75. 


- Bamberger,  Bcr.  18,  865,  1932. 
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an  alcoholic  solution  of  1 mol.  of  tlie  quinone  with  an  aqueous 
solution  of  2 mols.  of  hydroxylamine  hydrochloride,  and  the 
equivalent  quantity  of  sodium  carbonate  for  1—2  days  at  30—40  . 
It  crystallizes  from  alcohol  in  golden  yellow  needles  or  plates, 
melts  at  128°-5,  and  though  scarcely  attacked  by  aqueous  hydro- 
chloric acid,  is  readily  decomposed  by  the  alcoholic  solution. 

Like  other  o-quinonoximes  it  gives  beautifully  coloured  lakes 
with  salts  of  iron,  nickel,  and  cobalt ; it  colours  iron  moidants 
green,  but  not  so  strongly  as  phenanthrenequinone,  jjrobably 

because  it  is  insoluble  in  water.^ 

When  retenequinone  is  boiled  with  a hydrazinesulphomc 
acid  of  phenyl,  naphthyl,  &c.,  a red  solution  is  obtained,  from 
which  the  colouring  matter  separates  on  neutralization  and 
addition  of  sodium  chloride.  The  azo-colours  thus  obtained 
dye  wool  with  an  orange  to  blood-red  colour."' 

FiCtenequinol,  To  prepare  this  compound,  O'o 

gram  retene  is  dissolved  in  60  cc.  of  alcohol,  mixed  with  a 
saturated  aqueous  solution  of  sulphur  dioxide,  warmed  for 
several  hours  in  a sealed  tube  at  60—70°,  then  filtered  into  a 
vessel  containing  no  air,  and  water  free  from  air  added  ; after 
some  hours  retenequinol  separates  in  silver-white  satiny  tablets. 
These  readily  pass  on  warming  or  remaining  in  the  air,  espe- 
cially if  moist,  into  the  quinone,  which  is  thus  obtained  in  flat 
tablets,  which  are  really  pseudomorphs.  If  the  quinol  be  placed 
under  water  so  that  the  air  only  comes  in  contact  with  it  slowly, 
the  tobacco-brown  quinhydronc  is  formed  ; the  'potassium  salt 
of  the  latter  is  also  formed  when  the  quinone  is  boiled  with  zinc 
dust  and  dilute  potash,  the  solution  filtered  into  boiling  caustic 
potash,  and  the  whole  boiled  in  the  air.  It  forms  a voluminous 
green  precipitate,  which  may  be  washed  with  hot  water,  and 
then  only  undergoes  a surface  oxidation  in  the  air. 

Rctencclicarhoxylic  acid,  Ci(.Hi(.(C02H).2,  is  formed  by  boiling 
the  alcoholic  solution  of  the  quinone  with  sodium  amalgam,  the 
da,rk  red  colour  changing  to  brown.  The  alcohol  is  evaporated 
off,  the  residue  taken  up  with  water,  filtered  from  undissolved 
resinous  matter,  cooled  in  a freezing  mixture,  and  treated  with 
• hydrochloric  acid.  It  is  thus  obtained  as  a white  granular 
precipitate,  which  forms  a brown  sticky  resin  on  exposure  to  the 
air.  If  it  be  dissolved  in  ammonia  and  shaken  with  ether,  a 

^ Kostanecki,  Neues  Handivortcrbuch,  5,  1210. 

- &C.S’.  Ckcm.  Ind.  llhcinmo,  Chcm.  Zeit.  1889,  565  ; Scliultz,  StcinJcohUvtJieer, 

2,  Ho-5. 
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slightly  yellow  solution  of  the  ammonium  salt  is  obtained,  which 
with  silver  nitrate  gives  a precipitate  of  the  silver  salt, 
(COoAg)^,  a heavy  white  compound,  which  is  very  susceptible  to 
light.  The  harium  salt  is  a heavy  crystalline,  sparingly 
soluble  precipitate. 

Retcneglycollic  acid,  Ci(.Hi,.C(OH).COOH.  To  prepare  this 
acid  the  quinone  is  dissolved  in  sulphuric  acid,  and  the  green 
solution  poured  into  cold  water  with  constant  stirring,  which 
precipitates  the  quinone  in  amoiq3hous  flakes.  After  washing, 
these  are  added  to  boiling  caustic  soda  solution  of  16  per  cent, 
.strength  : 


C„H,.CO 


ch:><^«h,.co 


+ NaOH 


GeH,, 

CH 


OH 

COONa. 


After  a (piarter  of  an  hour  the  quinone  has  gone  into  solution 
with  separation  of  a green  resin  ; the  solution  is  first  neutral- 
ized with  hydrochloric  acid,  and  tlien  treated  witli  an  excess  of 
tlie  latter  in  a freezing  mixture.  Reteneglycollic  acid  is  thus 
obtained  as  a granular  crystalline  product,  which  <piickly 
becomes  sticky  and  discoloured  in  the  air.  The  silver  salt 
is  a flocculent  precipitate,  very  susceptible  to  light ; the  charac- 
teristic cojypcr  salt  is  a pale  green  ]jrecipitate,  almost  white  in 
thin  layers,  and  somewhat  soluble  in  boiling  water.  The  yield 
of  reteneglycollic  acid  amounts  only  to  about  6 per  cent,  of  tlie 
<[uinone. 

Rctcnejiuorcnc,  is  obtained  by  distilling  reteneketone 

with  zinc  dust,  or  heating  it  with  liydriodic  acid  and  phos- 
phorus at  150  ; it  crystallizes  from  alcohol  in  .silver-white 
nacreous  plates,  melts  at  96‘5 — 97°,  and  yields  a vapour  having 
the  sp.  gr.  7'78.  On  addition  of  chromium  trioxide  to  its  acetic 
acid  solution,  no  (piinone  is  formed,  but  the  hydrocarbon  is 
almost  completely  oxidized.  It  unites  with  picric  acid,  forming 
a compound  crystallizing  in  orange-red  lustrous  needles  ; these 
are,  however,  too  unstable  for  analysis. 

Dinitrorctcncfluorcne,  C\7Hj(j(NO.^)2,  is  formed  by  adding  • 
nitric  acid  to  a hot  acetic  acid  solution  of  retenefluorene,  and 
crystallizes  in  straw-yellow  matted  needles,  which  are  sjDaringly 
soluble  in  alcohol. 

Rctcncjiuorcnyl  alcohol,  O^gHj^. : CH.OH,  is  obtained  by  the 
action  of  sodium  amalgam,  or  of  zinc  and  hydrochloric  acid,  on 
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an  alcoholic  solution  of  reteneketone,  and  crystallizes  on  evapo- 
rating the  alcoholic  solution  in  long  white  silky  needles,  melting 

acetate,  : CH.O.CO.CH3,  is  prepared  by 

boilino-  the  alcohol  for  a short  time  with  acetic  anhydride  am 
sodium  acetate,  and  forms  slender  white  silky  needles,  melting 

at  70— 71°.  . 

Bdeneketone,  is  obtained  by  acting  with  dilute 

sulphuric  acid  and  potassium  dichromate  on  copper  reteneg  y- 
collate  ; 

CoH.v  /OH 

P H I + O - 

\cooh 

C H 

n u \“  + CO,  + H,0, 


It  is  also  formed  Avhen  retenequinone  is  heated  Avith  caustic 
baryta,  and  in  large  quantity  by  distilling  the  former  over  lead 
oxide  : 


.CO 


1 


^CO 


+ PbO  = CigH.e : CO  -k  CO,  -[-  Pb. 


Reteneketone  crystallizes  from  alcohol  in  Hat  rhombic  siilphur- 
yelloAV  tablets  Avith  a vitreous  lustre,  Avhich  melt  at  90°,  and  shoAV 
a golden-yelloAV  and  greenish-yelloAv  pleochroism. 

Hydroo^yisoiiropyldii^hcnylcnekctonecarhoxylic  acid  is  formed 
together  Avith  reteneketone  by  boiling  amorphous  retenequinone 
Avith  alkaline  potassium  permanganate  : 


(!H„ 


CH, 

CH, 


>CH^ 


C,H,CO 


>C,H,CO 


-t-  .50  = 


COOH 


\ 


>CO  -k  CO,  -k  H.,0. 


>C,H,y 


It  crystallizes  from  alcohol  in  lustrous  golden -yelloAv  plates, 
Avhich  become  red  on  heating,  and  melt  at  190°.  Further 
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oxidation  converts  it  into  diphenyleneketonedicarboxylic  acid 
(p.  486),  The  harium  salt,  (Cj^Hj30j2Ba  + 2H2O,  forms 
rosette-shaped  aggregates  of  golden  needles.  The  oxime, 
HO.N  : C:  C j2Hg(C3Hy. OH) COgH,  is  formed  hy  adding  hydroxyl- 
amine  hydrochloride  to  a solution  of  the  ammonium  salt  and 
warming  for  several  hours  ; it  is  sparingly  soluble  in  boiling 
alcohol,  from  which  it  crystallizes  in  straw-yellow  fern-like 
aggregates  of  needles,  which  remain  unaltered  at  270°. 

Tectoquinone,  C^gH^gOg,  is  isomeric  with  retenequinone,  and  is 
found  in  teak  wood  {Tectona  grandis)  and  in  the  tar  obtained  by 
its  distillation.  It  crystallizes  from  alcohol  in  oblique  amber 
yellow  prisms,  melts  at  l7l°,  and  sublimes  slowly  even  at  the 
ordinary  temperature  in  rhombic  tablets.  It  dissolves  in  sulphuric 
acid  with  a yellow  colour,  and  is  reprecipitated  by  water.  When 
heated  with  absolute  alcohol  and  caustic  potash  it  yields  a 
crimson  solution,  which  on  addition  of  water  becomes  first  green 
and  then  yellow  with  separation  of  the  quinone.  Bromine 
converts  it  at  100 — 140°  into  dih'omotectoquinone,  which 
crystallizes  in  thin  orange-yellow  needles,  and  melts  at  105°.^ 


^ Romanis,  Journ.  Chem.  Soc.  1887,  I.  868  ; Froc.  Chan.  Soc.  1889,  H6 
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2769  Fluoranthene,  is  found  in  coal-tar,^  and  is  fdso 

identical  with  idryl,oiiQo{  the  constituents  of  “stuppfett”  (p.357).- 
It  is  prepared  from  the  fractions  of  coal-tar  boiling  higher  than 
anthracene,  and  soluble  in  benzene,  which  consist  mainly  of 
pyrene  and  fluoranthene,  together  with  small  quantities  of 
phenanthrene  and  other  hydrocarbons.  To  separate  the  other 
hydrocarbons  the  mixture  is  fractionated  under  60mm.  pressure, 
fluoranthene  boiling  then  at  250 — 251°,  and  pyrene  at  260  . The 
fraction,  240—250°,  is  dissolved  in  alcohol  and  mixed  with  a 
similar  solution  of  picric  acid.  The  fluoranthene  picric  acid  is 
then  separated  by  repeated  crystallization  from  the  less  soluble 
pyrene  compound,  and  converted  into  the  hydrocarbon  by  the 
action  of  ammonia. 

Fluoranthene  is  sparingly  soluble  in  cold,  readily  in  hot 
alcohol,  in  ether  and  acetic  acid,  and  crystallizes  from  a con- 
centrated alcoholic  solution  in  long  slender  needles,  and  from  a 
dilute  solution  in  lustrous  monosymmetric  tablets,  which  melt 
at  109°  and  dissolve  in  warm  concentrated  sulphuric  acid  with  a 
blue  colour.  Its  vapour  has  the  sp.  gr.  6’637. 

On  oxidation  it  is  converted  into  fluoranthenequmone  and 
7/i-diphenyleneketonecarboxylic  acid  (p.  482) ; the  latter  on  fusion 
with  potash  yields  isodiphenic  acid,  and  on  distilling  with  zinc 
dust  is  reduced  to  fluorene,  whilst  when  heated  with  lime  it 
yields  diphenyleneketone.  Hence  fluoranthene  stands  to  fluorene 
in  the  same  relation  as  phenanthrene  to  diphenyl,  for  which 
reason  it  received  the  above  name  ; its  constitution  is  represented 
by  the  formula : 


^ Fittig  and  Gebliard,  Ber.  10,  2141  ; Annalen,  193,  142. 
“ Goldschmiedt,  Bcr.  10,  2022. 
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CH 
CH 

Fkioranthene  ^ncric  acid,  + CgH3(N02)30,  crystallizes 

in  pale  reddish-yellow  lustrous  needles,  melts  at  182 — 183°,  is 
sparingly  soluble  in  cold  alcohol,  and  decomposes  on  boiling 
with  water. 

Dihydrofliiorcinthcnc , is  formed  when  Huoranthene  is 

heated  with  phosphorus  and  hydriodic  acid  at  180°,  or  when  its 
alkaline  solution  is  treated  for  a long  time  with  sodium  amalgam. 
It  crystallizes  from  alcohol  in  beautiful  needles,  melts  at  76°, 
and  yields  with  picric  acid  a sparingly  soluble  compound,  which 
crystallizes  in  yellow  or  red  needles,  and  melts  at  186°. 

Ociohydroji'uorcinthcnc,  C^gH^g,  is  obtained  by  heating  the 
hydrocarbon  with  phosphorus  and  hydriodic  acid  at  250° ; it  is 
a liquid  boiling  at  311°,  and  combines  with  picric  acid,  forming 
a red  crystalline  compound,  which  is  easily  soluble  and  very 
unstable.^ 

Tricldoroji'aorantlicne,  C^gH^Clg,  was  obtained  by  Goldschmiedt 
by  acting  on  a cldoroform  solution  of  6 uoranthene  with  chlorine 
gas.  It  forms  small  white  needles,  which  do  not  melt  at  300°, 
are  almost  insoluble  in  ether,  very  sparingly  soluble  in  alcohol, 
and  somewhat  more  readily  in  benzene. 

Dihromofiuoranihcnc , C^gHgBr^,  is  formed  by  adding  bromine 
to  a solution  of  fluoranthene  in  carbon  disulphide,  and  crystallizes 
in  yellowish-green  lustrous  needles,  which  melt  at  204 — 205°, 
and  are  very  sparingly  soluble  in  alcoliol  and  ether  (Fittig  and 
Gebhard). 

Trihromofiuorantlicne,  C^gHvEig,  was  prepared  by  Goldschmiedt 
together  with  the  foregoing  compound  by  the  action  of  bromine 
on  an  acetic  acid  solution  of  the  hydrocarbon.  It  forms  soft 
needles,  which  do  not  melt  at  345°,  and  are  hardly  dissolved  by 
any  of  the  usual  solvents. 

Trinitrofiuorantlmic,  C'j^gH^(N02)3,  is  formed  by  the  action  of 
fuming  nitric  acid  on  the  hydrocarbon,  and  crystallizes  from 
hot  nitric  acid  in  lustrous  yellow  needles,  which  do  not  melt  at 


f loldsclmiicdt,  M(mnf,sh:  1.  221. 
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300°,  and  are  also  very  sparingly  soluble  in  the  common  solvents 
(Fittig  and  Gebhard). 

FluorantlicnccJimlflionic  acid,  C\5Hy(S03H).2,  is  prepared  by 
warming  fluoranthene  with  concentrated  sulphuric  acid,  and  is 
a brownish -yellow  syrup  which  undergoes  decomposition  at  100°. 
The  Imrmm  salt,  2Ci5H8(S03)2Ba  + 5H2O,  is  very  soluble  in 
water,  and  separates  on  evaporation  in  crystalline  crusts  (Gold- 
schmiedt). 

Fluor antliencqiiinonc , C^gHgOg.  Goldschmiedt  obtained  this 
compound  by  mixing  acetic  acid  solutions  of  fluoranthene  and 
chromium  trioxide,’  whilst  Fittig  and  Gebhard  found  that  in 
this  case  and  also  if  dilute  sulphuric  acid  and  potassium 
dichromate  are  employed,  m-dii3henyleneketonecarboxylic  acid 
is  the  chief  product ; this  may  be  removed  by  treatment  Avith 
sodium  carbonate  solution,  and  the  residue  on  recrystallizing 
from  alcohol  yields  the  compound  of  fluoranthenequinone  and 
fluoranthene  described  beloAV.  The  former  may  be  dissolved  out 
by  a solution  of  sodium  bisulphite,  and  the  extract  acidified  Avith 
hydrochloric  acid  ; the  corresponding  quinol  is  first  formed,  but 
quickly  oxidizes,  reforming  the  quin  one  (Fittig  and  Liepmann). 

Fluoranthenequinone  crystallizes  from  alcohol  in  small  red 
needles,  melting  at  188°,  and  combines  A\dth  fluoranthene  to 
form  the  compound,  C^gHgOg  + 2CigHjo,  Avhich  separates  from 
alcohol  in  very  lustrous  ruby-red  flat  needles,  and  melts  at  102.° 
If  the  quinone  be  heated  Avith  soda-lime  diphenyl  is  formed, 
Avhereas  it  is  completely  oxidized  by  boiling  Avith  dilute  sulphuric 
acid  and  potassium  dichromate  ; hence,  in  the  oxidation  of 
fluoranthene,  the  formation  of  the  quinone  does  not  |)recede 
that  of  diphenyleneketonedicarboxylic  acid,  but  both  are  formed 
simultaneously. 

Fluoranthenecarhoxylic  acid.,  CjgHg.COgH,  Avas  obtained  by 
Goldschmiedt  in  place  of  the  dicarboxylic  acid,  by  heating 
potassium  fluoranthenedisulphonate  Avith  potassium  C3^anide, 
and  fusing  the  distillate  Avith  caustic  potash.  It  ciystallizes 
from  hot  alcohol  in  yelloAvish-Avhite  flakes,  melts  at  165°,  and  on 
heating  Avith  lime  yields  carbon  dioxide  and  fluoranthene.^ 


^ Bcr.  10,  2022. 


^ Monatsh.  1,  221. 
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2770  ^-Fhenylnaplitlicdene,  CjQH^.CgHg,  is  formed  together 
with  diphen}d  and  ;8-dinaphthyl  when  the  vapour  of  equal  parts 
of  bromobenzene  and  naphthalene  is  passed  through  a red-hot 
tube  filled  with  pumice  stoned  It  is  also  obtained  by  mixing 
80  grams  of  sulphuric  acid  with  34  grams  of  water,  and  pouring 
at  once  into  a solution  of  5 grams  of  styrolene  alcohol  in  10 
grams  of  water  : 


OH  OH 


EH  —OH, 

CcH/  - c,h. 


EH=CH 


C,H,< 


-h  4H„0. 


CH—C.CcHg 


OH  OH 


Tlie  mixture  is  boiled,  well  shaken  for  a few  minutes,  and  then 
poured  into  wateiA  phenylacetaldehyde  beings  formed  as  an 
intermediate  product  in  the  reaction.  It  may  also  be  prepared 
by  lieating  a-phenyllactic  acid  with  dilute  sulphuric  acid  at  200°.^ 

^-Plienylnaphthalene  crystallizes  from  alcohol  in  lustrous 
plates  with  a bluish  fluorescence,  melts  at  101 — 101’5°,  and 
boils  at  345 — 346°.  Its  vapour,  the  odour  of  whicli  resembles 
that  of  oranges,  has  the  sp.  gr.  71.  It  is  oxidized  by  sulidiuric 
acid  and  potassium  dichromate  to  benzoic  acid,  whilst  potassium 
permanganate  yields  in  addition  some  phtlialic  acid  (Zincke 
and  Breuer). 

^ W.  Smitli,  Ber.  12,  2049  ; Broc.  Chcni.  Soc.  1889,  70  ; Smith  and  Takamatsu, 
JonriK  (Jlmn.  Hoc.  1881,  I.  546. 

- Zincke  and  lireuer,  Annalcn,  226,  23  ; Zincke,  Annalen,  240,  137. 

Erlenmeyer,  Bcr.  13,  305  ; Miller  and  Rohde,  Bcr.  23,  1078. 
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^.Phenyl-a-napMhoqnm^^^  is  prepared  by 

adding  a solution  of  8 parts  of  cliromium  trioxide  in  10  parts 
of  acetic  acid  to  a solution  of  1 part  ot  phenylnaplithalene  in 
10  parts  of  warm  acetic  acid,  and  after  the  first  violence  of  the 
reaction  is  over,  boiling  till  the  oxidation  is  complete.  To 
purify  the  product  it  must  be  recrystallized  from  alcohol,  with- 
out exposure  to  daylight. 

Phenylnaphthoquinone  crystallizes  in  lustrous  golden-yellow 
needles,  melts  at  109—110°,  and  is  fairly  soluble  in  alcohol, 
ether  and  benzene,  more  sparingly  in  light  petroleum.  In  the 
dry  condition  it  is  stable  towards  light,  but  in  solution  it  is 
converted  into  two  polymeric  modifications,  which  form  a 
crystalline  precipitate^  and  may  be  separated  by  means  of  hot 
chloroform. 

“ Yellow  polyquinone  ” crystallizes  from  hot  acetic  acid,  in 
which  it  is  sparingly  soluble,  in  small  yellow  rhombic  tablets, 
melts  at  229°,  and  carbonizes  when  more  strongly  treated. 

“ White  polyquinone  ” forms  small  plates,  which  are  insoluble 
in  the  ordinary  solvents,  melt  at  207 — 207°’5,  and  at  higher 
temperatures  give  a sublimate  of  phenylnaphthoquinone  (Zincke 
and  Brener). 

PhenylnapUhoquinol,  CgH5.CioH5(OH)2,  is  obtained  by  warm- 
ing the  quinone  with  a solution  of  stannous  chloride  or  hydriodic 
acid,  and  crystallizes  in  colourless  needles  or  plates,  which  melt 
at  92 — 93°,  and  quickly  undergo  oxidation  in  moist  air.  Its 
acetate,  CgH5.C^„H5(O.CO.CH3)2,  forms  nodular  aggregates  of 
slender  yellow  needles,  and  melts  at  151‘5 — 152°‘5. 

Phcnylnaphthoquinhydrone,  CjgHjQ(0H)2-fC;^gH^g02,  is  formed 
together  with  the  quinol  by  heating  the  quinone  with  aqueous 
sulphurous  acid  at  120° ; it  crystallizes  from  a mixture  of  benzene 
and  light  petroleum  in  thick  opaque  needles  with  a steel-blue 
lustre,  which  melt  at  182 — 183°,  and  readily  undergo  oxidation 
in  alcoholic  solution,  reforming  the  quinone. 

Phcnylliydroxynaphthoquinone,  CgH5.CjoH4(OH)02,  is  formed 
together  with  the  corresponding  quinol  by  heating  the  quinone 
with  dilute  caustic  soda,  and  is  precipitated  from  the  deep  red 
solution  by  hydrochloric  acid  in  reddish-yellow  flakes  or  slender 
needles.  It  crystallizes  from  hot  alcohol  in  lustrous  golden- 
yellow  prisms  or  needles,  showing  a faint  dichroism,  melts  at 
143‘5 — 144°'5,  and  sublimes  with  difficulty  and  simultaneous 
decomposition.  Dilute  potassium  permanganate  solution  oxidizes 
it  to  benzoic  and  phthalic  acids  ; in  alkaline  solution,  however, 
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benzoic  acid  and  acid  are  formed. 

The  latter  separates  from  solution  as  an  oil,  which,  after  remain- 
ing for  months,  solidities  to  a radial  crystalline  mass,  melting  at 
177 — 170°;  on  strongly  heating  it  decomposes,  with  formation 
of  a sublimate  of  phthalic  anhydride  : 

/CO.COOH  /CO. 

C„H  / = C„H  / \o  + CO  + H,0. 

\C00H  ^-CO/ 


The  quinone  and  hydroxycpiinone  must  therefore  have  the 
following  constitutional  formuUe  : 


P IT 


CO— CH 

II 

CO— C.C«H. 


CO— C.OH 
CO— C.C.H^ 


The  alkaline  salts  of  the  hydroxycpiinone  have  a deep  red 
colour,  and  are  readily  soluble  in  water  and  alcohol,  but  hardly 
in  concentrated  alkalis.  The  barium  salt  (C\(.H„03)2Ba  separates 
from  dilute  alcohol  in  small  brown  needles,  or  thick,  almost 
black,  crystals.  The  acetate,  Ci(5H^(0.C0.CH3)02,  crystallizes  in 
transparent  yellow  tablets,  melting  at  110 — 111°,  and  the 
benzoate,  Ci,H,(0.C0.C,H,)02,  in  large  yellow  monosymmetric 
prisms  resembling  gypsum. 

Phenylbnhydroxynaiditlialcne,  C(jHr,.CiQH^(OH)3,  is  forjned  by 
heating  the  hydroxycpiinone  with  liydriodic  acid,  and  crystallizes 
in  long  white  needles,  which  melt  at  72—73°,  and  cpiickly 
undergo  oxidation  in  presence  ol  water  or  alcohol, 

Phcnylna2ditliohydro^jquinhyd,ronc,Qy^^Q{011)prO-^^,j01dL)0^, 

is  prepared  by  heating  the  hyclrox3upiinone  with  sulphurous  acid 

-|20 130°,  and  forms  thick  ]>lates  or  needles  with  a steel 

blue  lustre,  which  melt  at  154 — 155°. 

Plienylamidonaidithoqiiinonc,  C(jH_;5.CjoH4(NH2)02,  is  obtained 
by  the  action  of  ammonia  on  an  alcoholic  solution  of  the  (piinone, 
and  crystallizes  from  alcohol  in  broad  red  lustrous  plates,  which 
melt  at  173‘5 — 174°,  and  sublime  in  small  red  plates.  On  boil- 
im>-  witli  caustic  soda  or  heating  with  liydrochloric  acid  at 
14()_150°  it  is  reconverted  into  the  liydroxycpiinone. 

Plien'iifriiethylamiclona'phtlhoqainone,  0gH3.C2QH4(NH.0H3)02, 
crystallizes  in  broad  dark  red  plates. 
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PhcnylanilidoncqMhoquinone,  CgH_r,.CioH^(NHCfH,5)02,  forms 
dark  red  needles  or  plates,  and  melts  at  158 — 158°-5. 

The  qiiinone  forms  similar  compounds  with  the  toluidines 
and  a-naphthylamine,  and  corresponds  therefore  exactly  to 
a-naphthoqninone  (Zincke), 

Phenyl-lB-ethoxy-iJ-dia'niidonctjplithcdene,  CgH5.CioH4(OC2H_^). 
(NH2)2,  is  formed  by  the  action  of  stannous  chloride  and  hydro- 
chloric acid  on  an  alcoholic  solution  of  the  ethyl  ether  of  ben- 
zeneazo-/3-naphthol  (p.  257).  The  hydrochloride  crystallizes  in 
silky  needles,  and  the  normal  sulphcde  is  very  sparingly  soluble  in 
water.  Alkalis  precipitate  the  base  in  white  flakes,  which  melt 
at  72°,  and  readily  darken  in  the  moist  condition;  it  dissolves 
in  alcohol  with  a greenish-blue,  and  in  ether  with  a violet 
fluorescence.  Nitrous  acid  converts  it  into  the  tetrazo-com- 
pound,  which  yields  pure  blue  colouring  matters  with  naphthol- 
sulphonic  acids.^ 

2771  a-NaplithyleneioJienylene  oxide,  CigH^gO,  is  obtained  by 
heating  equal  parts  of  phenol  and  a-naphthol  with  four  parts  of 
lead  oxide  : 


It  crystallizes  from  benzene  in  yellowish  needles,  sparingly  soluble 
in  alcohol  and  acetic  acid,  melts  at  178°,  sublimes  at  280°,  and 
boils  above  360°.  It  is  not  reduced  by  heating  with  zinc  dust. 

With  picric  acid  it  forms  the  compound  -t-  2CgH3 

(N02)30,  which  crystallizes  from  benzene  in  dark  red  needles  or 
prisms,  melts  at  165°,  and  is  decomposed  by  alcohol. 

Dichloronaijhthylencqhienylene  oxide,  CjgHgCI,0,  is  prepared  by 
the  action  of  phosphorus  pentachloride  or  chlorine  on  the  oxide, 
and  crystallizes  from  benzene  in  needles  melting  at  245°. 

Dihromonaplithyleneplienylene  oxide,  CjgHgBr20,  crystallizes 
from  benzene  in  white  needles,  and  melts  at  284°. 

Dinitroimphthylcnephenylene  oxide,  C;^gHg(N 62)20,  is  obtained 
crystalline  with  difficulty  from  toluene,  and  melts  at  235°. 

a-Nciiohtliylenecjuinoneplienylene  oxide,  C^gHgOg,  is  formed  by 
adding  chromium  trioxide  to  an  acetic  acid  solution  of  the  oxide. 


CgHg.OH 


CeH,. 

+ Pbo  =1  ^'0  + 2H,_0  = Pb. 


1 Weinberg,  Ber.  20,  3177. 


VOL.  III. — PART  VI. 
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It  is  readily  soluble  in  alcohol  and  benzene,  and  crystallizes  in 
reddish-yellow  prisms,  melting  at  about  140°.  Alkalis  dissolve 
it  forming  a red  solution,  and  with  sulphuric  acid  it  yields  a 
yellow  solution  showing  a green  fluorescence.  On  heating  with 
zinc  dust  it  is  reduced  to  naphthylenephenylene  oxide,  and  is 
oxidized  by  potassium  permanganate  to  phthalic  acid. 

As  diphenyl  yields  no  similar  quinone,  it  is  probable  that  the 
quinone  group  is  in  the  naphthalene  nucleus,  as  shown  in  the 
following  constitutional  formula  : 


CoH,s 


)0 


C.Hg— CO— CH 


CO— CH. 


fB-Naiyhthyleneiolienylene  oxide  is  obtained  from  yS-naphthol, 
phenol  and  lead  oxide,  and  separates  on  addition  of  alcohol  to  its 
toluene  solution  in  yellow  plates,  which  melt  at  296°,  are  only 
slightly  soluble  in  alcohol  and  ether,  and  somewhat  more  readily 
in  acetic  acid.  Its  solutions  according  to  their  concentration 
show  a strong  violet  to  blue  fluorescence.  It  dissolves  in 
sulphuric  acid  with  a pink  colour,  which  gTadually  changes  to 
blue  ; on  dilution  with  water  the  solution  shows  an  orange-red 
fluorescence." 

^-Naphthylenequinoneplienylene  oxide,  C^gHgOg,  was  prepared 
by  Graebe  and  Knecht  by  the  oxidation  of  naphthylphenyl- 
carbazole,  and  crystallizes  from  benzene  in  reddish-yellow 
prisms,  which  dissolve  in  alkalis  with  a red  colour,  and  when 
lieated  with  zinc  dust  yield  the  previous  compound. 

Naphthylphenylcarljazole  is  a constituent  of  crude  anthracene, 
in  which  it  was  discovered  by  Brunck  ; it  is  also  formed  when 
the  vapour  of  phenyl-yS-naphthylamine  is  passed  through  a 
red-hot  tube  : 


CeH, 


NH 


CcH,. 

CioHe 


NH  + Hj. 


When  prepared  from  crude  antliracene,  and  purified  by 
crystallization  or  sublimation,  it  contains  an  intense  greenish  or 


^ Arx,  Annalen,  209,  141. 
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o-olden-yellow  impurity  which  is  even  more  difficult  to  remove 
than  in  the  case  of  chrysene.  It  is  however  destroyed  by  fusion 
with  potash,  or  by  preparing  the  acetyl  derivative  and  reconvert- 
ing the  latter  into  the  carbazole. 

It  then  forms  colourless  plates,  which  are  almost  insoluble  in 
cold  alcohol,  benzene,  and  toluene  ; at  the  boiling-point  100  parts 
of  alcohol  dissolve  0‘25  parts,  and  100  parts  of  toluene  0‘3  parts.^ 
It  only  dissolves  slightly  in  boiling  acetic  acid,  but  readily  in 
hot  aniline,  the  solution  showing  a blue  fluorescence.  It  melts 
at  830°,  and  boils  above  436°,  yielding  a vapour  having  the 
sp.  gr.  7'42.  It  combines  with  picric  acid,  forming  an  unstable 

compound. 

Acetylnaphtliylcarhazoh,  : N.CO.CHg,  is  prepared  by 

heating  the  carbazole  with  acetic  anhydride  at  220—240°, 
and  crystallizes  from  alcohol  in  flat  prisms,  which  melt  at  121° 
and  dissolve  readily  in  ether,  benzene,  and  hot  alcohol  with  a 
blue  fluorescence. 

Nitrosonaphthylcarhazole,  CigH^g  : N.NO,  is  formed  by  pouring 
ether  and  50  per  cent,  acetic  acid  on  to  the  carbazole  and  adding 
sodium  nitrite.  After  some  days  the  ethereal  solution  is 
evaporated,  the  nitroso-compound  being  then  deposited  in  long 
reddish  prisms,  which  melt  at  240°  and  dissolve  in  sulphuric 
acid,  forming  a beautiful  violet  solution. 

Naphthylphenylcarbazoline,  CigH^gN,  is  prepared  by  heating 
the  carbazole  with  phosphorus  and  hydriodic  acid  at  200 — 220°. 
It  crystallizes  from  alcohol  in  needles,  and  forms  salts  which  are 
decomposed  by  boiling  water. 

Naphthoquinonephenylcarhazole,  CjgHgN02,  is  formed  together 
with  phthalic  acid  and  the  above  ^S-naphthoquinonephenylene 
oxide,  by  the  oxidation  of  the  carbazole  with  dilute  sulphuric 
acid  and  potassium  permanganate,  and  may  be  readily  obtained 
pure,  as  it  is  insoluble  in  sodium  carbonate  solution.  It  crys- 
tallizes from  acetic  acid  in  reddish-yellow  needles,  melts  at 
307°,  and  sublimes  in  red  needles.  It  forms  a beautiful  reddish- 
violet  solution  in  sulphuric  acid,  and  on  heating  with  zinc  dust 
re-forms  the  carbazole ; with  potassium  permanganate  it  is 
oxidized  to  phthalic  acid.^ 

These  compounds  have  the  following  constitution : 


" Becchi,  Ber.  12,  1976. 

Graebe  and  Knecht,  Annalen,  202,  1. 
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Naplitliylpheiiylcarbazole.  Naplithoquinonephenylcarbazolc. 


NH  O I NH 


0 


/8-Naplitliyleneplienylene  oxide. 


/8-Naphthoquinonephenyleiie  oxide. 


2772  Phenyldihych'ona2ohtlialene  or  Atronol,  is  formed 

by  the  dry  distillation  of  a-isatropic  acid  (Part  V.,  234)  : 


CeH/ 


CO2H 

C CH2 

CH— CH2 

CO2H 


/CH — CH 

CeH,/  II 

^CH2— CH 


+ CO,  + CO  + H,0. 


It  is  a transparent,  somewhat  thick  liquid,  which  has  a faint 
pleasant  odour  and  boils  at  325 — 326° ; at  — I(S°  it  forms  a very 
viscous  mass  without  crystallizing,  and  is  oxidized  by  chromic 
acid  to  o-benzoylbenzoic  acid,  CgH5,C0.CgH^.C02H. 

Atronol sulphonic  acid,  CjgH^^.SO^H,  is  obtained  by  gently 
warming  atronol  with  sulphuric  acid,  and  crystallizes  in  colour- 
less very  soluble  needles.  The  harium  salt,  (CigHj3S03)2Ba,  is 
so  little  soluble  in  cold  water  that  even  a dilute  solution  of  the 
acid  is  precipitated  by  barium  chloride ; it  crystallizes  from  a 
boiling  solution  on  cooling  in  silvery  plates. 
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Atronic  acid,  is  formed  in  small  quantity 

too-ether  with  atronol,  and  crystallizes  from  alcoliol  in  thick 
coroiirless  transparent  prisms,  melting  at  164°.  The  calciiim 
salt,  (Ci6Hi3.C02).2Ca  + GH^O,  is  obtained  on  addition  of 
calcium  chloride  to  a solution  of  the  ammonium  salt,  as  a 
flocculent  precipitate,  which  quickly  changes  to  needles.  These 
are  sparingly  soluble  in  hot  water,  and  crystallize  out  on  cool- 
ing in  lustrous  needles,  which  on  filtering  and  drying  form  a 
mass  resembling  silver  foil.  The  barium  salt,  (CigHj3C02)2Ba 
-f  4H.,0,  is  very  similar  to  the  calcium  salt,  but  dissolves  much 
more  readily  in  boiling  water. 

Isatronic  acid,  CK.H13.CO2H,  is  obtained  by  warming  a-  or 
y8-isatropic  acid  with  sulphuric  acid,  and  is  scarcely  soluble  in 
water,  but  readily  in  alcohol.  Its  solution  in  a warm  mixture  of 
equal  volumes  of  alcohol  and  water,  even  when  very  dilute, 
yields  on  cooling  a magma  of  nacreous  plates,  which  melt  at 
156 — 157°,  and  split  up  when  more  strongly  heated  into  carbon 
dioxide  and  atronol.  The  calcium  salt,  (CK.Hi3.C02)2Ca,  is 
obtained  as  a voluminous  precipitate  on  addition  of  calcium 
chloride  to  a solution  of  the  ammonium  salt.  When  warmed  this 
increases  so  much  that  the  whole  resembles  a mass  of  silica- 
jelly ; on  heating  with  more  water  to  the  boiling-point,  it 
separates  as  a powder  which  is  scarcely  soluble  in  both  cold  and 
hot  water.  The  barium  salt,  (Ci6H,3.C02)2Ba  -(-  6H2O,  is  an 
amorplious  glutinous  precipitate,  which  crystallizes  from  boiling 
water  in  small  thick  prisms. 

Atronylcncsulfhonic  acid,  C^eH^j.SOgH,  is  formed  by  heat- 
ing isatropic  acid  or  isatronic  acid  with  sulphuric  acid  at  90°. 
It  is  insoluble  in  water,  and  crystallizes  from  dilute  acetic 
acid  in  large  colourless  transparent  prisms,  which  decompose 
above  200°,  but  are  unaffected  by  water  and  hydrochloric  acid 
at  150°.  Its  solution  in  aqueous  sodium  carbonate  shows  a 
characteristic  and  remarkable  behaviour  towards  light ; if  kept 
in  the  dark  the  liquid  remains  quite  clear  even  after  several 
months,  but  on  exposure  to  light  becomes  turbid,  and  in  direct 
sunlight  quickly  yields  a thick  white  precipitate  of  atronin- 
sulphonc  : 

CieHiKSOgNa  = Ck.Hk,;S02  -h  NaOH. 

This  compound  crystallizes  from  alcohol  in  small  lustrous 
needles,  melting  at  193°.^ 

I'ittig,  Annalev,  206,  46. 
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FhcnyldimethyltetmhydQ'onaphthcdcnc  or  Metlwoml,  CjgHgQ, 
was  prepared  by  Erdmann  by  the  continued  boiling  of  pbenyl- 
niethacrylic  acid  witli  a mixture  of  two  jDarts  of  sulphuric  acid 
and  three  parts  of  water  : 

CeH, 

I 

/CHg  .CH GH.CH3 

I ■ + 2COo. 

\CO,H  ^CH^— CH.CH3 

It  is  a yellow,  oily,  aromatic -smelling  liquid,  which  boils  at 
322 — 323°,  and  is  oxidized  by  chromic  acid  to  o-benzoylbenzoic 
acid ; acetic  acid,  benzoic  acid,  and  anthraquinone  are  formed  as 
by-productsd 

Fseudo]jlienanthrcne,  is  isomeric  with  the  phenyl- 

naphthalenes,  but  its  constitution  is  unknown.  It  occurs  in 
crude  anthracene,  from  which  it  is  obtained  by  repeated  extrac- 
tion with  ethyl  acetate,  distilling  off  the  latter,  and  warming  the 
residue  with  alcohol  at  40°.  After  cooling,  the  insoluble  portion 
is  filtered  off  and  treated  with  a quantity  of  benzene  insufficient 
for  complete  solution,  and  a saturated  benzene  solution  of  picric 
acid  added.  The  picric  acid  compound  is  allowed  to  crystallize 
out  in  fractions,  the  first  portion  decomposed  by  ammonia,  and 
the  separated  hydrocarbon  recrystallized  from  alcohol.  It  is 
then  again  dissolved  in  alcohol  and  treated  with  a cold  saturated 
alcoholic  solution  of  picric  acid  ; the  compound  thus  obtained 
yields  pure  pseudophenanthrene,  which  crystallizes  in  large 
lustrous  plates  and  melts  at  115°,  whilst  li?,  2')icric  acid  comj)ound 
forms  pale  red  needles  and  melts  at  147°.  When  treated  with 
chromium  trioxide  in  acetic  acid  it  yields  a yellow  quinone,  which 
melts  at  170°,  and  sublimes  with  great  difficulty.^ 

^ Erdmann,  Annalen,  227,  247. 

- Zeidler,  Annalen,  191,  28.5. 
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CHRYSENE  GROUR 

2773  Chrysene,  This  name  was  given  by  Laurent  on 

account  of  its  yellow  colour  to  a hydrocarbon  found  in  the  last 
fractions  obtained  in  the  distillation  of  the  tar  from  coal  or  fatd 
The  same  compound  in  a more  or  less  pure  condition  had 
frequently  been  observed  previously;  thus  Vogel  m I8O0 
showed  that  amber  yields  on  distillation  a “ volatile-amber 
resin,”  which,  as  Pelletier  and  Walter  found,  contained  a hydro- 
carbon ^ undoubtedly  identical  with  chrysene.  By  passing  the 
vapour  of  coal-tar  through  a red-hot  tube,  Kidd  obtained 
together  with  naphthalene  and  other  products  a yellow  meal, 
which  certainly  contained  chrysene.^  It  is  also  obtained  by  the 
direct  distillation  of  coal-tar,  as  was  shown  by  Galletly  (who  was 
the  first  to  characterize  the  hydrocarbon  with  any  exactitude),'^ 
and  occurs  in  fir-wood  tar  ^ and  in  lignite-tar.*^ 

Graebe  and  Bungener  obtained  it  synthetically  by  passing 
the  vapour  of  phenylnaphthylethane  through  a led-hot  tube  . 

CeH^.CH^  C,H,-CH 

1=1  11  + 2H.,. 

CioH,.CH,  CioH«-CH 

It  is  also  formed  when  the  vapours  of  coumaron  (Pait  V., 
p.  247)  and  naphthalene  are  passed  through  a tube  heated  to 
dull  redness : ® 


1 Ann.  Chim.  Phajs.  II.  66,  163  ; G.  Williams,  Jahresb.  1855,  633. 

Annalcn,  48,  345. 

® Phil.  Trans.  1821,  309  ; J\lan.sfielil,  Quart.  Journ.  Chcm.  Soc.  1,  248  ; 
Gmclins  Handh.  Org.  Chcm.  4,  473  ; Liebermann,  Annalcn,  158,  299  ; Schmidt, 
J.  Pr.  Chcm.  II.  9,  270. 

Jahresb.  1865,  532.  ^ Bertlielot,  Jahresb.  1867,  599. 

« Per.  12,  1078.  ^ Ader,  Ber.  12,  1889. 

® Kramer  and  Spilker,  Ber.  23  84. 
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+ HgO. 


Fiom  these  syntheses  it  appears  that  chrysene  stands  to 
phenylnaphthalene  in  the  same  relation  as  phenanthrene  to 
diphenyl. 

Foi  its  thoroiig’h  investigation  we  are  indebted  in  the  first 
place  to  Liebermann,  who  obtained  it  from  the  material  employed 
by  Graebe  for  the  preparation  of  pyrene  (p.  357).  The  sub- 
stance remaining  after  rejDeated  extraction  with  carbon  disul- 
phide was  ciystallized  from  coal-tar  xylene,  and  thus  obtained  in 
lustious  yellow  scales  or  plates.  The  colour,  however,  is  due  to 
a minute  quantity  of  an  impurity,  which  is  destroyed  by  boiling 
with  alcohol  and  a little  nitric  acid. 

Schmidt  isolated  chrysene  from  crude  anthracene  by  boiling 
the  latter  with  alcohol  and  nitric  acid,  which  causes  the  forma- 
tion of  the  compound  of  chrysene  and  dinitroanthraquinone 
described  below  ; this  was  then  decomposed  by  tin  and  hydro- 
chloric acid,  and  the  chrysene  recrystallized  from  benzene. 

It  is  sparingly  soluble  in  cold  ether,  carbon  disulphide,  or 
acetic  acid,  and  crystallizes  from  boiling  benzene  or  acetic  acid 
in  scales  or  small  rhombic  tablets,  which  like  the  solutions 
show  a reddish-violet  fluorescence.  According  to  Becchi  100 
parts  of  absolute  alcohol  dissolve  0‘097  parts  of  chrysene  at  16°, 
and  0 1/  parts  at  the  boiling-point,  whilst  100  j3arts  of  toluene 
dissolve  0 24  parts  at  IS  , and  5’39  parts  at  the  boiling-point.^ 
Chrysene  melts  at  250°,  sublimes  at  a lower  temperature  in 
loose  aggregates  of  lustrous  plates,  and  boils  at  about  440°, 
yielding  a vapour  of  the  sji.  gr.  7'95.^  When  gradually  heated 
with  antimony  pentachloride  to  360°  it  yields  tetrachloro- 
rnethane,  hexchlorethane,  and  hexchlorobenzene.'^ 

Chrijscnc  ]iicric  acid,  C^gHj^g  -p  CgH3(N02)30,  was  prepared  by 
Galletly  by  mixing  the  constituents  in  alcoholic  solution,  and 
crystallizes  in  long  red  needles.  It  is  also  formed,  according  to 
Berthelot,  by  boiling  an  alcoholic  chrysene  solution  witli  an 
excess  of  picric  acid,  whilst  cold  alcohol  converts  it  into  pseudo- 
rnorphs  of  chrysene  (Liebermann). 

Chrysene  diniti^oanfJirctgvAnone,  GigHj2  + CJi4Hg(N02)oO.,,  crys- 
tallizes in  slender  red  needles,  melts  at  294°,  and  is  almost  in- 


1 Her.  12,  1976. 


- Kiiecht,  Bar.  10,  2073. 


Ruofr,  Bcr.  16,  2881. 
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soluble  in  boiling  alcohol,  ether,  and  benzene;  it  dissolves 
somewhat  more  readily  in  acetic  acid.  Oxidizing  or  reducing 
agents  convert  it  into  its  constituents,  which  may  then  undergo 
further  alteration  according  to  the  nature  of  the  agent.  When 
carefully  heated  it  sublimes  in  beautiful  red  needles,  but  decom- 
poses into  chrysene  and  dinitroanthraquinone  on  repeated 
sublimation  at  a high  temperature. 

Heklxiidec((hydroclirysene,  CjgH.^g,  is  formed  together  with  the 
following  compound  by  heating  1 part  of  chrysene  with  1 
part  of  amorphous  phosphorus  and  5 parts  of  hydriodic  acid 
(sp.  gr.  1‘7)  at  2.50 — 260°  for  sixteen  hours,  and  is  a thick,  oily, 
slightly  fluorescent  liquid,  which  boils  at  about  360°. 

Ferhydrochrysenc,  C^gHgo,  crystallizes  from  alcohol  in  snow- 
white  needles,  melts  at  115°,  boils  at  353°,  and  is  not  attacked 
in  the  cold  by  bromine  or  concentrated  nitric  acid.  On  boiling 
with  chromium  trioxide  in  acetic  acid  solution  it  does  not  yield 
chrysoquinone,  but  undergoes  complete  oxidation.  It  may  be 
distilled  over  pumice-stone  at  a moderate  red  heat  without 
decomposition,  but  is  converted  for  the  most  part  into  chrysene 
by  red-hot  zinc  dust.  Hekkaidecahydrochrysene  behaves  in  a 
very  similar  mannerd 

bicMorochrysene,  CigHj^Cl^,  is  formed  by  passing  chlorine 
over  chrysene  at  100°,  and  crystallizes  from  benzene  in  delicate 
white  needles,  melts  at  267°,  and  on  more  strongly  heating  sub- 
limes in  beautiful  needles.  It  is  scarcely  soluble  in  boiling 
alcohol  or  ether  (Schmidt). 

Trichlorochrysene,  C^gHgClg,  is  obtained  by  the  action  of 
chlorine  on  chrysene  at  160 — 170°.  The  only  liquid  in  which 
it  dissolves  to  any  extent  is  benzene  ; from  this  solution  it 
crystallizes  in  slender  needles,  melting  above  300°. 

Dihromockrysene,  CigHj^Biq,  is  prepared  by  treating  a carbon 
disidphide  solution  of  chrysene  with  bromine,  and  crystallizes 
in  lustrous  white  needles,  which  melt  at  273°,  and  dissolve  only 
in  benzene.  It  sublimes  without  decomposition  in  beautiful 
needles,  and  is  converted  by  alcoholic  potash  at  170 — 180°  into 
chrysene,  the  alcohol  probably  undergoing  oxidation. 

Nitrochryscnc,  C;igHjj(N02),  is  readily  obtained  by  triturating 
10  grams  of  chrysene  with  100  grams  of  acetic  acid,  adding 
4’5  grams  of  nitric  acid  of  sp.  gr.  1’415,  and  warming  for  several 
hours  on  the  water-bath.  It  is  sparingly  soluble  in  acetic  acid 


^ Lieliermann  and  S[)iegel,  Ikr.  22,  135. 
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and  benzene,  and  crystallizes  from  the  latter  in  yellow  stellate 
groups  of  prisms,  whilst  from  nitrobenzene,  in  which  it  readily 
dissolves,  it  separates  in  beautiful  red  crystals  resembling 
potassium  dichromate,  which  melt  at  205°’5,  and  sublime  in 
neediest 

Dinitrochryscnc,  CjgHjo(N02).2,  is  formed  by  warming  the 
hydrocarbon  for  a long  time  with  nitric  acid  of  sp.  gr.  1*3.  The 
reddish-yellow  powder  thus  formed  contains  also  the  nitro-  and 
tetranitro-derivatives,  and  was  described  by  Laurent  as  ‘'Nitrite 
dc  cliryscnasc”  C^2HgO  + N2O3.  On  heating  it,  the  tetranitro- 
compound  decomposes,  whilst  the  nitro-  and  dinitro-compounds 
sublime,  and  are  sejDarated  by  means  of  benzene,  in  which  the 
latter  is  very  slightly  soluble.  Dinitrochrysene  crystallizes  from 
acetic  acid,  in  which  it  also  dissolves  but  sparingly,  in  slender 
yellow  needles,  melting  above  300°. 

Tetranitroclirysene,  CjgHg(N02)4,  is  formed  by  the  action  of 
fuming  nitric  acid  on  chrysene  (Liebermann),  or  by  heating 
the  foregoing  compound  with  concentrated  acid  (Schmidt),  and 
crystallizes  from  acetic  acid  in  yellow  needles,  which  do  not 
melt  at  300°,  and  on  further  heating  explode  somewhat 
violently. 

Trihromodinitrochrysene,  C4gH7Br3(N02)2,  was  pre]3ared  by 
Adler  by  the  action  of  bromine  on  the  foregoing  compound  ; 
it  crystallizes  from  alcohol  in  red  needles,  and  is  sparingly  soluble 
in  ether  and  benzene. 

Amidochrysene,  CjgH44.NH2,  was  obtained  by  Abegg  by  heat- 
ing nitrochrysene  with  hydriodic  acid  and  phosphorus.  It  is 
also  formed  when  10  grams  of  nitrochrysene  are  dissolved  in 
boiling  acetic  acid,  7 grams  of  granulated  tin  added,  and  then 
hydrochloric  acid  drop  by  drop  till  the  solution  is  colourless. 
The  stannochloride  then  separates  out,  and  is  decomposed  by 
boiling  with  dilute  caustic  soda,  the  liberated  base  dissolved  in 
alcohol  and  mixed  with  hydrochloric  acid,  wliich  yields  the 
hydrochloride  in  the  pure  condition. 

Amidochrysene  is  obtained  from  its  salts  as  a white  crystalline 
powder,  which  is  insoluble  in  water,  but  dissolves  readily  in 
alcohol,  benzene,  and  especially  in  chloroform,  with  a bluish- 
violet  fluorescence.  The  solutions  very  readily  become  brown, 
and  the  recrystallized  base  has  therefore  generally  a slight 

^ Scliiiiidt,  loc.  cit.  ; Abegg,  lir.r.  23,  792  ; Bamberger  and  Burgdorf,  Ber.  23, 
2444. 
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chocolate  tinge.  It  melts  at  199°,  and  gives  with  diazo- 
benzenesiilphonic  acid  a raspberry-red  colouring  matter,  which 
dissolves  in  dilute  alcohol  with  a beautiful  blue  fluorescence. 

The  hydrochloHde  and  sulphate  are  almost  insoluble  in  water 
and  alcohol,  but  the  latter  dissolves  readily  in  concentrated 
sulphuric  acid  (Bamberger  and  Burgdorf). 

2774  Chrysoquinone,  CigHioOg,  is  best  prepared  by  mixing 
loosely  aggregated  crystallized  chrysene  with  acetic  acid,  and 
adding  a little  chromium  trioxide.  After  the  first  reaction  is  over 
the  mixture  is  heated  to  boiling;  as  soon  as  the  liquid  has 
partially  cooled  more  chromium  trioxide  is  added,  and  the 
process  repeated  till  3 parts  of  chromium  trioxide  have  been 
used  for  every  2 parts  of  chrysene  ; the  boiling  solution  is  then 
filtered,  and  the  filtrate  precipitated  with  water.  The  precipitate 
is  washed  with  boiling  water,  and  dissolved  in  sulphuric  acid  to 
remove  unaltered  chrysene  ; water  is  again  added  to  the  solution, 
and  the  precipitate  repeatedly  crystallized  from  boiling  benzene 
(Liebermann).  It  forms  beautiful  reddish-yellow  needles,  melts 
at  235°,  and  sublimes  in  splendid  red  needles  (Schmidt).  Cold 
concentrated  sulphuric  acid  dissolves  it,  forming  a cornflower- 
blue  solution,  the  colour  of  which  is  so  intense  that  an  un- 
weighable  particle  of  chrysenequinone  may  be  thus  recognized. 
On  addition  of  water  the  quinone  separates  out,  and  the  solution 
is  completely  decolourized.  Its  hot  alcoholic  solution  gives 
with  a drop  of  caustic  potash  the  dark-red  colouration  character- 
istic of  o-diketones,  which  disappears  on  shaking.’^  On  heating 
with  zinc  dust  it  is  reduced  to  chrysene,  and  with  potassium 
permanganate  it  yields  phthalic  acid,  which  is  also  formed  in 
the  preparation  of  the  quinone. 

Chrysoquinone  also  dissolves  in  a warm  solution  of  acid 
sodium  bisulphite,  and  if  the  solution  is  sufficiently  concentrated, 
colourless  crystals  separate  out,  which  are  decomposed  by 
water.^ 

Clirysoquinol,  Ci8Hjo(OH)2.  Liebermann  prepared  this  com- 
pound by  boiling  the  quinone  with  caustic  potash  and  zinc  dust, 
and  Graebe  obtained  it  by  heating  the  former  with  sulphurous 
acid  at  100°.  It  forms  colourless  needles,  which  readily  undergo 
oxidation  in  the  moist  condition.  This  also  takes  place  if  the 
anhydrous  compound  be  heated  to  200°,  or  by  dissolving  it  in 

’ Bamberger,  Ber.  18,  865,  1931. 

* Graebe,  Bcr.  7,  782. 
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sulphuric  acid  and  shaking  the  yellowish-green  solution  in  the 
air,  when  it  assumes  the  characteristic  corndower-blue  colour. 

Dichlorochrysoquinone,  C^gHgClgOg,  is  formed  by  heating  the 
quinone  with  phosphorus  chloride  at  200°,  and  separates  on 
addition  of  alcohol  in  pale  yellow  flakes. 

Dihromochrysoquinone,  Ci8HgBr202,  was  prepared  by  Adler  by 
the  action  of  bromine,  and  crystallizes  from  carbon  disulphide  in 
red  plates,  melting  at  160—165°. 

Dinito'ochrysoq^iinone,  CigHg(N02)202,  is  formed  by  dissolving 
the  quinone  in  nitric  acid  of  sp.  gr.  1’4,  and  is  precipitated  from 
the  beautiful  red  solution  by  addition  of  water.  It  crystallizes 
from  a mixture  of  acetic  acid  and  alcohol  in  red  needles,  meltino- 
at  230°  (Adler). 

TetranitrocJu'ysoquinonc,  CigHg(N02)402,  was  obtained  by 
Liebermann  by  the  action  of  fuming  nitric  acid  on  chryso- 
quinone.  It  is  an  orange-yellow  powder,  insoluble  in  most  of 
the  usual  solvents. 

Chrysoglycollic  acid  is  prepared  by  boiling  amorphous  chryso- 
quinone  with  caustic  soda,  the  latter  being  best  obtained  by 
precipitating  the  sulphuric  acid  solution  with  water : 

.CO  Cg  H4. 

! I + HONa  = [ 5C(OH).COONa. 

Ci„H,.CO  C,,H/ 

It  is  precipitated  in  flakes  on  addition  of  acids,  and  readily 
undergoes  decomposition.  On  warming  with  dilute  sulphuric 
acid  and  potassium  dichromate  it  is  oxidized  to  clirysoketone, 
which  is  more  readily  obtained  by  heating  the  quinone  with 
lead  oxide : 

CgH^.  CO  Cg  H4. 

I I + Pbo  = I >CO  -f-  CO2  + Pb. 

CioHo-CO  C,gHg/ 

It  sublimes  in  thin  golden-yellow  silky  needles  or  orange-red 
prisms,  which  melt  at  132°*5,  and  crystallizes  on  cooling  in  long 
ruby-redneedles  (Bamberger  and  Burgdorf).  It  is  reduced  by 
zinc  and  hydrochloric  acid  to  chrysojiuorcnyl  alcoliol,  Cj^H^^.OH, 
which  crystallizes  in  silky  needles  or  plates,  melts  at  166 — 167°, 
dissolves  in  sulphuric  acid  with  a reddish-violet,  and  in  alcohol 
with  a blue  colour. 


CHRYSENIC  ACID 


541 


ChrysofiuoTcne,  obtcained  by  heating  the  ketone  with 

hydriodic  acid  and  jjhosphoms  at  150 — 160°,  and  crystallizes  in 
silver- white  satiny  plates,  melting  at  187 — 188  d 

Chrysenic  acid,  CigH^i.COgH,  is  prepared  by  fusing  chrysene- 
quinone  or  chryseneketone  with  potash,  and  also  crystallizes  in 
silver-Avhite  satiny  plates.  It  is  sparingly  soluble  in  water, 
readily  in  alcohol,  and  melts  at  186°-5.  If  it  is  dissolved  in 
sulphuric  acid,  and  the  solution  poured  into  ice-water,  chryso- 
ketone  is  re-formed.  Its  constitution  is  represented  by  one  of 
the  following  formulj®  : 

C,H,.CO,H 

C,oH,.C02H 


^ Bamberger  and  Kranzfeld,  Ber.  18  1931. 
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2775  a-Dinaphthyl,  C20HJ4,  was  obtained  by  Lossen  together 
with  phthalic  acid  and  other  products  by  boiling  naphthalene 
with  dilute  sulphuric  acid  and  manganese  dioxide,  and  also  in 
small  quantity  by  the  action  of  sodium  on  a-bromonaphtha- 
lened  It  is  obtained,  further,  together  with  its  two  isomerides, 
when  a mixture  of  the  vapours  of  naphthalene  and  antimony 
trichloride  or  tin  tetrachloride  is  passed  through  a red-hot  tube,'^ 
and  is  also  readily  prepared  by  distilling  /5-dinaphthol  with 
10 — 15  parts  of  zinc  dust.^  It  crystallizes  from  alcohol  in 
octohedra,  and  from  light  petroleum  in  rhombic  tablets,  melts 
at  154°,  and  boils  above  360°,  yielding  a vapour  of  sjd.  gr.  8’67. 
Its  solutions  show  a blue  fluorescence,  and  it  gives  with  picric 
acid  the  compound  CgoH^^  -f  2CgH3(N0.2)30,  which  crystallizes 
from  benzene  in  reddish-brown  needles,  melting  at  145°;  it 
becomes  yellow  and  decomposes  in  the  air.^ 

Dihrom-a-dinaphthyl,  C2oH4oBr2,  was  prepared  by  Lossen  by 
acting  on  a-dinaphthyl  with  bromine  vapour  ; it  crystallizes  from 
benzene  in  thin,  strongly  refractive  prisms,  melts  at  215°,  and  is 
volatile  without  decomposition. 

Nitro-a-clinaphthyl,  C20H43.NO2,  is  formed  by  dissolving 
10  grams  of  a-dinaphthyl  in  150  cc.  of  acetic  acid,  and  adding 
20  grams  of  concentrated  nitric  acid.  The  product  which  has 
separated  after  some  hours  is  crystallized  from  benzene,  and  then 
forms  orange-yellow  lustrous  plates,  melts  at  188°,  and  dissolves 
in  hot  sulphuric  acid  with  a dark  blue  colour. 

Dinitro- a-dinaphthyl,  C2oH42(N02)2-  Julius  obtained  this 
compound  in  a similar  manner  to  the  foregoing,  using  80  grams 


^ AnnaUn,  144,  71. 

- W.  Smith,  Journ.  Chem.  Soc.  1877,  II.  559  ; 1879,  I.  224. 

3 .Tulius,  Ber.  19,  2549.  * Walder,  Ber.  15,  2166. 
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of  nitric  acid,  and  finally  warming  to  60°.  It  crystallizes  from 
benzene  in  small  pale  yellow  needles,  which  melt  at  280°,  and 
only  dissolve  to  any  appreciable  extent  in  acetic  acid,  benzene, 
and  xylene. 

DilmjdroQnj-a-dmcqMhyl,  This  substance  was 

obtained  by  Dianin  by  the  action  of  ferric  chloride  on  an 
aqueous  solution  of  /3-naphthol,  and  was  termed  by  him  /3- 
dinwiMlioiy  A better  yield  is  obtained  by  adding  anhydrous 
ferric  chloride  to  an  ethereal  solution  of  /3-naphthol,  and  boiling 
the  solution  when  the  first  reaction  has  moderated  (Walder). 
It  crystallizes  from  alcohol  in  flat  lustrous  white  needles,  from 
benzene  in  rounded  plates,  and  from  a mixture  of  carbon  disul- 
phide and  alcohol  in  large  oblique  prisms,  which  melt  at  218°, 
and  decompose  into  /3-naphthol  on  distillation.  With  ferric 
chloride  it  gives  a pale  green  colouration,  which  changes  on 
warmino-  to  bright  red  and  then  to  brown.  It  is  reduced  to 

O O 

a-dinaphthyl  on  heating  with  zinc  dust,  and  is  oxidized 
by  potassium  permanganate  to  hydroxynaphthoylbenzoic  acid, 
CioHg(OH).CO.C6lI^.C02H.  Its  j)icTic  acid,  coii^wmid, 

-f  2CgH3(N03)20,  crystallizes  from  benzene  in  yellowish-white 
spear-shaped  needles,  melts  at  174°,  is  more  readily  soluble  in 
benzene  than  /8-dinaphthol,  and  becoines  yellow  in  the  air. 

Dimethoxy-a-dina]jlit]iyl,  C2gII^2(OCH3)2,  is  formed  by  heating 
/S-dinaphthol  with  alcoholic  potash  and  methyl  iodide,  and  ciys- 
tallizes  in  pyramid-shaped  crystals,  melting  at  190°. 

DietJioonj-a-dincqjhtliyl,  C2oH^2(OC2H5)2,  forms  spherical  aggre- 
gates of  needles,  and  melts  at  90°.- 

a-^-Dina2')htliylenG  oxide,  C20HJ2O,  is  obtained  by  heating 
/3-dinaphthol  with  zinc  chloride  at  270°,  and  separates  from 
benzene  solution  on  addition  of  alcohol  in  yellowish  satiny 
plates  ; it  readily  sublimes  in  yellowish  plates  which  have  a 
green  fluorescence,  and  melt  at  1.57°.  It  dissolves  in  concen- 
trated sulphuric  acid,  forming  a red  solution,  which  gradually 
becomes  brown.  Its  incric  acid  compound,  C2oHj20  -f  CgHg 
(N03)20,  crystallizes  in  red  needles,  melting  at  135°.^ 

Tctrahydroxy-a-dinayhthyl  or  dinapMliyldiquinol,  C2oHjg(OH)^. 
When  1 part  of  /3-naphthoquinone  is  warmed  for  ten  minutes 
at  55°  with  1 volume  of  sulphuric  acid  and  2 volumes  of  water 
it  yields  the  isomeric  dinaphthyldiqvAnliydQ'one,  C2oH^gO<,(OH).„ 

^ Osterineyer  and  Rosenliek,  Ber.  17  245.3. 

^ Walder,  Ber.  15,  2166.  ’ 


1 Ber.  7,  1252. 
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whicli  forms  a blue-black  powder,  and  is  converted  by  a 
saturated  solution  of  sulphur  dioxide  into  the  qiiinold  The 
latter  is  also  formed  by  treating  /S-naphthoquinone  with 
stannous  chloride  and  hydrochloric  acid,'-^  and  together  with  /3- 
naphthoquinonephenylhydrazone  by  tlie  action  of  phenyl- 
hydrazine  hydrochloride  on  /3-naphthoquinone.^ 

It  crystallizes  from  dilute  acetic  acid  containing  sulphurous 
acid  in  colourless  needles,  melts  at  17G — 178°,  and  darkens  on 
drying  owing  to  partial  oxidation, 

Tetmcctyldincqjhtlmjldiqiiinol,  CyQHjo(O.CO.CH3)^,  is  ^Drepared 
by  heating  the  diquinol  with  acetic  anhydride  and  sodium 
acetate,  and  crystallizes  from  acetic  acid  in  white  silky  needles, 
which  melt  with  decomposition  at  165 — 166°  (Korn). 

a-Binci'plitliyldiqiiinonc , CgoH^QO^,  is  formed  by  boiling  the 
quinhydrone  with  nitric  acid  or  dilute  sulphuric  acid  and 
potassium  dichromate,  or  by  shaking  the  diquinol  with  bromine 
water  (Stenhouse  and  Groves).  It  is  also  obtained  when 
2-amido-a-naphthol  is  oxidized  with  ferric  chloride  or  chromic 
acid  (Zincke  and  Rathgen),  In  order  to  prepare  it  a solution  of 
the  quinhydrone  in  30  per  cent,  acetic  acid  is  poured  into  nitric 
acid  of  sp.  gr,  1’45  ; the  diquinone  then  separates  in  small 
orange-red  lustrous  prisms,  which  are  scarcely  soluble  in  the 
ordinary  solvents,  but  may  be  recrystallized  from  nitric  acid.  It 
is  converted  by  reducing  agents  into  the  diquinol,  and  on  dis- 
tillation witli  zinc  dust  yields  a-dinaphthyl.  Potassium  per- 
inanganate  oxidizes  it  to  diphthalylic  acid,  HO.CO.CgH^.CO. 
CO.CfiH^.CO.OH,  which  on  boiling  with  caustic  potash  yields 
phthalic  acid,  thus  showing  the  constitution  of  the  quinone 
(Korn,  V.  infra). 

Dinaj)!! thy kliqiLino7ietetr anilide,  C2oHg02(N.  CgH;^)2(N HCqH^)2, 
is  prepared  by  boiling  the  (piinone  with  aniline  and  a little  alcohol, 
and  crystallizes  in  dark  red  plates,  whicli  have  a metallic  lustre, 
and  melt  at  248 — 250°.  If  water  be  added  to  its  solution  in 
concentrated  hydrochloric  acid,  the  hydrochloride  separates  in 
fascicular  aggregates  of  needles, 

Dihydroxydinajditliyldiq'idnonc,  C2oHgO^(OH)2,  is  formed  when 
a mixture  of  the  ({uinone  and  dilute  alkali  is  allowed  to 
stand  in  the  air  ; the  former  gradually  dissolves  with  a beautiful 
green  colour,  wliich  afterwards  changes  to  brownish  red.  On 

^ Stenhouse  and  Groves,  Anmden,  194,  202. 

- Liebennann  and  .Jacolison,  Anmdcn,  211,  58  ; Korn,  J/er.  17,  3019. 

Zincke  and  Ratligen,  /Jer.  19,  2492. 
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addition  of  hydrochloric  acid,  the  new  compound  separates  as  a 
yellow  crystalline  powder,  which  melts  at  245 — 250°,  is  readily 
soluble  in  alcohol,  and  also  in  alkalis,  forming  a brownish-red 
solution.  In  the  oxidation  of  the  qiiinone  with  potassium  per- 
manganate, the  formation  of  this  compound  probably  precedes 
that  of  diphthalylic  acid. 

The  constitution  of  the  a-dinaphthyl  derivatives  may  be 
represented  by  the  following  formulae  : 

Diliydroxydinaplithyl.  Dinaphtliylene  Oxide. 


2776  NaplifMcline,  0301112(^^2)2,  is  obtained  by  dissolving 
a-a-azonaphthalene  in  45  parts  of  hot  acetic  acid,  and  adding  a 
mixture  of  1 part  of  stannous  chloride,  3 parts  of  hydrochloric 
acid,  and  2 — 3 parts  of  water  until  the  solution  is  colourless. 
Concentrated  hydrochloric  acid  is  then  added,  the  precipitated 
salt  washed  with  dilute  acid,  dissolved  in  hot  water  and  ao-ain 
precipitated  with  concentrated  acid.  The  naphthidine  obtained 
from  the  purified  hydrochloride  crystallizes  from  alcohol  in 
silvery  plates  resembling  benzidine,  and  from  benzene  in  tablets, 
melting  at  198°. 

The  hydrochloonde,  C2oHi2(NH3Cl)2,crystallizes  in  silvery  plates, 
voi..  HI. — PART  VI.  N 
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which  form  a milky  solution  with  boiling  water.  Addition  of  a 
drop  of  hydrochloric  acid  immediately  causes  the  formation  of  a 
clear  solution,  and  the  turbidity  is  therefore  probably  due  to  a 
slight  dissociation. 

The  sulphate,,  0.2011^2(^113)2804,  is,  if  anything,  less  soluble  than 
that  of  benzidine,  and  crystallizes  in  lustrous  plates. 

Ferric  chloride,  chromic  acid,  or  chlorine  cause  with  solutions 
of  the  salts  a beautiful  crimson  colouration,  or  with  concentrated 
solutions  a red  23recipitate.  On  warming  the  base  with  chromic 
acid,  a-naphthoquinone  and  phthalicacid  are  formed. 

If  the  sulphate  be  diazotized,  and  alcohol  and  ether  added  to 
the  solution,  yellowish  plates  of  the  diazo-sulphate  separate  out, 
which  on  boiling  with  alcohol  yield  a-dinai3hthyl. 

Dinaphthyline,  C2oH42(NH2)2,  is  obtained  by  carefully  warming 
a-a-hydrazonaphthalene  with  the  calculated  quantity  of  dilute 
hydrochloric  acid  to  70 — 80°.  A little  naphthidine  simultane- 
ously formed  separates  out  on  addition  of  concentrated  hydro- 
chloric acid ; dinaphthyline  is  obtained  from  the  filtrate,  and 
crystallizes  from  benzene  in  colourless  plates,  melting  at  273°. 
Its  readily  soluble  salts  lose  ammonia  on  boiling  with  even  weak 
acids,  forming  the  corresponding  carbazole.  The  solutions  are 
readily  turned  brown  by  oxidizing  agents,  and  yield  phthalic 
acid  alone  on  warming  with  chromic  acid.  By  means  of  the 
diazo-reaction  it  also  yields  a-dinaphthyl.^ 

These  two  bases  correspond  exactly  to  benzidine  and  dipheny- 
line  (pp.  399,  411) ; as  dinaphthyline  so  readily  yields  a 
carbazole,  the  amido-groups  must  be  close  together,  and  the 
constitution  of  the  two  compounds  may  be  represented  by  the 
following  formulse : 


NH2 

’ Nietzki  <a]id  Goll,  IJer.  18,  3252. 
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Diamido-a-clinapUhyl,  was  prepared  by  Julius 

by  the  reduction  of  the  iiitro-compound  with  zinc  dust  and  liydro- 
chloric  acid.  The  liydTOclilo'ridc  thus  obtained  crystallizes  fioni 
water  containing’  hydrochloric  acid  in  small  needles,  which  be- 
come g’reen  in  the  air.  If  it  be  treated  with  ammonia,  ex- 
tracted with  ether,  and  the  ethereal  solution  evaporated,  the 
base  remains  as  a gTeen  amorphous  residue.  On  addition  of 
ferric  chloride  to  a solution  of  the  hydrochloride,  di-iinidcdi- 
naphthalene  hydrochlo7’ide  is  obtained  in  dark  brown  needles, 
having  a bronze  lustre  : 


C,oH,.NH3C1  C,oHe, 

I + 2FeCL  = 1 

CioH,.NH3C1  C,oH3.NH2C1 

It  is  reconverted  by  reducing  agents  into  the  diamido-com- 
pound. 

IJitolyldiamido-a-dma'phthyl,  C.,oHj2(^H.C(jH4.CH3).2,  is  formed 
when  p-tolyl-;S-naphthylamine  is  warmed  with  nitrosodimethyl- 
aniline  hydrochloride,  zinc  chloride,  and  acetic  acid,  or  boiled 
with  ferric  chloride  and  acetic  acid.  It  is  purified  by  washing 
with  acetic  acid,  boiling  water,  and  alcohol,  and  is  thus  obtained 
in  shimmering  white  crystals,  which  melt  at  224 — 225°,  and  are 
only  dissolved  sparingly  by  the  ordinary  solvents,  forming  solu- 
tions which  show  a beautiful  blue  fluorescence.  Its  solution  in 
concentrated  sulphuric  acid  is  coloured  grass  green  by  a trace  of 
nitrous  acid.^ 

a-a-Dinaphthylcmdjazoh,  C20H13N,  gradually  separates  out  on 
heating  a solution  of  dinaphthyline  in  hydrochloric  acid  to  the 
boiling-point : 


^201 


-f-  2FeCl2  + 2HC1. 


C,A.NH2 

1 = 1 >NH  -f  NH3. 

C,oH,.NH2  C,oH/ 

It  crystallizes  from  acetic  acid  or  benzene  in  long  colourless 
needles,  and  from  alcohol  in  silvery  plates,  melts  at  216°,  and 
sublimes  in  needles.  It  dissolves  in  sulphuric  acid  with  a 
reddish-brown  colour,  which  is  changed  by  a trace  of  nitric  acid 
to  dark  green. 

1 Witt,  Ber.  21,  726. 

N N 2 
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With  picric  acid  it  yields  the  compound  C.20HJ3N  + 
CgH3(N02)30,  which  melts  at  236°.  On  addition  of  sodium 
nitrite  to  an  acetic  acid  solution  of  the  carbazole,  the  nitros- 
amine,  C2oHj2^-NO,  sej)arates  in  yellow  j)lates,  melting  above 
300° ; and  on  heating  with  acetic  anhydride,  it  forms  the 
ncr«Jy/-compound,  C2oHj2N-C!0,CH3,  which  crystallizes  in  colour- 
less needles  (Nietzki  and  Goll). 

a-^-DinaphtJiylcarbazole,  C2oH^3N,  is  formed  by  heating  /S- 
dinaphthol  with  zinc-chloride-ammonia  at  320 — 330°,  and  crys- 
tallizes from  alcoholic  ether  in  white  lustrous  needles,  melts 
at  159°,  and  dissolves  in  sulphuric  acid  with  a blood  red  colour. 
Itsy^^cWc  acid  com’pound,  C2oH^3N  -f-  2C(5H3(N 62)30,  crystallizes 
from  benzene  in  small  black  needles,  which  have  a violet-blue 
lustre,  and  melt  at  219°.  The  /-derivative,  CgoH^g^- 
(JO.CH3,  obtained  by  heating  the  carbazole  with  acetic  anhydride 
and  sodium  acetate,  crystallizes  from  alcoholic  ether  in  white 
satiny  plates,  and  melts  at  144°. 

Phenyl- a- ^-dinapldliylcarhazole,  C^qH^2^-C^6^5’  prepared 
by  Walder  by  heating  /3-dinaphthol  with  zinc-chloride-aniline, 
and  crystallizes  from  benzene  on  addition  of  alcohol  in  yellowish 
prisms,  which  have  a diamond  lustre,  melt  at  144°,  and  dissolve 
in  sulphuric  acid  with  a violet  colour.  The  picric  acid  com- 
ptound,  CpgHjyN  4-  2CgH3(N02)g0,  forms  reddish-brown  lustrous 
needles,  and  melts  at  169°. 

The  constitution  of  the  two  carbazoles  is  represented  by  the 
following  formuloB : 


a-a  a-/3 


2777  jB-Dina'phtliyl  or  Isodinap)hthyl,  C20HJ2,  is  formed  in 
<[uantity  when  the  mixed  vapours  of  naphthalene  and  antimony 
trichloride  are  yjassed  through  a red-hot  tube  (W.  Smith),  and  is 
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also  obtained, together  witli  methyliiaplithalenes  and  dinaplithyl- 
naplithalene,wlien  a mixture  of  naphthalene  and  ethylene  bromide 
is  heated  with  aluminium  chlorided  It  crystallizes  from  ben- 
zene in  tablets  having  a blue  fluorescence,  is  sparingly  soluble  in 
alcohol  and  ether,  melts  at  190°,  and  boils  at  about  450  . It  is 
converted  by  chromium  trioxide  in  acetic  acid  solution  into 
isodinaphtliyldiquinonc,  CooHj^O^,  which  is  a yellow  amorphous 
powder.  When  hot  solutions  of  the  hydrocarbon  and  picric  acid 
are  mixed  together  and  allowed  to  cool,  the  picric  acid  compov/nd, 
C.2oHi4  -h  2CgH3(N0.2)30,  separates  in  orange  coloured  micro- 
scopic prisms,  which  melt  at  184°.^ 

a- Dinaphthyl  is  formed  together  with  the  /9-^-compound, 
and  is  separated  from  it  by  recr37stallization  from  light 
petroleum.  It  crystallizes  in  six-sided  plates,  melts  at  1 9 80  , 

and  is  more  readily  soluble  in  alcohol  and  benzene  than  the 
foregoing  compound. 

The  picric  acid  compound,  C20H44  -h  CgH3(N02)30,  crys- 
tallizes in  golden-yellow  needles,  and  melts  at  155 — 156° 
(Wegseheider). 

a-Dinaphthol  or  Dihydroxy- ^-dinaphthy I,  C2oH42(OH)2,  was 
obtained  by  Dianin  by  adding  ferric  chloride  to  a saturated 
solution  of  a-naphthol  till  the  precipitate  assumed  a pale  violet 
colour.  The  residue  is  purified  by  boiling  with  water  and 
benzene  and  recrystallizing  from  alcohol,  a-Dinaphthol  is 
then  obtained  in  silvery  rhombic  tablets,  which  melt  at  300°, 
and  on  distillation  are  partially  reconverted  into  a-naphthol. 
Its  alcoholic  solution  gives  a violet  colouration  and  precipitate 
with  ferric  chloride. 

a-Dinaphthol  ethyl  ether,  C.2oH42(0 02115)2,  is  formed  by  warm- 
ing a-dinaphthol  with  alcoholic  potash  and  ethyl  iodide,  and 
crystallizes  from  alcohol  in  white  nacreous  plates,  melting  at 
211°,  The  corresponding  dimethyl  ether  crystallizes  in  tablets, 
and  melts  at  251°.^ 

^-a-Dinaphthylene  oxide,  C20H42O,  is  obtained  by  heating  a- 
naphthol  with  lead  oxide,^  the  reaction  possibly  taking  place  in 
the  following  manner : 


^ Staub  and  Smith,  Journ.  Chem.  Soc.  1885,  I.  104. 
“ Wegseheider,  Bcr.  23,  3199. 

^ Ostermayer  and  Rosenhek,  Ber.  17,  2453. 

^ Knecht  and  Unzeitig,  Annalen,  209,  134. 
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CeH,< 


>C --.c 

^CH  = CH 


+ 2H,0  + Pb. 


It  is  also  formed  when  a-najDlithol  is  boiled  in  presence  of  air/ 
and  by  heating  calcium  a-naphthate  : “ 

3(CioH70)2Ca  = 2C2oH,20  + + 3CaO  + H^O. 


y3-a-Dinaphthylene  oxide  crystallizes  from  alcohol  in  plates, 
and  from  benzene  in  broad  needles,  melts  at  184'",  is  insoluble  in 
sulphuric  acid,  and  yields  with  picric  acid  the  compound  CgoH^g^ 
+ CgH3(N02)30,  which  crystallizes  from  benzene  in  dark  red 
needles,  and  melts  at  171°. 

-Dichloro-^-a-dincqjhthylene  oxide,  CgoHj^ClgO,  is  obtained  by 
warming  the  oxide  with  phosphorus  joentachloride,  and  crys- 
tallizes from  benzene  in  needles,  which  melt  at  150 — 151°,  and 
readily  sublime. 

Dihromo-l3-a-dina'plithyl,  CgoHj^BigO,  is  formed  when  bromine 
is  allowed  to  drop  into  a solution  of  the  oxide  in  carbon  di- 
sulphide, and  separates  from  benzene,  in  which  it  is  sparingly 
soluble,  in  pale  yellow  crystals,  melting  at  287°. 

Dinitro-^-a-na]iJitliylene  oxide,  C.2oHjq(N02)20,  is  prepared  by 
acting  with  nitric  acid  on  a warm  acetic  acid  solution  of  the 
oxide,  and  crystallizes  from  benzene  in  pale  yellow,  indistinct 
needles,  which  melt  at  270°. 

(B-Dinaijlithylene  oo:ide  is  obtained  by  heating  /S-naj^hthol 
with  lead  oxide  or  with  phosphorus  pentoxide,^  and  crystallizes 
in  silvery  plates  or  broad  needles,  melts  at  161°,  and  is  sparingly 
soluble  in  boiling  alcohol,  cold  benzene,  or  acetic  acid,  readily  in 
ether.  It  dissolves  in  sulphuric  acid  with  a rose-red  colour,  which 
changes  on  warming,  first  to  reddish-violet  and  then  to  dark 
blue.  If  the  solution  be  poured  into  water,  an  orange-red,  strongly 
fluorescent  liquid  is  obtained. 

Mei’z  and  Weith,  Bur.  14,  195,  ^ Niederhausen,  Ber.  15,  1119, 

“ Dianin,  BeiUtcin^s  TIandh.  2,  642. 
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It  yields  a picric  acid  compound,  C20H12O  + 2C6H3(N02)30, 
whicli  crystallizes  from  benzene  in  cinnabar-red  needles,  anc 
melts  at  171°,  and  cannot  therefore  be  identical  with  p-a-a\- 
naphthylene  oxide ; it  has  probably  the  following  constitution  : 


/CH=C— CzuCHv 

CcH/  I I /CeH,, 

\gh=g  c=gh/ 


0 


Dichloro-^-dmaphthylene  oxide,  C2„H,„C1,0,  crystallizes  from 
benzene  in  silky  needles,  melts  at  245°,  and  dissolves  in 
sulphuric  acid  with  a reddish-brown  colour,  which  changes  to 
violet  on  warming ; if  nitric  acid  is  present  a deep  green  solution 
is  formed,  which  becomes  red  when  the  solution  is  slowly  wanned 
and  finally  almost  disappears. 

Dihromo-l3-dinaphtliyUnc  oxide,  C2oHioBr20,  likewise  crys- 
tallizes in  needles,  and  melts  at  247°.  With  sulphuric  acid 
and  a drop  of  nitric  acid  it  gives  a pale  green  colouration,  which 
changes  to  blue,  reddish-violet,  and  finally  to  cherry-red. 

Dinitro-^-dinap)hthylcnc  oxide,  C2oHio(N02)20,  crystallizes 
from  benzene  in  needles,  melting  at  221  . 

ry-DinapMhol,  C2oHj2(OH)2,  is  formed  together  with  ^-hy- 
droxynaphthoic  acid  and  /3-naphthol  when  /3-naphthaldehyde  is 
fused  with  potash,  and  crystallizes  from  alcohol  in  slender  silky 
needles,  which  melt  at  195°,  are  insoluble  in  water,  but  soluble 
in  alkalis.^ 

^-Dinaplithylcarhazolc,  obtained  by  heating  /3- 

thiodinaphthylamine  with  copper  powder  : 


;NH  -f-  2Cu 
H / 


I ; 


NH  + 


It  crystallizes  from  hot  benzene  in  needles  or  prisms,  melts  at 
170°,  is  sparingly  soluble  in  alcohol,  moderately  in  acetic  acid, 
readily  in  ether,  and  especially  in  boiling  benzene,  the  solutions 
showing  a blue  fluorescence.  Its  almost  colourless  sulphuric 
acid  solution  is  coloured  brown  by  a trace  of  nitric  acid.  The 
2ncric  acid  compoiind  crystallizes  from  benzene  in  compact,  dark 


^ KaulTmanii,  Bcr.  15,  804. 
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reddish-brown  or  almost  black  needles,  and  melts  at  221° ; the 
acetyl  compoimd,  CgoHj.^N.CO.CHg,  separates  from  hot  benzene 
in  long  yellowish  needles,  and  melt's  at  143°.^ 

Piccnc,  0.2211^^,  occurs  in  the  pitch-like  mass  which  remains  on 
the  distillation  of  coal-tar,  and  passes  over  at  a high  tempera- 
ture as  a resinous  mass  resembling  gamboge,  which  crystallizes 
fiom  high  boiling  tar-oil  in  yellow  plates.^  It  is  also  obtained 
when  the  residue  from  the  rectification  of  Californian  petroleum 
IS  subjected  to  dry  distillation,  and  then  crystallizes  in  yellowish- 
gieen  oi  deep  green  plates.^  It  is  also  found,  together  with 
othei  hydrocarbons,  among  the  products  formed  by  the  action 
of  aluminium  chloride  on  a mixture  of  naphthalene  and 
ethylene  bromide,'^  and  is  identical  with  henzeTyrtlirene, 
a by-product  obtained  in  the  preparation  of  diphenyl,^  and 
probably  also  with  -par achry sene,  which  is  found  in  the  highest 
boiling  portions  of  coal-tar.®  By  repeated  crystallization  from 
boiling  pseudocumene  it  is  obtained  in  pure  white  lustrous 
plates,  which  have  a blue  fluorescence,  and  are  only  very 
sparingly  soluble  in  any  of  the  usual  solvents.  It  melts  at 
337—339°,  and  boils  at  518—520°,  i.e.  nearly  at  a red  heat, 
and  has  therefore  the  highest  boiling-point  of  any  known 
hydrocarbon.  Its  vapour  has  a sp.  gr.  of  9'8. 

ijilvosihydropicene,  C22H3^,  is  formed  together  with  the  follow- 
ing compound  by  heating  picene  with  phosjDliorus  and  hydriodic 
acid  at  250 — 2G0°,  and  is  a liquid  boiling  above  360°. 

1 erhydropicene,  C22H3Q,  crystallizes  from  alcohol  in  white 
needles,  melts  at  175°,  and  boils  above  360°.  When  distilled 
over  zinc  dust  it  is  reconverted  into  picene.^ 

Hydrides  of  picene  also  occur  in  the  high  boiling  oils  obtained 
fiom  lignite-tar,  as  these  yield  picene  on  heating  with  sulphur 
or  on  remaining  for  a long  time  in  tlie  air.® 

Dihromopieene,  C22Hi2Br2,  is  formed  by  adding  a chloroform 
solution  of  bromine  to  picene  suspended  in  the  same  liquid, 
and  crystallizes  from  boiling  xylene  in  slender  white  needles, 
melting  at  294 — 296°. 

Picenequinone,  prejDared  by  suspending  picene  in 

' Ris,  Ber.  19,  2240.  2 Burg,  Ber.  13,  1834. 

Graebe  and  Walter,  Ber.  14,  175.  “ Lespicau,  Bull.  Soc.  Chim.  III.  6,  238. 

Schmidt  and  Scliultz,  Annalcn,  203,  134;  Schultz,  Steinkohlcnthcer,  I. 

218. 

Rascnack,  Ber.  6,  1401.  7 Lieberinann  and  Spiegel,  Ber.  22,  779. 

« Boyen,  Chem.  Zeit.  1889,  870,  905. 
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acetic  acid,  and  adding  a solution  of  chromium  trioxide  in  the 
same  liquid.  It  is  a dark  orange-red  crystalline  powder,  which 
becomes  strongly  electrified  when  rubbed,  sublimes  with  partial 
decomposition  in  red  needles,  dissolves  readily  in  hot  alcohol 
and  acetic  acid,  and  also  in  sulphuric  acid  with  a green  colour. 

Picene  is  the  final  member  of  the  following  series  of  hydro- 
carbons : 

Benzene CJgHg. 

Naphthalene Cj(,Hg. 

Phenanthrene 

Chrysene 

Picene ^22^14- 

It  has  probably  the  constitution  : 


Dinct^hthylnaplitliahne,  (C4QH7)2C4oHg,  the  formation  of  which 
has  been  already  mentioned  under  /3-dinaphthyl  (p.  549),  crys- 
tallizes from  boiling  alcohol,  in  which  it  is  sparingly  soluble,  in 
gTeenish  hexagonal  plates,  which  readily  sublime  and  melt  at 
about  300°  (Roux). 
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2778  -p-Di2ohenylhenzene,  06X14(06115)2,  was  obtained  by  Riess 
by  the  action  of  sodium  on  a mixture  of  bromobenzene  and  7:>-di- 
bromobenzened  and  by  Abeljanz  by  the  decomposition  of  ben- 
zene potassium  (Part  III.  p.  89)  with  water.^  It  is  also  contained 
together  with  isodiphenylbenzene  in  the  by-products  obtained 
in  the  manufacture  of  diphenyl  by  passing  benzene  vapour 
through  a red-hot  tube,  and  may  be  isolated  from  them  by 
fractional  distillation  and  separation  of  isodiphenylbenzene  and 
other  compounds  by  means  of  alcohol  from  2,000  grams  of 
benzene,  40  grams  of  y?-diphenylbenzene  were  thus  obtained.  It 
is  also  formed,  together  with  methyldiphenyl,  dimethyldiphenyl, 
and  isodiphenylbenzene,  by  the  action  of  methyl  chloride  on  a 
mixture  of  diphenyl  and  aluminium  chloride.'’ 

It  crystallizes  in  large  plates  which  are  sparingly  soluble  in 
boiling  alcohol  and  acetic  acid,  more  readily  in  ether  and  light 
petroleum,  and  easily  in  benzene  with  a blue  fluorescence.  It 
melts  at  205°,  boils  at  383°,  giving  a vapour  of  sp.  gr.  8*08,  yields 
no  compound  with  picric  acid,  and  is  oxidized  by  chromium 
trioxide  in  acetic  acid  solution  to  79-phenylbenzoic  acid  and 
terephthalic  acid. 

PGrchlorodiphcnylbenzene,  C^gCli^,  is  formed  by  gradually 
heating  79-diphenylbenzene  to  360°  with  an  excess  of  antimony 
pentachloride,  and  distils,  if  air  be  excluded,  as  a thick  oily 
liquid.  It  quickly  solidifies,  and  is  sparingly  soluble  in  alcohol, 
somewhat  more  readily  in  benzene,  and  very  easily  in  boiling 
nitrobenzene,  from  which  it  separates  in  crystalline  granules.® 

' AnnaUn,  164,  161.  2 9^  jq. 

Schultz,  Annalen,  174,  228  ; Schmidt  and  Scliultz,  Annalen,  203,  118. 

^ Adam,  Ann.  Chim.  Phys.  VI.  15,  239  ’ 

Mcrz  and  Weith,  Per.  16,  2884 
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DinitTodiphcnylhenzenc,  Ci8Hi2(N02)2,  is  obtained  by  mixing  a 
solution  of  the  hydrocarbon  in  acetic  acid,  with  eight  times  its 
volume  of  fuming  nitric  acid  and  warming  on  the  water  bath  ; 
it  separates  as  a yellowish  crystalline  substance  which  is 
sparingly  soluble  in  alcohol,  somewhat  more  readily  in  acetic 
acid,  and  crystallizes  from  nitrobenzene  in  long  monosyrametric 
needles  melting  at  277°. 

Trinitrodiplienylhcnzene,G^^-^^p^0^^y  is  obtained  by  the  action 
of  fuming  nitric  acid  on  the  dinitro-compound  or  on  the  hydro- 
carbon, and  crystallizes  from  acetic  acid  in  concentric  a^j^re^  ates 
of  yellowish  rhombic  needles,  which  melt  at  195  . 

Triaiiiidodiplienylhenzene,  C-^gHj^(NH2)3,  is  prepared  by  le- 
ducing  the  trinitro-compound  with  tin  and  hydrochloric  acid, 
and  crystallizes  from  alcohol  in  small  needles,  melting  at  169‘5  . 
The  solution  assumes  a bluish-violet  surface  colour  in  the  air, 
and  on  addition  of  ferric  chloride  and  warming  becomes  violet 
and  then  brownish  black.  Its  liyd.rocliloride  crystallizes  in  long 
needles  (Schmidt  and  Schultz). 

'p-Diyhenylbenzoquinone,  (CgH5)2C6H202.  When  ethyl  me- 
thylbenzoylacetate,  CgH5.CO.CH(CH3).COOC2H5,  is  dissolved 
in  dilute  caustic  potash,  and  sodium  nitrite  and  dilute  sulphuric 
acid  added,  it  is  converted  into  isonitroso-ethylphenylketone, 
C6Hg.CO.C(NOH).CH3;  the  latter  on  distillation  with  dilute  sul- 
phuric acid  yields  methyl'phenyldihctonc  or  acctylhenzoyl,  CgHg.CO. 
CO.CHg,  a yellowish  oily  liquid  which  boils  at  216 — 218  , 
forming  an  extremely  pungent  vapour.  When  mixed  with 
twenty  parts  of  water  and  two  parts  of  10  per  cent,  caustic  soda 
solution,  preferably  with  addition  of  little  potassium  ferricyanide, 
it  undergoes  a similar  reaction  to  diacetyl  (Part  III.  p.  186), 
and  is  converted  into  diphenylbenzoquinone  : 

CO 

x\ 

CHg  CO.CgHg 

CgHg.CO  CH3 
CO 

The  liquid  quickly  becomes  brown  and  after  fifteen  minutes  is 
warmed  on  the  water  bath  and  extracted  with  benzene.  After 
evaporating  off  the  latter  a brown  residue  is  left,  which  is  washed 


CO 


CH  C.C.H, 


6 5 


+ 2H.O. 


CgHg.C  CH 


CO 
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With  ether,  and  warmed  with  a mixture  of  six  parts  of  alcohol 
and  three  parts  of  moderately  dilute  nitric  acid  till  it  assumes 
a pure  yellow  colour. 

Diphenylbenzo(|uiiioiie  crystallizes  from  acetic  acid  m very 
ustrous  orange-yellow  plates,  and  is  only  sparingly  soluble  in  the 
usual  solvents,  with  the  exception  of  benzene.  It  dissolves  in  sul- 
phuiic  acid  foiming'  a reddish-violet  solution  which  is  reprecipi- 
tated by  water.  On  heating  with  zinc  dust  and  acetic  acid 
it  yields  p-cliphenylcjuinol,  CjgHj2(OH)2,  which  crystallizes  from 
alcohol  in  colourless  cubes,  melts  at  218—219°,  and  is  converted 
by  ferric  chloride  first  into  tlie  quinlmjdrone,  which  is  also  ob- 
tained as  a greenish-black  precipitate  by  mixing  acetic  acid 
solutions  of  the  quinone  and  quinol  and  precipitating  with 
water.^ 

Isodiphenyllenzcne,  crystallizes  from  dilute  alcohol  in 

long  needles,  melts  at  85  , and  boils  at  363°  giving  a vapour  of 
sp.  gi.  8 18.  On  oxidation  it  yields  benzoic  acid,  together  with 
terephthalic  acid  and  j9-phenylbenzoic  acid. 

Todnitro-isodiphenylhenzcne,  CigHij(N02)3,  crystallizes  from  hot 
acetic  acid  in  concentric  aggregates  of  needles,  melts  at  200° 
and  on  reduction  yields  a base  which  melts  at  288°,  and  gives 
a dark  brown  colouration  with  ferric  chloride. 

Triphcnylene,  Ci8Hj2,  is  likewise  formed  in  the  prej^aration  of 
diphenyl,  and  crystallizes  from  alcohol  in  needles  melting  at 
196  . It  combines  with  picric  acid  forming  an  orange-yellow 
compound  which  melts  at  212°  (Schmidt  and  Schultz). 


^ Miiller  and  Pechmann,  Ber.  22,  2127. 
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2779  s-Tri‘phenylhenzene,  C.24Hjg,  is  obtained  by  saturating 
acetophenone  with  hydrogen  chloride  and  allowing  the  mixture 
to  remain  in  a warm  place.  Its  formation  corresponds  exactly 
to  that  of  mesitylene  from  acetone  ; 


I 

CO 

/ 

CH3  CH3 

I 

C,H-CO  CO-C,H, 

\ 

CH3 


C.C,H, 

HC  CH 

I II  P 3H(,0. 

C,H,.C  C.C,H, 

CH 


As  soon  as  crystals  cease  to  separate  out  the  mother  liquor 
is  filtered  off,  and  may  be  made  to  yield  more  of  the  hydrocar- 
bon by  repeated  saturation  with  hydrogen  chloride.^  A very 
remarkable  formation  of  this  compound  was  observed  by  Behai, 
from  the  product  of  the  action  of  phosphorus  pentachloride 
and  acetophenone.  This  was  allowed  to  stand  for  a long  time 
and  suddenly  exploded ; the  crystals  scattered  around  were 
found  to  consist  of  triphenylbenzene.  B4hal  showed  that  chloro- 
styi’olene,  C(jH5.CCl  = CH2,  is  first  formed,  and  that  this  on 
saturation  with  hydrogen  chloride  and  heating  to  40°,  forms  tri- 
phenylbenzene with  explosive  evolution  of  hydrogen  chloride.- 
s-Triphenylbenzene  crystallizes  from  ether  in  rhombic  tablets, 
melts  at  169 — 170°,  and  is  moderately  soluble  in  alcohol  and 
ether,  readily  in  benzene.  When  boiled  with  dilute  nitric  acid 

^ Engler  and  Berthold,  Ber.  7,  H,  2.3. 


® Bioll.  Soc.  Chim.  50,  632. 
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or  dilute  sulphuric  acid  and  potassium  dichromate  it  is  not 
attacked,  but  il  heated  with  chromium  trioxide  in  acetic  acid 
solution  is  oxidized  to  benzoic  acid,  the  central  nucleus  being 
destroyed.’ 

Dodecahydrotriylienylbenzcne,  C24H3Q,  is  formed  by  heating 
triphenylbenzene  with  amorphous  phosphorus  and  hydriodic  acid 
for  sixteen  hours  at  270 — 280°,  and  is  a thick  faintly  aromatic 
smelling  liquid,  which  gradually  crystallizes  in  the  cold,  but 
melts  at  the  summer  temperature.  It  is  not  attacked  by  cold 
concentrated  sulphuric  or  nitric  acids. 

Eihosikydo^otriphenylbcnzene,  0341133,  is  formed  if  the  heating 
with  hydriodic  acid  be  continued  for  thirty-two  hours,  and 
is  a somewhat  less  thick  liquid  than  the  foregoing  compound 
(Mellin). 

PercUorotriphenylhcnzene,  0340143,  is  obtained  by  gradually 
heating  a mixture  of  the  hydrocarbon  and  jDhosphorus  penta- 
chloride  to  360°,  and  distils  in  an  atmosphere  of  chlorine  form- 
ing an  oil  which  quickly  solidifies,  and  crystallizes  from  nitro- 
benzene in  needles.  It  is  only  attacked  with  great  difficulty  by 
concentrated  nitric  acid,  even  at  300 — 350°.^ 

Bromotri'plicmjlbcnzme,  034Hi7Br,  is  formed  by  allowing  a 
solution  of  bromine  and  triphenylbenzene  in  carbon  disulphide 
to  stand,  and  crystallizes  from  alcohol  in  needles,  melting  at  104° 
(Engler  and  Berthold). 

a-Tetranitrotriplienylhcnzene,  C24H44(N02)4,  is  obtained  to- 
gether with  the  yS-compound  by  adding  nitric  acid  to  an  acetic 
acid  solution  of  the  hydrocarbon,  and  on  cooling  separates 
almost  completely  in  small  needles  which  are  practically  in- 
soluble in  the  common  solvents.  It  crystallizes  from  boiling 
aniline  or  nitrobenzene  in  pale  yellow  needles,  and  melts  at 
370°. 

^-Tetranitrotri2-)henylhcnzcnc,  C24H44(N02)4,  separates  from 
the  acetic  acid  solution  on  addition  of  water.  It  dissolves 
readily  in  alcohol,  ether,  &c.,  and  crystallizes  in  small  needles, 
melting  at  108°. 

a-Tetramidotr^ihenylhcnzene,  C24H44(NH2)4,  is  prepared  from 
the  corresponding  nitro-compound  by  reduction  with  tin  and 
hydrochloric  acid,  and  crystallizes  from  dilute  alcohol  in  small 
white  needles,  which  melt  at  137 — 138°.  When  boiled  for  some 

^ Mellin,  IJer.  23,  2533. 

- Merz  ami  Weith,  Ber.  16,  2883. 
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tiiiiG  witli  cicGtic  cinliydridG  and  sodium  acGtato  it  yiGlds  tlic 
odacctyl  compound,  C2,Hi,N,(CO.CH3)8,  which  forms  microscopic 
needles,  and  melts  at  156  158  . 

^-Tetramidotri2:)lienylhenzene  crystallizes  in  yellowish  needles, 
which  become  dark  in  the  air,  and  melt  at  96 — 98°  with 
decomposition.  Its  octacetyl  compound  forms  granular  crystals, 
and  melts  at  142 — 143°  (Mellin). 

Triphenylbenzene  is  the  final  member  of  the  following- 
series  : 

Benzene,  CgHg  Diphenylbenzene, 

Diphenyl,  Triphenylbenzene,  C.24HJS. 

Tri-^-tolylbenzene,  CgH3(CeH4.CH3)3,  is  obtained  by  repeatedly 
saturating  j9-tolylmethylketone  with  hydrogen  chloride,  and 
crystallizes  from  chloroform  in  beautiful  white  needles,  and  from 
alcohol  in  plates,  which  melt  at  171°,  and  decompose  on  further 
heating  without  subliming. 

Tribromotriiolylhenzene,  C27H2iBr3,  crystallizes  from  carbon 
disulphide  in  matted  needles,  and  melts  at  212°. 

Trinitrotritolylbenzene,  C27H2i(N02)3,  is  a canary -yellow  crys- 
talline powder,  which  decomposes  on  heatingd 

Tri-o-benzylenebenzene,  C27H^g,  is  formed  by  heating  hydrindene 
(p.  7)  with  hydrochloric  acid  at  100°.^ 


It  is  also  formed  when  truxone,  which  will  be  described  in  a 
later  volume,  is  heated  with  hydriodic  acid,^  and  crystallizes 


''  Clans,  J.  Ft.  Chem.  II.  41,  405. 

' Hausmann,  Ber.  22,  2019. 

^ Liebermann  and  Bergami,  Ber.  22,  786  ; 23,  317. 
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from  boiling  nitrobenzene  in  beautiful  yellowish  needles,  which 
do  not  melt  at  360°,  are  almost  insoluble  in  boiling  alcohol,  ether, 
acetic  acid,  &c.,  and  also  in  cold  concentrated  sulphuric  acid,  and 
in  boiling  nitric  acid. 

Tri-o-henzoylenebcnzene,  0^^11^203,  is  formed  when  phthalyl- 
acetic  acid  is  warmed  with  60  parts  of  sulphuric  acid  on  the 
water-bath : 


CO—O  COgH 

3 I II 

C6H,.Czz;CH 


CO 


CO  c 


CO 


+ 3H20  3C02. 


It  is  also  formed  by  heating  phthalic  anhydride  with  ethyl 
rnalonate  or  ethyl  acetoacetate,^  and  when  tribenzylenebenzene 
is  boiled  for  a long  time  with  5 parts  of  chromium  trioxide  and 
50  parts  of  acetic  acid. 2 

Tribenzoylenebenzene  crystallizes  in  slender  yellow  hair-like 
needles,  which  do  not  melt  at  360°,  and  only  dissolve  to  any 
appreciable  extent  in  nitrobenzene. 

The  exact  constitution  of  these  two  compounds  is  represented 
by  the  following  formulae  : 


o-rhenenyltriheMzoic  acid,  C^H3(CgH4.C02H)g,  is  formed  by 
fusing  tribenzoylenebenzene  with  potash,  and  crystallizes  from 
<lilute  alcohol  in  thick  broad  prisms,  melts  at  259 — 261°,  and 

’ Gabriel  and  Michael,  Ber.  10,  ; 11,  1107  ; Gabriel,  Bcr.  14,  925. 

' Hausmann,  loc.  cit.  ; Liebermann  and  Bergami,  loc.  cit. 
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on  distillation  with  lime  yields  triplienylbenzene  and  carbon 

dioxide.  , • i lu 

p-rhcnenyltrihenzoic  acid  is  prepared  by  heating  tiitolylben- 

zene  with  dilute  nitric  acid  at  160—180°,  and  separates  from 
rilcohol  as  a crystalline  powder,  which  commences  to  sublime  in 
needles  at  280°  without  melting ; the  normal  potassium  salt  is 
readily  soluble  and  remains  on  evaporation  as  an  indistinct  crys- 
talline mass;  the  di-acid  salts  are  heavy,  soluble,  crystalline 
powders  (Claus). 
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Acetone-a-naphthylhydrazone,  251 
Acetone-/3-naphthylhydrazone,  252 
Acetophenanthrenei|uinol,  500 
a-Acetophenylnaphthalide,  1 50 
Acctylbenzidine,  403 
Acetylbenzoyl,  555 
Acetylcarbazole,  416 
Acetyldiphenimidc,  451 
Acetyl h y d r osa n to n ill e,  34  5 
Acetyljnglone,  138 
Acetyl-a-naphthylglycocoll,  151 
Acetylnaphthylphenylcarbazole,  531 
Acetylsantonic  acid,  345 
Acid-brown  R,  273 
Acid  a-naphthyl  snlphati',  80 
Acid  )8-na])hthyl  sulidiate,  86 
Acid  yellow  R,  106 
Ahuninium  o-naphthate,  79 
Aluminium  ;3-naphthate,  84 
Amidoaccnaphthene,  354 
a-Amidoazona]ihthalene,  267 
a-)3-Amidoazonaphthalene,  268 
;8-Amidoazonaphthalene,  268 
)8-Amidoazoxynaphthalene,  269 
p-Amidobenzeneazonaphtholsuli)honic 
acid,  278 

2-Amidobcnzidine,  410 
Amidoearbazole,  419 
Amidochlorotrinitronaphthalenc,  187 


Amidochrpene,  538 
Amido-di-imidonax)hthol,  222 
vn-Amido-)3-7-din  cthylindcne,  ■> 
Amidodii-dienic  acid,  455 
Amidodiphenyl,  396,  397 
Amidodi]rhenyl  ethylcarbamate,  405 
Amidodiphenylsulphonic  acid,  398 
m-Amido-;8-ethylindene,  5 
Amidofluorene,  474 
Amidohydroxy-j8-naphthoic  acid,  316 
Amido-a-hydroxynaphthoquinone,  21 9 
Amidohydroxy-a-nax)hthoquinonoxine, 

237 

Amidoimidoketohydronaphthalcne,  222 
m-Aniido-)3-isoproiiylindene,  5 
-j)i-Amido-)3-methylindene,  4 
a-Amidonaphthalene,  144 
0- Ainidonaxdithalene,  156 
1 : 4'-Amidonax)hthalenesulphamide, 

192 

a-Amidonax>hthalenesulphonic  acid,  191 
8-Amidonaxihthalenesulidionic  acid,  193 
7-Amidonaxihthalenesulx)honic  acid,  193 
Amidonaxdithalenic  acid,  219 
Amido-o-nax»hthoic  acid,  307 
Amido-8-naphthoic  acid,  311 
1 -Amido-8-ii<ax>hthol,  214 

2- Amido-o-naxdithol,  212 
2'-Amido-8-naphthol,  21 5 
4-Amido-a-nax»hthol,  21 2 
4'-Amido-a-nax3hthol,  213 
Amido-8-naxditholdisulphouic  acid,  214 

3- Amido-8-naxdithoquinol,  216 

4- Amido-8-naphthoquinol,  216 
4-Amido-8-naphtho(Xuinone,  220 
Amidonaphthostyril,  31 0 
Amido-a-naphthoxindole,  351 
Amidonaxdithyl  disulphide,  245 
a-Amido-8-nitrosona])hthalenc,  241 
/8-Amido-a-nitrosonai)hthalene,  242 
Amidonitrosonaphthoresorciuol,  237 
Amido]»henanthrenc,  498 
Xy-Ami(loi)henanthrenequinol,  501 
Amidoijhenanthrenequinone,  505 
Amido-7>-xihenyltolyl,  432 
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Amkloj)yr(.'iie,  oGO 
<t-Aiiiidotliiouai)lithol,  245 
^-Amidotliioiiaiditliol,  247 
S-Amidotliioiiaplitliol,  247 
Amidotviliydroxynaplitlialeue,  21 7 
Amyleiieliydroxyiiaiilvthoquinoiie,  333 
a-Amylna|)litliaieiic,  331 
)8-Amyliiaplitlialeuc,  331 
Aiiilidobromindone,  12 
Anilido-7-bromindone,  1 1 
Anilidocldoi'iudone,  9 
Anilidodi])lienamic  acid,  451 
Anilidodiphcjiimide,  452 
Anilidonaphthoquinonaiiil,  223 
Anilido-a-iia]ihtboquinone,  218 
Anilido-y8-napbtlioquinoiie,  220 
Anilidoniti'o-y-napbthoquiiione,  221 
Aniline  /8-na})litliatc,  84 
Archil-red  A,  276 
Arsenonaphtlialene,  281 
Atronic  acid,  533 
Atroninsnlplione,  '533 
Atronol,  532 

AtronoLsulplionic  acid,  532 
Atronylenesnlplioiiic  acid,  533 
Azarin,  278 

Azobenzeneazo-;8-naphthol,  274 
Azo-l)lack,  277 
Azococcin,  272 
Azodiplienyl,  428 
Azo-dyes,  fixing  on  cotton,  278 
Azo-dyes  of  diphenyl  group,  463 
a-a-Azonaiilithalene,  255 
a-)3-Azonaplitlialene,  256 
Azoxydipbenyl,  428 


Baphiin,  388 
Bcnzazurine,  467 

Benzeneazobiazona]ibthaleno  hydride, 

Benzeneazobiazona])hthalene  sulphate, 

263 

Benzeneazodihydrox3'iiaphthalene,  259 
Benzeneazoilinaphtliylaniine,  266,  267 
Benzoneazoethy]-a-na])hthylaniinc,  267 
Benzeneazo-a-naphthol,  256 
Bcnzeneazo-f3-naphthol,  257 
Benzeneazo-a-na])htbylainine,  260 
Benzoneazo-y8-na])hthylaniine,  262 
Bcnzenoazo-a-phenylna])hthylamine, 
267 

Benzeneazo-/3-l>henvlnaplithylaniine. 

264  ... 
Benzeneazo-«/’-totrahydro-a-naphthol, 

257 

Bcnzeneazotetrahydio-a-na[)htliyla- 
rnine,  261 

Benzeneazo-^?-tolyl-a-naphthy]aniine, 

267 

Benzencazo-/3-tolylnai)litliylaniine,  266 
Benzcnehydraziinidonaphthalene,  262 


a-Benzcnylamidothionaphthol,  246 
/3-Benzenylaniidothionaphtliol,  247 
Benzenyl-^-naphthamidoxiine,  299 
Benzenyl-a-naphthylaniidine,  1 54 
Benzeiythrone,  552 
Benzidine,  31t9 
;8-Benzidine,  411 
Benzidine-blne,  468 
Benzidinediketohydriiidene,  19 
Benzidine-j8-dina]ihthyletlier,  85 
Benzidinediphenyldicarbaniide,  405 
Benzidinedisnlphonic  acid,  408 
Benzidinediurethane,  405 
Bcnzidinepentanicthylanimoninm 
iodide,  402 

Benzidineseniinrcthano,  405 
Benzidinesulphone,  409 
Benzidinesuli>honedisnlphonic  acid, 
411 

Benzidinesnljdionesnlphonic  acid,  410 
Benzidinesnlphonic  acid,  407 
Benzidinetetracarboxylic  acid,  401 
Benzidinetetrasnl])honic  acid,  409 
Benzidinctrisnlphonic  acid,  409 
a-Benzonaphthalide,  150 
;8-Benzonaphthalide,  162 
a-Benzonaphthaliinidoehloride,  151 
8-Benzonaphthaliniidochloride,  1 62 
Benzonaphthostyril,  309 
Benzo}mi'])urine,  467 
Benzoylcarl)azolc,  416 
Benzoylhydroxyjnglone,  143 
Benzylene-indole,  13 
fflc-Bcnzylidinetetrahydro-;3-naphthyl- 
aniine,  174 

1 Jenzylnaphthylaniine,  148 
Bezoar,  487 
Bezoaric  acid,  487 

Bibroinanilidonaidithoquinonanil,  224 
Bichloranilidonaphthoqxunonanil,  224 
Bidiketohydrindene,  16 
Biebrich-.scarlet,  275 
Brilliant  crocein,  276 
Brilliant  orange,  271 
Bromacenaphtliene,  353 
Broinacenaphthylene,  355 
9/i-Bromhydriii(lone,  15 
;»-Broinhydi'indone,  15 
Broiiibydroxyimlone,  11,  12 
7-Broinindone,  11 
Broiniodindone,  12 
Bromochloronaphthalene,  52 
Bi’oniocitracono-a-l)roiiionaphthalide, 
181 

Broniocitracono-;8-bronionaphtbalide, 

183 

Bromodihydrodiphcnyl,  371 
Broniodihydrodiphenyl  dibromide,  371 
Broinodinitrona])hthalene,  62 
Broniodiphenic  acid,  452 
Bromodii)henic  acid  bromide,  452 
Bromodiphenyl  372 
Bromodi[)henylenektonc,  477 
Bromoditolyl,  440 
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IIi'omoHuovcuc,  472 
Ih-omofluorene  dibroiuiile,  472 
a-Broin-a-iiietlijdiiideiieca.rboxylic  acid, 
6 

Brom-a-metliylnaplitlialeue,  284 
Bromo-)3-metiiylnaplithalene,  284 
a-Broinona])litlialene,  47 
/3-Bromouaplithalene,  48 
a-15voiiioiiaphthalene  dichlovide,  48 
liromonaphtbaleiiesulphonic  acid,  72, 
73 

a-Bromoiiaphtlialenic  acid,  134 
)3-Bromonaphtlialeiiic  acid  135 
Bromoiiaplitlialimide,  322 
Broni-a-iiaplithoic  acid,  301 
Bvonio-)3-uaphthoic  acid,  302 
Broia-a-iiaplithol,  93 
Bromo-3-iiax)litliol,  95 
Bromonaxditliolactone,  315 
Broiiionaphtlionitrile,  301,  302 
3-Broiii-a-naplitliotxuinol,  116 
Broin-a-naplithoquinone,  125 
Broino-3-naplitlioquinone,  131 
3-Biomo-j8-naxditliofpiinone-a-oxiiue, 

232 

3-Bi'omo-)3-nax»litliO([uinone-j8-oxime, 

230 

Broinonaxdithostyril,  309 
Broiii-c-naplitbylamiiie,  180,  181 
Broino-jS-naphtliylaniine,  182 
Bromouitvodiidieny’l,  375,  376 
Broiiionitronaxdithalene,  61 
Broiuonitro-a-naphtlioic  acid,  305 
Bromonitro-a-nax)hthol,  97 
Brouioiiitro-a-nax)htliylamine,  185 
Broinoplienaiitlireiie,  496 
p-Bromoplienylbenzoic  acid,  436 
^-Bi'oinoi)henylbroinobenzoic  acid,  436 
jo-Bromo-xo-jdienyltolyl,  431 
Bromorosoquiiiol,  385 
Bromovosoquinone,  384 
Bromotetrahydrodiphenyl  dibroin  ide, 
371 

Broniotetrauitronax)lithalene,  62 
BroTnotriphenylbciizene,  558 


Carl)anilido-a-naiihtbol,  212 
Carbaiiilido-^-iiaplithol,  21 5 
Oarbanilido-a-naxditlioqiunone-a- 
oxime,  228 

Carbanilido-;8-iiax»hthoquinone-a- 
oxiine,  232 

Carbanilido-;3-na])btlioqiuiione-i8- 
oxime,  230 
Carbazole,  415 

Carbazoledisulphouic  acid,  418 
Carbazole-yellow,  409 
Carbazoliiie,  419 
a-Carbodiiiapbthyliniide,  156 
)3-Carbodinax)litliylimide,  1 65 
Carbonaphthalidc,  155 


Cavbonyl-a-nax)lithiraidoxinie,  294 
Carbonyl-/3-naphtliiinidoxiine,  299 
Carpeue,  509 
Cedriret,  391 

Cliloraniido-a-nax)litlioic  acid,  308 
m-Chlorhydrindoiie,  1 5 
Clilorhydroxyindone,  9 
Clilorhydroxy-a-naphtlioquinoniinide, 

223 

Chlorliydroxy-a-naphthoquinoxhiie, 

237 

Clilorobromindone,  9 
Chlorobromodiketoliydrindene,  1 8 
Cldorobroiiioketohydroxyhydviudic 
acid,  21 

Clilorodiniti'onax)ktlialene,  59,  60 
Chlorodiphenyl,  371,  372 
7n-Chloro-;3-iuetliylliydrindone,  1 5 
Cliloro-j8-methylindeiie,  4 
Chlorometliyliiideuecarboxylic  acid,  6 
a-Chlovoiiaplithalene,  38 
/3-Chloronax)litbalene,  39 
Chloronaplitlialcnedisuli)lionic  acid,  71 
Cliloronax'ihthalenesulxihonic  acid,  69, 
70 

a-Cldoronaphtlialene  tetracliloride,  39 
/3-Chloronaphtlialene  tetrachloride,  39 
a-Cliloronaphthalenetrisulphonic  acid, 
72 

Chloronaxjlithalenic  acid,  133 
Chlor-a-naj)lithoic  acid,  299,  300 
Chloro-j3-naj)htlioic  acid,  301 
Chlor-a-nax)hthol,  90,  91 
Chloro-;8-nai)htliol,  93 
Chloronajditholac tone,  314 
ChloronajAthoiuethine  chloride,  316 
4'-Chloronaxdithonitrile,  300 
Chloro-;8-nax)hthoquinol,  117 
Chlor-a-naphthoqninone,  121 
Chloro-j8 -naphthoquinone,  127 
Chloro-y8-naj)htho(xuinone  dichloride, 
127 

Chloro-;S-nax3hthoquinone-«-oxiiue,  234 
Chloronax>hthostyril,  309 
Chloronaj)hthosultonc,  105 
Chlor-a-nax)hthylaniine,  179,  180 
Chloro-)3-naphthylanune,  1 82 
Chloro-)8-nax)hthylamincsulx)honic 
acid,  198 

l'-Chlor-o-naj)hthyl  di.sulx)hide,  113 
Chloronitronaphthalene,  59 
Chloronitro-a-nax)hthoic  acid,  305 
Chlorophenanthrene,  496 
Chlorox)henanthrone,  506 
Chlorojiyrene,  359 
Chloroxynaxdithalene  chloride,  122 
_ Chloroxynaphthalenic  acid,  133 
Cholesterylnajdithylaniine,  148 
Chrysainine  G,  465 
Chrysamine  R,  465 
Chrysaurein,  271 
Chrysene,  535 

Chrysene  dinitroanthraquinone,  536 
Chrysene  picric  acid,  536 
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Clhrysenic  acid,  541 
C'hrysofluorene,  541 
Chrysofluorenyl  alcohol,  540 
Chrysoglycollic  acid,  540 
Chrysoketone,  540 
Chrysoquinol,  539 
Chrysoquinone,  539 
Citracon-a-naplithalide,  153 
Citracono-;8-naplithalide,  163 
a-Citrodinaplithylamic  acid,  153 
;8-Citrodinaphtliylamic  acid,  163 
y8-Citrodinaphtliylamide,  1 63 
a-Citrodinaplithylamidimide,  153 
a-Citrotrinaplithylaiiiide,  1 53 
)3-Citrotrinaplitliylamide,  1 63 
Cloth  Red  13,  276 
Cloth  Red  G,  276 
Coerolignone,  388 
Congo-red,  465 
Crocein-orange,  271 
Cyanamine,  227 
Cyanobenzidine,  404 


D. 

Decabroniodiresorciiiol,  387 
Decachloro-2  ; 2'-dihydroxynaphtha- 
lene,  119 

Decahydrofluorene,  472 
Decahydronaphthalene,  36 
Dehydrodiprotocatechuic  acid,  458 
Dehydrodivaiiillin,  458 
Deltapiirpurine,  467 
Diacetophenanthrenequinol,  500 
/3-Diacetoxynaphthyl  sulphide,  115 
Diacetylbenzidine,  403 
Diamidoacenaphthene,  354 
Diamidobenzidine,  414 
Diainidocarbazole,  419 
Diamidodiethyldi])henyl,  462 
Diamido-a-dinaphthyl,  547 
Diamidodinaphthyl  disulphide,  216 
Diamidodiphenetoi'l,  423 
Diamidodiphenic  acid,  455 
Diamido-7-diphenyl,  422 

2 : 2'-Diamidodiphenyl,  412 

3 : 3'-Diamidodiphenyl,  412 

4 ; 2'-Diarnidodiphenyl,  411 
4 : 4'-Diainidodiphenyl,  399 
Diamido-m-di])lienyldicarl)Oxylic  acid, 

457 

Dianiidodiphenyleneketoxiine,  478 
Diamidodiphenylene  oxide,  424 
Diainidoditolyl,  444 
Diarnido-m-^-ditolyl,  446 
^-Diarnido-???-ditolyl,  444 
^-Dianiiilo-^»-ditoly],  445 
7?-Dianddo-o-m-ditolyl,  446 
Diarnidoethoxydiphenyl,  421 
Diamidoethoxymethyldijdienyl,  430 
Diaiuidofluorene,  474 
Diarnidohydroxydiphenyl,  421 
Diamidohydroxymethyldii»licnyl,  430 


Diamidoiiiiidoketohydroua])hthalene, 

222 

Diamidoniethyldi})heiiyl,  430 
1 : r-Diamidoiiaphthalene,  205 
1 : 2-Diamidona])hthalene,  206 
1 : 4-Dianiidonaphthalene,  200 

1 : 4'-Diamidonaphthalene,  202 

2 : 2'-Diamidonaplithaleue,  210 
2 ; 3'-Diamidonaphthalene,  210 
1:2:3:  I'-Diaiuidouaphthalenedi- 

sulphonic  acid,  207 
Diamido-yS-uaphthoic  acid,  312 
2 : 4-Diamido-a-naphthol,  213 
Diamido-y3-naphthol,  215 
Diaiuidonajdithoresorcinol,  217 
Diamido-y8-naphthylamine,  21 1 
^-pianudophenanthrene  quinol,  501 
Diamidophenanthrenequinone,  505 
Diamidoijyrene,  360 
Diamidotetrahydronaphthyl  thiocar- 
bamate,  204 

Diamidotetrahydronaphthyl  thiocar- 
bamide,  204 

Diamidotetrahydroxjuliphenyl,  424 
Dianisidine,  424 
Dianisoil,  380 

Diazo-a-amidonaphthylamine,  248 
Diazobenzene-y8-naphthylamine,  248 
Diazobenzene-y8-naphthylphonyl  carba- 
mide, 248  ^ 

Diazobenzenetetivahydroethyl-yS-naph- 
thylamine,  175 

Diazobenzene-ac-tetrahydro-a-naph- 
thylamine,  171 

Diazobenzene-rt<;-tetrahydro-/3-naph- 
thylamine,  174 
Diazonaphthalene  salts,  248 
Diazonaphthalenesulidionic  acid,  248, 
249,  250 

Diazonaphthalenimide,  251 
Diazonaphthy]  hydride,  269 
Dibenzidenebenzidine,  403 
^-Dibenzoxynaiditliyl  sulphide,  115 
Dibenzoylbehzidine,  404 
Dibenzoyldithymol,  463 
Dilu’omacenajihthene  teti'al)romide,  353 
Dibrom acenaph thy  1 en e,  3 5 5 
Dibromacenaphthylene  bromide,  355 
Dibromhydrindone,  14 
Dibromindone,  11 
Dibi'omindone-oxime,  12 
Dibromobenzidine,  405 
Dil)romochiysene,  537 
Dibromochrysoquinone,  54  0 
Dibromodikctohydrindene,  1 8 
Dibrom-a-dinaphthy],  542 
Dibromo-/3-dinaj)hthy]ene  oxide,  551 
Dil  )romo-/3-a-dinapbthy]ene  oxide,  550 
Dibromodinitrodijdicny],  376 
Dibromodi])henic  acid,  453 
Dibromodi])henyl,  373 
Dibroniodi])heny]eneg]ycollic  acid,  482 
Dibromodiphenyleneketone,  477 
7-Dibromodiphenylenemcthane,  475 
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Dibi'oniodiphciiyleiie  oxide,  38(5 
Dibromodipseiulocuinenol,  463 
])ibroiiio-?/i-ditolyl,  439 
Dibroiu-o-j^-ditolyl,  440 
Dibromofliioraiithene,  5*24 
Dibroiiiofluoreiie,  473 
Dibromoketohydroxyliydnudic  acid,  21 
1 : 2-Dibromonaphtlialciie,  50 
1 : 2'-Dibromoiiaplitlialeiie,  50 
1 : 3-Dibromonaplithalcne,  50 
1 : 4-Dibromonaphtlialene,  49 

1 : 4'-Dibromo]iaphthalene,  49 

2 : 2'-Dibromoiia])btbalene,  51 
Dibromonaphthalenes\;lphoiiic  acid,  73 
o-Dibroiuonaplithalene  tetraln'omide, 

49 

)8-Dibi'omonaplitlialene  tctrabvoniide, 
49 

Dil)rom-a-na})lithol,  93 
Dibromo-;3-iiaplitliol,  95 
Dibroin-o-iiapbtho(iuinone,  125,  126 
Dibromo-j8-iiaphtlioquinone,  131 
2 : 3-Dibrom  - o - iiaplitlioquinone-a  - 
oxime,  229 

Dibromoo  aplithostyril , 310 
Dibrom-a-naplithvlamiiie,  181 
Dibromo-)3-na])htbylamiiie,  183 
Dibromonaplitlivlenephenvleiie  oxide, 
529 

Dilii’omoniti’odiphenyl,  376 
Dibromonitronaphthalene,  62 
Dibromopbenanlhrene,  497 
Dibromopheiiaiitlu’eiie([uinone,  504 
Dibvomo-7>-pheiiyltoly],  432 
Dibromopiceiie,  552 
Dibromopyrene  dibromide,  359 
Dibromoretene,  516 
Dibromoreteneipiiiione,  518 
Dibromotectoquinone,  522 
Dibromotetrabydroaeeimpbtlieiie,  353 
Dibromotriketoliydronapbthalene,  1 35 
Dicarvacrol,  463 
Dicatecbol,  386 
Diclilorindene,  13 
Dicldorindone,  8 
Dicblorindone-oxime,  9 
Diclilorobenzidine,  405 
Diclilorochrysene,  537 
Diclilorocbrysoquinone,  540 
Dicldorodibromoliydriiidoiie,  1 1 
1 : l'-Dicliloro-2  : 2'-dibydroxynaphtlia- 
leiie,  119 

Dicblorodiketoliydrindene,  10,  17 
Dichloro-)3-dina]ditliylene  oxide,  551 
Dicliloro-;8-a-diiia]ibtliyle]ic  oxide,  550 
Dichlorodinitrodijdienyl,  375 
Dichlorodinitrona])]itlialeiie,  60 
Dichlorodiplieny],  372 
Dicliloro-??i-di])heiiyldicarboxy]io  acid, 
456 

Dicldorodipbcnyleneketoiie,  477 
Diclilorodiplieiiyleiieketonecarboxyiic 
chloride,  484 
Dichloro-9w-dito]yl,  439 


Dichlorothiorene,  472 
Diclilorobydrocoerolignoiie,  390 
1 licldorohydroxyiiideiiecarboxylic  acid, 
10 

Dicldoroketoliydroxyhydriiulic  acid, 
20 

Dichloro-)8-ketoiiaphthaleue,  1 28 
Dicliloroketoplieiiaiithrene,  506 
1 ; I'-Dichloronajditlialeiie,  40 
1 : 2-Uicliloroiiaplithalene,  41 
1 : 2'-Dichloroiia])lithaleue,  42 
1 ; 3-Dicliloronaphtlialene,  41 
1 ; 3'-l)ichloroiiaplitlialeiie,  41 
1 ; 4-l)ichlororia])bthaleiie,  40 

1 : 4'-Dichloroiiaphtlialene,  40 

2 : 2'-Dicbloroiia]ilitlialene,  43 
2 : 3-l)icliloronaphthale]ie,  42 
2 : 3'-Dichloroiia])htbaleiie,  42 
Dicliloronaphthalenesulphoiiic  acid,  70, 

71 

Dichlor-a-iia]ilithoic  acid,  300 
Dicliloro-j8-naphthoic  acid,  302 
Dichlor-a-na])hthol,  91,  92 
Dichloro-;Q-iiaplitliol,  94,  95 
Dichlor-a-naphthoquino],  110 
1 )ichloro-/3-iiai)htlioquiiiol,  118 
Diclilor-a-iiaphthoquiiioiie,  122,  123 
l)icliloro-;8-iiaphtlio(iuinoue,  128 
Dichloro-j8-]iaplitho(|uiiioiie  dichloride, 
128 

Dichloro  - 0 - uaphtho(j^uinone-a-oxime, 
234 

Dichloroiiaphthydreiie  glycol,  38 
Dichlor-a-naphtliylamine,  1 80 
Dichloroiiaphthyiene})heiiyleiie  oxide, 
529 

Did il oronitroii aphthal en e,  60 
Dichloronitro-a-iiaphthoic  acid,  305 
Uichlorophenanthreiie,  496 
])ichloro]thenanthreiie  tetrachloride, 
496 

Dichloropheiiaiithroiie,  506 
Dichlorojdienohazo-^-iiaphthol,  278 
Dichloro])yrene,  359 
Dichlorotriketohydroiiaphthaleiie,  134 
Dichlorovinylbeiizoylcarboxylic  acid, 
130 

o-Dichlorovinyldichlorobenzyloarboxy- 
lic  acid,  130 
o-Dicresol,  441 

Dicresoldi(!arboxylic  acid,  461 
^-Dicyanodipheiiyl,  458 
Dicyanomeiia]thtliylamine,  1 66 
Di-diidienylsulphoiie,  395 
Diethidcnebeiizidiiie,  403 
Diethoxy-a-dinaphthyl,  543 
Diethoxy-?n-ditolyl,  441 
Diethoxyditolyh|uiiioiie,  443 
;8-Diethoxynaphthyl  suljdiide,  115 
/3-Diethoxyiiitronajihthvl  sulphide, 
115 

Diethylamidodi])henyl,  397 
a-Diethylamido-a-uitrosonaphthaleiiP. 
240 
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Dietliylbenzidine,  402 
Diethyldiplienyl,  402 
Dietliyl-a-naphtliylainiiie,  1 47 
Diethyl-^-najditliylamine,  158 
Dietliylnapbthylpliospluiie,  280 
Diethyltetrahydroxyditoly],  443 
])ifluodi])henyl,  373 
Difonnylbenzidiiie,  403 
Dihydroaeenaphtliene  dibroinide,  353 
Dihydrodipbenyl,  371 
Dihydrofluoranthrene,  524 
Dihydronaphthalene,  34 
Dihydrona])hthalene  dibroinide,  34 
Dihydronai)hthalic  acid,  323 
Dihydroxy-a-dina])hthyl,  543 
Dihydroxy-j8-dinai)hthyl,  549 
Dihydro xyclinaphthyldiqninone,  544 
Diliydroxydiphenyl,  380 
Dihydroxydiphenyldicarboxylic  acid, 
458 

Dihydroxy-»i-diphenyldicarboxylic 
acid,  457 

Dihydroxy-m-ditolyl,  441 
Dihydroxyditolylene  oxide,  442 
Dihydroxyditolylquinone,  441 
1 : l'-Diliydroxyna])hthalene,  117 
1 : 3-Dihydroxyna])hthalene,  117 
1 : 2'-Diliydroxyna])htlialene,  118 
1 : 3'-l)ihydroxynaplithalene,  118 
1 : 4-DihydroxynaphtIialene,  110 

1 : 4'-Diliydroxynaphthalene,  110 

2 ; 2'-Dihydroxyna])htlialene,  119 
2 : 3'-Dihydroxyna])hthalene,  118 
Dihydroxynaphthalenedicarlioxylic 

acid,  324 

a-Tlihydroxyna])litlioqninone,  140 
5-Dihydroxyna])htho(piinone,  141 
7-Dihydroxynaphthoqninone,  142 
2 : 2'-Diliydroxy-a-na])lithy]aniine,  217 
3-Dihydroxyna})]itliyI  .snljdiide,  114 
Diliydroxy])henanthiene,  500 
Dihydroxyphenanthreneqninone,  508 
^-Diliydroxy-o-phenyll)enzoic  acid,  435 
a-Diliydroxytetramethoxydiphenvl, 

389 

Dihydroxytetrethoxyethylcedriret,  393 
Di-iinidodinaplithylene  hydrocldoride, 
547 

Di-iinidonaphthol,  222 
Di-iododiplienic  acid,  453 
Di-iododi])lieny],  373 
Di-iodo-?n-ditoly],  439 
Di-iodonajdithalene,  53 
Diketohyflrindene,  15 
Diketohydrindenedioxime,  1 7 
Diketohydrindenedi])henylliydrazone, 

17 

Diketoliydrindenejdicnylhydrazone,  1 6 
niinethoxy-a-dinaplitiiy],  543 
Dinietlioxyditolylfjninonc,  442 
Dinietliylaniidojnglone,  ] 43 
Iliniethylainido-a-najilitlioic  acid,  307 
l)iinethylamiilo-a-na])litlioquinone,  218 
Diiiietliyldihydronajdithol,  320 


Diinethyldiketohydrindene,  19 
Dinietliylethoxybenzidine,  447 
Diniethylhydrocoerolignone,  389 
1 : 4-Diinethylna])htlialene,  319 
Diinethyl-a-naphthindole,  348 
Diniethyl-;8-na])hthindole,  349 
Diniethyinaphthol,  319 
Diinethylnaphthol  methyl  ether,  319 
Dimethyl  -a-naiihthylamine,  140 
Dimethyl-^-naphthylamine,  158 
Dimethyltetrahydroxyditolyl,  442 
a-Dinaphthohydroxamic  acid,  293 
^-Dinai)hthohydroxamic  acid,  298 
a-Dina])hthol,  549 
^-Dina,])hthol,  543 
7-Dinaphthol,  551 
a-Dinaphthol  ethyl  ether,  549 
a-Dinaphthol  methyl  ether,  549 
a-Dinaphthyl,  542  " 
a-/8-Dinaphthyl,  549 
^-DinaiOithyl,  548 
^-Dinaphthylacetal,  85 
a-Dinaphthylacetamide,  150 
a-/3-Dinaphthylacetamide,  101 
^-Dinaphthylacetamide,  101 
Dinaphthylainidocyanuric  chloride, 
168 

a-Dinaphthylamine,  148 
a-^-Dinaphthylamine,  160 
/3-Dinaphthylamine,  160 
a-a-Dina]»hthylcarbazole,  547 
a-;8-Dinaphthylcarbazole,  548 
^-Dina])hthylcarbazole,  551 
^-Dinajdithylchloroibrniamide,  164 
^-Dinaphthyl-^?-diamidohenzenc,  159 
Dinaphthyldiqninhydrone,  543 
Dinaphthyldicpiinol,  543 
a-Dinaphthyhli(jninone,  544 
Dinaphthyldiqninonetetranilide,  544 
^-Dina])hthyl  disUlphide,  114 
Dinaplithyleneketone  oxide,  81 
/3-Dinaphthyleneketone  oxide,  86 
a-^-Dinaphthylene  oxide,  543 
^-Dinaphthylene  oxide,  550 
)8-a-Dinaphthylene  oxide,  549 
a-a-Dina])hthylethane,  285 
a-Dina])hthyl  ether,  79 
;8-Dina])hthyl  ether,  85 
a-Dina])hthylguanidine,  160 
Dinajihthyline,  546 
Dinaphthylna])hthalene,  553 
a-Dinaphthylnitro.samine,  149 
/3-Dinaphthylnitro.samine,  160 
Dinaphthyl])hosphinic  acid,  280 
a-;8-Dina])hthyl  ,snl]ihide,  114 
/3-Dinaphthyl  sulphide,  114 
a-a-Dina])lithylsnlj»hone,  68 
a-/8-Dina])hthylsuljihone,  68 
/3-/3-Dinaphtliylsul])hone,  68 
a-a-Dinaphthyl.snlphoxi(le,  68 
a-Dina]ihthyl  thiourea,  155 
/3-Dinaphthyl  thiourea,  165 
a-Dina])hthyl  urea,  155 
/3-Dinaiihthyl  urea,  164 
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«s-/3-r)iiiaplithyl  iirea,  164 
l)initroaceua]ihthene,  354 
Diniti'oazoxytUphenyl,  428 
Dinitrobenzidiiie,  406 
Diiiitrocarbazole,  418 
Diiiitrochloronaphthalenc,  60 
Dinitrochiysene,  538 
1 linitrochiysoquinoue,  540 
Dinitrodiliyclroxy-1/i-ditolyl,  441 
Dinitro-a-dinaplitliyl,  542 
Dinitro-;8-dinai)bthylauiiiie,  187 
Dinitro-iS-dinaplithyleiie  oxide,  551 
Diuitro-)3-a-diuapbtliylene  oxide,  550 
Dinitrodipbenic  acid,  454 
Dinitro-dipheuol,  384 
Dinitro-7-diphenol,  382 
Dinitrodipbenyl,  374,  375 
Diuitrodiplieiiyllieiizene,  555 
Dinitrodipbeiiyldisulpboclilovide,  378 
Diuitrodiphenyleneketoue,  47 8 
Dinitvodipbenyleiie  oxide,  386 
Diiiitrofluorene,  474 
Dinitroliydroxydiplienol,  37 9 
Dinitro-)3-methylnaplitbalene,  284 
a-Diniti'onaphthaleue,  57 
j8-Diiiitvoiiaplithalene,  57 
y-Dinitronaphthaleiie,  57 
5-Dinitro naphthalene,  58 
Dinitvo-a-naphthoic  acid,  304 
Dinitro-/3-na})hthoic  acid,  307 
Dinitro-a-naphthol,  98 
Dinitvo-;8-nai)hthol,  101 
Dinitro-a-naphtholsulphonic  acid, 

106 

Dinitvonaphthostyril,  310 
Dinitro-a-naphthylainine,  184 
l)initro-0-na])hthylamine,  186 
Dinitronaphthylene])henylene  oxide, 
529 

Dinitro-oi'thotolidine,  445 
Dinitro]>henanthrene,  498 
Dinitrophenanthi'ene(piinonc,  505 
Dinitvo-^.?-plienylhenzoic  acid,  436 
T)initro-jt)-phenyltolyl,  432 
Dinitropodocaipic  acid,  508 
Diniti'opyrene,  360 
Dinitroretenefluorene,  520 
Dinitroso-1  ; I'-dihydroxynaphthalene, 
238 

1 ; 2-Dinitro.sonaphthalene,  54 
1 ; 4-llinitrosonai)hthalene,  55 
Dinitrosonaphthoresorcinol,  238 
Dinitroteti'amethylbenzidine,  405 
Dioxyresistene,  512 
Diphenainic  acid,  450 
Diphenainide,  451 
Diphenetidine,  423 
Di}ihenic  acid,  447 
Diphenic  anhydride,  449 
Diphenic  chloride,  450 
Dipheniinide,  451 
Dilihenodiincthylindole,  427 
a-])iphenol,  380 
j3-Diphenol,  380 


7-Diphenol,  381 
5-I)i])henol,  383 
e-l)iphenol,  384 

Diphenoldiacetonehydrazone,  4^7 
^)-Diphenol-7Ji-dicarboxylic  acid,  457 
Diidienoldihydrazine,  427 
a-Diphenoldisnlphonic  acid,  380 
7-Diphcnoldi.sul])honic  acid,  383 
Di])henoltetrasulphonic,  acid,  383 
j»j-Diphenonitrile,  458 
Diphenyl,  366 

2 : 2'-Diphenylaniidonaphthalene,  210 
Diphenylaniido-o- naphthoquinone, 

219 

^^-Dipheiiyllienzene,  554 
jij-Dipheuylhenzoquinone,  555 
Diphenyl  carbiinidc,  397  _ 

Diphenj’l  derivatives,  orientation  of, 
369 

Diphenyl-1  : 4-diainidonaphthalene, 

201 

9rt-Dii)henyldicarboxylic  acid,  45j5 
o-Diphenyldicarboxylic  acid,  447 
o-7n-Diphenyldicarboxylic  acid,  456 
o-ji?-Dij)henyldicarboxylic  acid,  458 
^j-Diphenyldicarboxylic  acid,  457 
Diphenyldi-iniidonaphthol,  223 
Diphenyldisulphaniide,  378 
Diphenjd  disulphide,  395 
Diphenyldisuliihochloride,  37 8 
Diphenyldisulphonic  acid,  377 
7-Diphenylene  acetate,  381 
Diphenyleneacetic  acid,  481 
Diphenylene  carbinol,  476 
Diphenylenediacetonehydrazone,  427 
Diphenylenedicarbiinide,  405 
Diphenylenedihydrosulphide,  395 
Diphenylenediketone,  501 
Diphenyleiiedinitrosohydrazine,  426 
Diphenylenediseniicarbazide,  426 
Diphenyleneglycollic  acid,  481 
Diphenylenehydraziue,  426 
o-Diphenylenehydrazonccarboxylic 
acid,  485 

o-Diphenylenehydrolcarboxylic  amide, 
484 

o-Diphenyleneketimidocarboxylic 
amide,  485 

Dii>henyleneketone,  476 
^n-Diphenjdeneketonecarboxylic  acid, 

482 

0-1  )iphcnyleneketonecarboxvlic  acid, 

483 

o-Diphenvleneketonecarboxylic  amide, 

484 

o-Di])henyleueketonecarl)oxylic  chlo- 
ride, 484 

Dijihenvlcnekctonedicarboxvlic  acid, 
480 

o-Dina]>hthyleneketonodioarl»oxylic 
acid,  485 

p-Diphenvlenekctoncdicarboxylic  acid, 
486 

Diphenylcneketoximo,  478 
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o-Di]»lieiiyleueketoxiiiiccarl)oxylic  acid, 
485 

Diphenylenemethaiie,  470 
7-Dipheiiyleneinetlianc,  475 
5-Diplieuyleiiemethaiie,  475 
7-Diplienylenemethoquinone,  475 
Diplienylene  oxide,  385 
Diplienylene  sulphide,  396 
Di])lieuyleiie  sulphone,  396 
Di])lienyliiie,  411 
Diphenylmercaptan,  395 
Diphenyl  mustard-oil,  397 
Dipheuyl-jS-naphthyl  urea,  165 
Di])henylol,  379 
jo-Diphenyh^uinhydrone,  556 
jO-Dipheuyl([uinol,  556 
Diphenylsul j)hamide,  377 
Diphenyl  sulphide,  395 
Dipheiiylsul])hinic  acid,  377 
Diphenylsul phoehloride,  377 
DiphenylsuIj)houic  acid,  376 
Diphenyltetrazopii)eridide,  373 
Diphenyl  thiocaihiinide,  397 
Djidienyltricarboxylic  acid,  460 
Diphthalylbenzidine,  404 
Diphthalylic  acid,  544 
Dipseudocunicnol,  462 
Dipseudocumenol  methyl  ether,  463 
Diquinhydrone,  387 
Diquinol,  387 
Diquinone,  387 
Diresorcinol,  386 
Diresorcinohlicarboxylic  acid,  459 
Disazobenzenedihydroxynaphthalene 
274 

Disazobenzene-a-naidithol,  273 
Disazobenzene-a-na})htholsul])honic 
acid,  273 

Disazohenzene-a-naphthylamine  275 
Ditetrahydronajdithoniethylcarha- 
mide,  289 

Ditetraliydronaphthomethyl  thiocarba- 
mide,  289 

Ditetrahydronaphthyl  dithiocarljamide, 
204 

«c-Ditetrahydro-i8-nai)hthvl  thiourea, 
173 

Dithio-;8-(lina])hthylami)ie,  245 

2:  2'-Dithionaphthol,  120 

2 : 2'-Dithiona])hthol  cyanate,  120 

Dithiophenol,  395 

Dithymol,  463 

7/i-Ditoly],  438 

ra-p-Ditoly],  440 

o-Ditolyl,  438 

o-?n-Ditolyl,  440 

o-jo-Ditoly],  440 

jO-Ditolyl,  439 

Ditolyldiamido-a-dinaphthyl,  547 
Ditolyldiquinonc,  443 
m-Ditolyl  mustard-oil,  4 44 
Ditolyhjuiidiydroiie,  443 
Di  triazod  i ] ih  c n y 1 , 42  5 
'//i-Dixylyl,  460 


jo-Dixylyl,  460 
Dodecahydronaphthalene,  36 
Dodecahydroretene,  515 
Dodecahydrotri])henylbcnzene,  558 
Double-scarlet,  275 

E. 

Itikosohydropicene,  552 
Eikosihydrotriphenylhenzene,  558 
Ellagic  acid,  487 
Ellagitannic  acid,  488 
Ethenylamido-/3-naphthol,  215 
a-Ethenylamidothiona})htliol,  246 
)8-Ethenylamidothiona])hthol,  247 
Ethenyl-^-diamidonaphthalene,  186 
Ethenyl-1  : 2-diamidona])hthalene,  207 
Etheny]-a-naphthamidoxime,  294 
Ethenyl-)3-na])hthamidoxime,  298 
Ethenyl-a-naphthylamidine,  154 
Ethidene-/3-dina])hthyl  ether,  85 
Ethidene-/3-na])hthamidoximc,  298 
Ethidene-/8-na])hthylhydrazone,  252 
Ethylamido-naphtho(piinone,  218 
a-Ethylamido-a-nitrosonaphthalene, 

239 

a-Ethylamido-;9-nitrosonai)hthaleno, 

242 

^-Ethylamido-a-nitrosonaphthaleno, 

243 

Ethylcaihazole,  416 
Ethylcarhazoline,  420 
Ethylcedriret,  393 
Ethyl-/3-dina])hthylamine,  1 60 
Ethyldiphenyl,  459 
Ethyl  dijdienylcarhamate,  397 
Eth  ylene-a-naphthylamine,  ,147 
Ethylisosantonious  acid,  341 
Ethylna])hthalene,  326 
Ethyl-a-na])hthindolecarboxylate,  347 
)8-Ethylna])hthol,  326 
Ethyl-a-naphthylamine,  146 
Ethy]-;8-naphthylannne,  158 
Ethyl- a-naphthylaminehenzenylmalo- 
nate,  151 

Ethyl -/3-na])hthylamine1  )enzenyl  malo- 
nate,  162 

Ethyl-a-na])hthylcarhamate,  1 55 
Ethyl -y3-nai)hthylcarhamate,  1 64 
Ethyl-)8-na])htliylhydrazine,  252 
Ethyl-/3-na])hthylnitrosamine,  158 
Ethyl-)3-na])hthylthiooarhamate,  1 65 
Ethyl]»henylnaphthalencazammonium 
iodide,  265 

Ethyl photosantolactone,  343 
Ethylsantonious  acid,  341 
Ethylthio-3-na])htliylamine,  244 
Ethyl  trinitro-/8-naphthate,  102 

F. 

Fast-blue,  226 
Fast-l)rown  (1,  273 
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Fast-ml,  269,  272 
Fast-scarlet,  275 
Fast- violet,  276 
Ficlitelite,  515 

Fliionaphtlialeiie,  54  _ ^ 

Fluoiiaplithaleiiesul})lioiiic  acid,  / 4 
Fluoranthene,  523 
Fluorantlienecarboxylic  acicl,  525^ 
Fluoranthenedisulplionic  acid,  525 
Fluoranthene  picric  acid,  524 
Fluoranthenc(piinone,  525 
Fluorene,  470 

«i-Fluorenecarboxylic  acid,  480 
o-Fluorenecarboxylie  acid,  480 
Fluorenedicarboxylic  acid,  482  ^ 
o-Fluorenehydroxycarboxylic  acid,  481 
Fluorene  picric  acid,  471 
Fluorene  picryl  chloride,  472 
Fluorenic  acid,  480 
Fhiorenyl  adetatc,  476 
Fluorenyl  alcohol,  476 
Fluorenylamine,  476 
Fluorenyl  ether,  476 
a-Formonaphthalide,  149 
jS-Formonaphthalide,  161 


G, 

Gainbine  R,  231 
Gambine  Y,  231 
i3-Glycolyldinaphthalide,  161 
Glyoxalic  acid  a-naphthyl  osazone,  251 


II. 

Hekkaidecahydrochrysene,  537 
Heliochrysine,  101 
Heliotrope,  468 
Heptabroinophenanthrene,  497 
Heptachloronaphthalene,  47 
Hexbroinodircsorcinol,  387 
Hexbromonaphthalene,  52 
Hexbroinophenantbrene,  497 
Ilexchlorocarbazole,  417 
Ilexchloro-^-ketohydronaphthalcne, 

130 

llexchloroketonaphthalene,  125 
Hexchloronaphthalene,  47 
Hcxchlorophenanthrene,  496 
1 lexhydronaphthalene,  35 
Hexhydropyrene,  359 
a-Ilexhydroxydiphenyl,  388 
^S-Hexhydroxydiphenjd,  393  ' 

7-llexhydroxydiphenyl,  394 
5- 1 lexhydroxydiphenyl,  394 
llexhyclroxydiphenylenekctonc,  479 
a- Hexhydroxydiphenyl  tctramethyl 
ether,  389 

Ilexniethoxydichlorocoerolignonc,  390 
a-  llcxinethoxydiphenyl,  389 
Hexinethyldiphenol,  462 
i lexinethyldiphenylium  iodide,  412 


1 Iexnitrodiinethyll)eiizidino,  407 
Ilexnitro  /8-dinaphthylaniine,  187 
Ilexnitrodiresorcinol,  387 
1 lydrazodiphenjd,  428 
a-a-Hydrazonaphthalcne,  255 
Ilydrindene,  7 

llydrindene-5-carboxylic  acid,  7 
Hydrindene-/8-dicarboxylic  acid,  7 
Hydrindone,  12 
Hydrindone-oxiine,  13 
Hydrindonei)henylhydrazono,  13 
/3-Hydrocarbazole,  420 
;8-Hydrocarbazolecarboxylic  acid,  437 
Ilydrocarpol,  509 
Hydrocoerolignone,  389 
Hydrodimethyl-i3-uaphthindole,  349 
1 lydroethylcedriret,  393 
o-Hydrojuglone,  138 
;S-Hydrojuglone,  139 
Hydrolapachoic  acid,  333 
IIydromethyl-;3-nai)hthindole,  349 
Hydronaphthainide,  295 
a-Hydronaphthindole,  348 
Hydrosantonainide,  345 
Hydrosantonic  acid,  345 
Ilydrosantonide,  345 
llydroxybenzeneazo-a-naphthylainine, 
262 

o-Hydroxybcnzeneazo-/3-naphth3'l- 
amine,  265 

^-Hydroxybenzeneazo-;8-naphthyl- 
amine,  266 

Hydroxybenzidine,  421 
H^'droxybrom-a-naphthotpiinone,  134 
Hydroxy-3-brom-a-naphthof[uinone, 

135 

Hydroxychlor-a-naphthoquinone,  133 
H jrdroxydiinethylnai)hthalenc,  319 
Hydroxydiphenyl,  379 
Hydroxydiphenyleneketone,  478 

0- Hydroxyhydraziniidonaphthalenc, 

265 

llydroxyhydrolapachoic  acid,  334 
Hydroxyisopropyldiphenyleneketone- 
carboxjdic  acid,  521 
Hydroxjguglone,  142 

1- Il3’droxy-;8-niethyhiaphthalene,  284 

4- Hydroxy-j3-inethylnaphthalene,  285 
)3-Hydroxy-o-naphthahlehyde,  317 
a-Hjalroxj'-^-naphthohydroxaniic  acid, 

317 

a-Hydroxj'iiaphthoic  acid,  313 
a-Hydroxy-j3-naphthoic  acid,  315 
/8-Hj'droxynaphthoic  acid,  314 
/3-Hydroxy-a-naphthoic  acid,  317 
j8-Hydroxy-/3-naphthoic  acid,  318 
7-Hydrox}maphthoic  acid,  314 

5- lIydroxynaphthoic  acid,  314 
a-Hydroxj^-jS-naphthophosphoric  acid, 

315 

/8-1  lydi'oxy-a-naphthophosphoric  acid, 
317 

Hydrox^'-a-naplcthorpiinone,  132 
Hydroxy-;8-naphtho(piinone,  140 
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2 -Hy(lroxy-3-naplitho(|uinoue-a- 
oxiine,  287 

llydi'oxyiiii]  )litliO([uiuoncplieiiylliyJra- 
zone,  259 

2-Hy(lvoxy-a-ua|»litho(|uiuouoxiiiie,  23G 
4'-Hy(lvoxy-a-iiaphtho(|uinoiioxiiut‘, 

238 


a 

a 


-llydi-oxynaplithylaevylio  ac-id,  335 
-llydroxynaphthyl-a-metliylketoiie, 
328 


a-IIydvoxyiiaphthyl-;3-methylketoiie, 

329 

a-IIydroxynaplitliyl-a-methylketon- 
imide,  328 

Hydroxyiutvo-a-uaplitho([uiiiouo,  136 
Hydroxyjdieiiaiithreno,  499 
Hydroxyphenanthreiie  ((uiiioiio,  505 
Ilydroxysulplioiia])htlioi(‘  acid,  316 
Hyposaiitoiiiii,  342 
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Idryl,  523 

)3-Iinidol)utyrodiuaplithalide,  162 
Imidodiplieiiyl  415 
Iinidoketoliydvoiiaplitlialeiie,  221 
Imlene,  4 

Imlene  ln'oiiiliydriii,  4 
ludene  dilnoniide,  4 
Indo])liaiie,  100 
Indoplieiiol,  224 
Iiidojdienol-wliite,  225 
lodoiiaplitlialene,  53 
Iodonap]itlialeiie.suljjlioidc  acid,  74 
Iodo-/3-naplitliol,  96 
Iodoiiiti'oiia])litlialeiie,  62 
Iodoiiitro-a-iia])lithol,  97 
lodosaiitone,  345 
Isatroiiic  acid,  5-'>3 
Isobenzidine,  413 
,3-Isolmtylna])lithalene,  331 
Isodina])htliyl,  548 
Isodinap]itliyldi([uinone,  549 
Isodi])lienic  acid,  456 
Isodiphenyl  benzene,  556 
Isodiplienyleneketone,  479 
Isonitrosodiketoliydiindene,  1 7 
Isonitroso-a-naj)hthoxindolc,  350 
Isojiliotosantolactone,  343 
Isophotosantonie  acid,  343 
3-Isopro])ylna])lithalene,  331 
Isosantonin,  346 
Isosantonions  acid,  341 
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•Inglone,  137 
•luglonedioxinie,  239 
•Inglonoxinie,  238 
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Lapaclioie  acid,  331 
Lapaclion,  333 

Laubeidieinier’s  reaction,  503 
Leucindophenol,  225 
Leyidinic  acid  3-iia])lithylliydi'azone, 
253  “ 

Lithofellic  acid,  487 
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^lalo-a-dinai)hl]ialide,  153 
iMalo-3-dinajilithalide,  162 
Mancliester  yellow,'  99 
l\landarin  (1,  271 
Mandarin  (1  K,  271 
iMai'tins  yellow,  99 
Mena])lithoxiniide,  166 
Mena])lithoxylic  acid,  290 
Menaphthylaniine,  166,  285 
iMerenrynaplithyl,  281 
-Metanii  orange,  270 
Metasantoiiic  acid,  845 
a-Metasantonin,  346 
3-Metasantonin,  346 
Metasantonyl  chloilde,  346 
IMetatolidine,  445 
M etlianthracpiinone,  508 
Methanthrene,  507,  509 
;)-Metlioxybenzeneazo-3-na])lithyl- 
aniine,  266 
IMetlironol,  534 

Metliylainido-a-na2>btho(punone,  218 
iMethylbro]nodiketoliydrindcne,  19 
Methylcarbazole,  416 
3-Methyldiketohydrindene,  19 
Aletbyldiketoliydrindenedioxiine,  1 9 
IMetliyldiketohydiindenejdienylbydra- 
zone,  19 

Methyl -3-dina])btliylaniine,  160 
Methyldi])henyl,  430,  431 
Methyldii)henyh;arbinol,  459 
l\Iethyhlij)henylketone,  459 
Methylethoxybenzidine,  447 
'>-Methylhydrindene-3-carboxylie  acid, 
8 

3-l^Iethylhydrindone,  1 4 
'//t-lMethylhydrindone,  1 5 
;^-Methy]hydrindone,  15 
7-Methylindene,  5 
7-Methylindene-3-carboxylic  acid,  5 
Methylisopropyl])henanthrene,  514 
a-Methylnaphthalene,  283 
3-Methylnaphthalene,  284 
Methyl-a-na})hthindole,  348 
Methyl -3-na}»hthindole,  349 
2 : 1 -Methylnaphthol,  284 
2 : 4-l\lethylna])hthol,  285 
]\Iethyl-a-na]ihthylaiinne,  146 
1\I  ethyl -a-naphthyliniidonaph  thyltliio- 
carbaniate,  166 
M et h y 1 1 )h e n y 1 (I i k eton e,  555 
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!Metliylplieuylua])htlialeneazamiiioii- 

iuin  iodide,  265 
3Ietliylthiodiplienylol,  395 
^Iethyltliio-)3-na])htliylamine,  214 
Metliyltliiopheuyl-;3-iiaplitlivlamiiie, 

245 

jMuscarine,  227 
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a- N aplithaeetonit rile,  327 
Xaphtliacetyl  chloride,  327 
a-Naphtlial(leliyde,  289 
yS-Naphthaldehyde,  295 
Naphthalene,  22 

Naphthalene  compounds,  orientation  of, 
26 

Naphthalene,  compounds  with  nitro- 
tlerivatives,  33 

Naphthalene,  constitution  of,  23 
Naphthalene,  history  of,  22 
Naphthalene,  preparation  of,  31 
Naphthalene,  properties  of,  32 
Naphthalene,  sources  of,  29,  32 
Naphthalene,  synthetic  formation  ol', 
30 

Naphthalene,  uses  of,  33 
N aphthaleneazodiamidobenzene,  273 
/3-Naphthaleneazo-)8-naphthol,  260 
Naphthaleneazo-0-phenylnaphthyl- 
amine,  266 

Naphthalenediazimide,  205 
1 : I'-Naphthalenedicarhoxylic  acid, 

320 

1 : 4-N  aphthalenedi carboxylic  acid, 

323 

2 : 2'-Naphthaleneilicarboxvlic  acid, 

323 

2 : 3'-Naphthalenedicarboxylic  acid, 

1 : 4-Naphthalenedicarboxylic  nitrile, 
323 

2 : 2'-Naphthalenedicarboxylic  nitrile, 

323 

2 : 3'-Naphthalencdicarboxvlic  nitiile, 

324 

Naphthalene  dichlorhydrin,  38 
Naphthalene  dichloride,  37 
a-Naphthalenedisulphonic  acid,  65 
)3-Naphthalenedisulphonic  acid,  66 
7?i-Na]dithalenedisulphonic  acid,  66 
1 : 2'-Naphthalenedisulphonic  acid,  67 
1 : 3-Napthalenedisulphonic  acid,  66 

1 : 3'-Naphthaleuedisulphonic  acid,  67 

2 : 2'-Naphthalenedisul]ihonic  acid,  65 
2 : 3'-Naphthalenedisulphonic  acid,  66 
Naphthalenehydrazinesulphonic  acid 
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Na])hthalenestyrolene,  334 
a-Naphthalenesulpliamide,  64 
0-Naphthalenesulphamide,  65 
a-Naj)hthalenesirlphinic  acid,  63 
^-Naphthalenesidphinie  acid,  65 


a-Naphthalenesulphochloride,  63 
/3-Naj)hthalenesul])hochloride,  64 
a-Naphthalenesulphonic  acid,  62 
/3-Nai)hthalenesulphonic  aciil,  64 
7-Naphthalcnesulphonic  acid,  66 
1 : 4'-Naphthalenesulphonic  acid,  66 
Naphthalenetetracarboxylic  acid,  336 
Naphthalenetetracarboxylic  anhydride, 
336 

Naphthalenetetracarboxylic  imide,  337 
Naphthalene  tetrachloride,  37 
Naphthalenetetrasulphonic  acid,  67 
Naydithalenetrisul phonic  acid,  67 
Naphthalenic  acid,  132 
Naphthalic  acid,  320 
Naphthalic  anhydride,  321 
Naphthalidam,  144 
Naphthalidine,  144 
Naphthalidinesuli)honic  acid,  191 
Na]dithalimide,  322 
a-Naphthalimidodiacetic  acid,  151 
Naphthalol,  87 
Na]dithame]ue,  145 
a-Najdithamide,  291 
)3-Naphthamide,  296 
a-Naphthamidoxime,  293 
/3-Naphthamidoxime,  298 
a-Naphthanilide,  292 
j8-Naphthanilide,  296 
Naphthazarin,  141 
/3-Naphthazoxime,  299 
Na])hthene  alcohol,  38 
)3-Naphthenylamidine,  297 
Nay)hthidine,  545 
;8-Naphthimide  ethyl  ether,  297 
a-Naphthindole,  347 
;8-Naphthindole,  348 
i3-Naphthindolecarboxylic  acid,  348 
Naphthionic  acid,  188 
a-Naphthisatin,  351 
/3-Naphthisatin,  351 
a-Na])hthisatinoxime,  350 
/3-Na])hthisatinoxinie,  351 
Naphthocinnamic  acid,  335 
a-Naphthocoumaric  acid,  335 
a-Najihthocouniarin,  335 
^-Najdithocoumarin,  335 
Naphthocyamic  acid,  58 
a-Na])hthohydroxamic  acid,  293 
/3-Naphthohydroxamic  acid,  297 
a-Naphthoic  acid,  290 
i8-Naphthoic  acid,  295 
a-Najdithoic  anhydride,  291 
o-^-Naphthoic  anhydride,  296 
;8-Naphthoic  anhydride,  296 
a-Naphthol,  77 
)3-Naphtiiol,  83 
NaY)htholactone,  314 
a-Naphtholazobenzene-r/i-suli»honic 
acid,  270 

a-Naphtholazobenzene-^-sulphonic 
acid,  270 

/8-Naphtholazobenzcne-j>sulphonic 
acid.  271 
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/3-Xa[)litholazo[)henolsulphoiiic  acid, 


Xaphthol-black,  277 
a-Xaphthol-]>lue,  224 
a-XaphtlioI-;8-carboxylic  acid,  315 
^-Xapbtliol-a-carboxylic  acid,  317 
^-Xapbtbol-;8-carboxylic  acid,  318 
^-Xapbtbol  disulpbide,  115 
a-Xapbtboldisulpbonic  acid,  108 
^-Xapbtboldisulpboiiic  acid.  111 
1:2:  4-Xapbtboldisulpbonic  acid, 
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1:3:  I'-Xapbtboldisulpbonic  acid, 

107 

1:4:  I'-Xapbtboldisulpbonic  acid, 

108 


a-Xapbtbolglycuroaic  acid,  81 
^-Xapbtbolglycuronic  acid,  87 
Xapbtbol-gveeu,  233 
a-Xapbtbol-orange,  270 
)8-Xapbtbol -orange,  271 
Xapbtbolsulj)bamidosuli)bonic  acid, 
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a-Xa])btliolsulpbamido.suli)bonic  acid, 
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;8-Xapbtbol  sulpliide,  114 
^-Xapbtbol-a-sulpbonic  acid,  109 
^-Xaplit]iol-;8-sidplu)iiic  acid,  110 
^-Xapbtliol-5-sulpbouic  acid,  110 
1 : l'-Xa])litbol.sulpbonic  acid,  103 
1 : 2-Xapbtbolsulpbouic  acid,  105 
1 : 4-Xapbtliolsulpboiiic  acid,  102 
1 : 4'-XapbtboLsulplionic  acul,  103 
a-Xapbtboltiisul[)bonic  acid,  108 
^-XapbtboItri.sul])lionic  acid,  111 
)3-Xapbtbol-violet,  225 
Xapbtliol-ycllow,  98 
Xapbtbol-yellow,  S,  106 
Xa])btbometbinetriamine,  295 
a-Xaplitboinetliyl  alcoliol,  285 
;8-Xapbtbometbyl  alcoliol,  287 
a-Xapbtbometbylaldebyde,  289 
a-Xapbtbonietbylaniine,  285 
)3-Xapbtboinetbylainiue,  287 
3-Napbtbonietbyl  bromide,  287 
Xapbtbometbylcarbainine,  285 
^-Xapbtbonietbyl  cbloride,  287 
fl-Xapbtbometbylcouinarin,  336 
a-Xapbtbometbylene-aniline,  290 
a-Xapbtbometbylene-a-napbtbylamine, 
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o-Xa])btboinetbylene-oxime,  289 
a-Xapbtbometbylenepbenylbydrazone, 
290 


a-Xapbtbometbylenetolidine,  290 
a-Xapbtbo-a-napbtbalide,  292 
a-Xapbtboniti’ile,  292 
/3-Xapbtbonitrile,  296 
Xayditbopicric  acid,  100 
o-Xapbtbo((uiiibydronc,  1 21 
a-Xa])btbo({uinol,  116 
/3-Xapbtbo(piinol,  117 
a-Xai)btbo(piinone,  1 20 
)3-Xapbtbo(piiiione,  126 


7-Xa])btboquiiioue,  131 
a-Xapbtboquiiionecblorimide,  229 
a-Xa})btboquinonedianil,  224 
Xapbtboquiiionedianilide,  223 
a-a-Na])btboquinoiiedicblorimide,  235 
a-a-Napbtboquinoiiedioxime,  235 
^-Napbtboqiiinonedioxime,  236 
^-Xapbtboquinoiiedioxime  anbydride, 
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a-Xapbtboquiiioue-a-oxiiiie,  227 
^-Xapbtboquiuone-a-oxime,  230 
^-Xapbtboquiiione-/3-oxime  229 
^-Xapbtboqninoue-a-oximesulpbonic 
acid,  232 

Xapbtbo(iuinonepbenylcarbazole,  531 
/3-Xapbtboi^uinonepbeuylbydrazoiie, 
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Xapbtbosalol,  87 
Napbtbostyril,  308 
Xapbtbostyi'ibpiinone,  310 
Najditbostyriltoluquinoxaline,  310 
Napbtbo.sultoue,  103 
Na])btbosultoue.sulpbonic  acid,  107 
a-Xapbtbotbiamide,  293 
/8-Xapbtbotbiamide,  297 
a-Xapbtboxindole,  350 
/3-Na])btboxindole,  351 
a-Xapbtboxyacetic  acid,  81 
^-Xajditboxyacetic  acid,  87 
a-Napbtboyi  cbloride,  291 
)8-Xapbtboyl  cbloride,  296 
a-Napbtboyltbrmamide,  330 
a-Xapbtboyllbrmic  acid,  330 
a-Xai)btboylformonitrile,  329 
a-Xapbtboylmetbjd  bromide,  328 
a-Napbtboylmetbyl  tbiocyanate,  328 
^-Xapbtboyl-a-na])btbalide,  296 
a-Xa])btboyl-a-napbtbamidoxime,  294 
a-Xapbtboyl napbtbostyril,  309 
^-Xapbtboylnapbtbostyril,  309 
a-Xa])btboyl  oxide,  291 
a-Na])btbylacetamide,  326 
a-Na])btbyl  acetate,  80 
a-Xapbtbylacetic  acid,  149,  326 
a-Xapbtbylacrylic  acid,  335 
Xapbtbyl  alcoiiol,  77 
a-Xapbtbyl  allyl  tbiourca,  155 
)3-Xapbtbylamidoacetic  acid,  162 
Xapbtbylamidocyanuric  cbloride,  168 
a-Xa])btbylamido-7n-nitrobenzoic  acid, 
153 

)3-Xa]  »btbylamido-m-nitrobenzoic  acid, 
164 

a-Xapbtbylamido-a-nitrosonapbtbal- 
ene,  24 

a-Xai)btbylamine,  144 
/3-Xa])btbylamine,  156 
a-Xa])btbylamineazobenzenesulpbonic 
acid,  261 

a-Xa])btbylaminedisulpbonic  acid,  194 
/3-Xa])btbylaminedisul])bonic  acid,  198 
/3-Xa])btbylamine  silicon  cbloride,  157 
a-Xapbtbylamine-5-srd])bonic  acid,  194 
;8-Xapbtbylamine-a-sulpbonic  acid,  195 
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/3-Naphthylamine-/3-sulphonic  acid,  19G 
/3-Naphtliylamiiie-'>-sulplionic  acid,  197 
/S-Naphthylaiuine-S-.sulplioiiic  acid,  197 
1 : I'-Xaphthylaminesulplioiiic  acid,  192 
1 : 2-Nai)hthjdainiiiesul[)lionicacid,  19-1 
1 ; 2'-Naphtliylaminesulphonic  acid, 

193 

I : 3-Naphtliylamiiiesulplionicacid,  193 
1 ; 3'-Xaj)lithylannnesidphonic  acid,  193 
1 : 4-Xaphtliylamine.sulphouic  acid,  188 

1 ; 4'-Xaplithylainiiiesulphoiiic  acid, 

191 

2 : I'-Xaplitliylainiiicsulphonic  acid, 

195 

2 : 2'-Xaplitliylamiuesulphoiiic  acid, 

197 

2 : 3'-Xaphtliylaminesulphouic  acid, 

196 

2 : 4'-XaplitlTLylaiiiinesulphonic  acid, 

197 

Xaphthylarseiiic  acid,  281 
Xaphthylarsenious  chloride,  281 
Xaphthylarsenious  oxide,  281 
a-Xaphthyl-y8-broinopropionic  acid,  334 
a-Xaphthylcarbamiiie,  167 
(8  - Xaphthylcarbaii  1 ine,  167 
a-X  aphthylcarbimide,  167 
a-Xaphthylcitvaconiraide,  1 53 
;8-Naphthyl-??i-diamidobenzcne,  160 
a-Xaphthyl-1  ; 4-diamidonaphthalene, 
201 

a-Xaphthyldibromopropionic  acid,  334 
a-Xaphthyldiplienylguanidine,  166 
ci-Naphthyl  disulphide,  113 
Xaphthylene-blue,  226 
Xaphthylenediallyl  thiocarhamide,  209 
Naphthylenediphenyl  thiocarhamide, 
209 

a-Xaphthylenephenylene  oxide,  529 
)8-Naphthylenephenylene  oxide,  530 
a-Xaphthylenequinonephenylene  oxide, 
529 

/1-Naphthylenequinonephenylene  ox- 
ide, 530 

Naphthylene  thiocarhamide,  209 
a-Xaphthylethenyldiphenyldiamine, 

327 

a-Xaphthyl  ethylcarhonate,  80 
/3-Xaphthyl  ethylcarhonate,  86 
a-Xaphthylethyleiie,  334 
a-Xaphthyl  ethylene  ether,  79 
;8-Naphthyl  ethylene  ether,  85 
a-Xaphthyl  ethyl  ether,  79 
/3-Xaphthyl  ethyl  ether,  85 
a-Xaphthylglycocoll,  151 
a-Xaphthylglycollic  acid,  327 
Xaphthylglyoxylic  acid,  330 
a-Xaphthylhydrazine,  250 
8-Xaphthylhydrazine,  252 
Xaphthylhydrazinesnlphonic  acid,  254 
a-Xaphthyi  hydrosnlphide,  112 
Xaphthylhypophosphinic  acid,  280 
Xaphthylidamcarhamide,  155 
8-Naphthylimidohutyric  acid,  163 
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Xaidithylmercnric  acetate,  282 
Xajihthjdmcrcnric  bromide,  282 
Xapirthylmercnric  butyrate,  282 
Xaphthylmercnric  formate,  282 
Xaphthylmercnric  iodide,  282 
Xaphthylmethylcarhazoliiie,  531 
/8-Xaphthyl  methylene  ether,  85 
a-Xaphthyl  methyl  ether,  79 
)3-Xai»hthyl  methyl  ether,  84 
a-Xa[»hthylmethylketone,  327 
a-Xaphthyl  mnstard-oil,  167 
a-Xaphthyl  orthoxalate,  81 
8-Xaphthyl  orthoxalate,  86 
a-Xa[ihthyl  oxamic  acid,  152 
a-Xa]>hthyl  phenylcarbamate,  81 
/.1-Xaphthyl  phenylcarbamate,  86 
Xa[)hthylphenylcarhazole,  530 
a-Xaphthylphenylsnlphone,  68 
8-Xaphthylphenylsnl phone,  68 
a-Xaphthyl  phenyl  thiourea,  155 
/3-Xaphthyl  jihenyl  urea,  165 
a-Xaphthyl  phosphate,  80 
/3-Xa[)hthyl  phosphate,  86 
Xaphthylphosphinic  acid,  280 
Xa])hthylphosphorns  chloride,  280 
a-Xaphthylpropionic  acid,  334 
a-Xaphthylpropylene  psendothionrea, 
155 

Xa])hthylpnrpnric  acid,  100 
^-Naphthyl  salicylate,  87 
a-Xaphthylscmicarhazide,  252 
8-Xaphthylsemicarhazide,  253 
^1-Xaphthylseniithiocarbazide,  253 
a-Xaphthyl  silicate,  80 
/3-Xaphthyl  silicate,  86 
a-Xaphthylsnccinamic  acid,  153 
8-Xaphthylsnccinamic  acid,  163 
a-Xaphthylsncciniraide,  1 53 
8-Xaphthylsnccinimide,  163 
a-Xaphthyl  sulphide,  113 
a-Xaphthylthiocarhamide,  167 
8-Xaphthylthiocarhimide,  1 67 
Xaphthylthiocarbizine,  254 
8-Naphthyl  thiocyanate,  167 
a-Xaphthyl  thiourea,  155 
8-Xaphthyl  thiourea,  165 
a-Xaphthyl  urea,  154 
8-Xaphthyl  uiea,  164 
Xarceic  acid,  324 
Xarcein,  271 
New-blue,  226 
Nile-blue,  227 
Nitrite  dr.  cJirvftenartc,  538 
Nitro-aconaphthene,  353 
Nitroamidodiphenyl,  398 
Nitroamido-8-naphthoic  acid,  312 
Nitrobenzidine,  406 
N itrobromophenanthrene,  498 
Nitrocarbazole,  417 
Nitrochrysene  537 
Nitro-a-dinaphthyl,  542 
Nitrodiphenic  acid,  454 
Nitrodiphenyl,  374 
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N iti'odiphenyleneketone,  478 
Nitro-7>i-diphenylenekotonecarboxylic 
acid,  483 

Nitrodiphenylsul phonic  acid,  378 
Xitrodiphenylsulphonic  acid,  377 
X'itrofluorene,  473 
Nitrohydroxydiphenyl,  379 
Xitvo-/3-inethylnaphthalene,  284 
a-Xitronaphthalene,  55 
)8-X^itronaphthalene,  56 
Xitronaphthalenesulphonicacid,  75,  76 
a-X"itronaphthaleiie-o-tetrabromide,  56 
a-Nitronaphthalene-;8-tetrabromide,  56 
a-Xitronaphthalene-7-tetrabromide,  56 
Xitronaphthalenic  acid,  136 
Xitronaphthalic  acid,  322 
Xitro-a-naphthoic  acid,  302,  303 
Xitro-j8-naphthoic  acid,  306 
Xitro-a-naphthol,  96 
Xitro-/3-iiaphthol,  101 
Xitronaphtholactone,  315 
Xitro-8-naphtboquinoI,  118 
Xitro-j8 -naphthoquinone,  131 
X"  itro-7-naphthoquinone,  132 
X^itronaphthostyril,  310 
X"itr6-a-naphthylamine,  183,  184 
X'itro-/3-naphthylanii,ne,  1 86 
4-.Xiti-o-a-naplithyl  di.sulphidc,  113 
Xjti'operihydroxynaphthoic  acid,  315 
X'itroplienanthrene,  498 
Nitroidienanthrenequinone,  504 
X*itro-o-phcnylbenzoic  acid,  434 
Xutro-;>phenyltolyl,  432 
X^itrojiodocarjiic  acid,  508 
X’itro pyrene,  360 
Xitrosocarbazole,  417 
Xitrosochloronaphthoresorcinol,  237 
a-X^itrosodiethylnaphthylainine,  240 
X^itroso-yS-a-dibydroxynaphthalene, 

237 

Xitroso-1  ; I'-dihydroxynaphthalene, 

238 

;>-Xitroso-a-ethy]naphthylamine,  239 
Xitrosonaphthalene,  54 
a-Xitroso-a-naphthol,  227 
a-Nitroso-;3-naphthol,  230 
)8-Xitroso-a-naphthol,  229 
Xitrosonaphthoresorcinol,  236 
X^itroso-^S-naphthylaraidoacetic  acid, 
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^-Xitroso-a-naphthylamine,  241 
Xitrosonaphthylhydrazine,  251 
Xitrosonaphthylphenylcarbazole,  531 
X^itrosophenylazonaphthoresorcinol, 
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Octobroino-/3-dinaphthylamine,  183 
Octochlorocarbazole,  417 
Octochlorophenanthrene,  496 
Octohydrofluoranthene,  524 
Octohydrofluorene,  472 


Octohydronaphthalene,  36 
Octohydrophenanthrene,  495 
Orange  I.  270 
Orange  II.  271 
Orthometatolidine,  446 
Orthotolidine,  444 
Orthotolidinedisulphonic  acid,  445 
Orthotolidinesniphonic  acid,  445 
a-Oxalainidothionaphthol,  246 
^-Oxalamidothionaphthol,  247 
a-Oxalonaphthalide,  152 
O.xalylbenzidine,  404 
Od.‘icle  de,  chloroxennaphthalisc,  1 2 1 
Oxide  de  chloroximiaph those,  122 
Oximidoketohydronaphthalene,  222 
Oximidonaphthol,  222 
Oximidopyrenic  acid,  362 
Oxynaphthylamine,  145 


P. 

i’arachrysene,  552 
Parasantonic  acid,  346 
Parasantonide,  345 
Paratolidinc,  446 
Pentabromonaphthalene,  52 
Pentabroin-a-naphthol,  93 
Pentabroino-;8-nai)hthol,  96 
Pentabroniosappanin,  388 
Pentaclilorodiphcnyl,  372 
Pentachloro-^-ketoliydronaphthalene, 
130 

Pentach]or-a-keto7raphthalene,  1 25 
ct-Pcntachloronaphthalene,  46 
/3-Pentaehloronaphthalene,  46 
Pentachlor-a-naphthoqninone,  1 23 
Perchlorodiphenol,  384 
Perci)lor6diphenyl,  372 
Perchlorodiphenylbenzene,  554 
Perchloi'onaphthalene,  47 
Perchlor-a-naphthoquinone,  1 24 
Perchlorotriphenylbenzene,  558 
Perhydroacenaphthene,  353 
Perhydrochrysene,  537 
Perhydrofiuorene,  472 
Perhydrophenanthrene,  495 
Perhydropicene,  552 
Perhydrorctenc,  516 
Periacetylenenaplithalcne,  354 
Perietiiylenenaphthaiene,  352 
I^rihyciroxynaphthoic  acid,  314 
Phenanthrene,  492 
I’henanthreneearboxylic  acid,  509 
Phenanthrene  dibroniide,  495 
Phenanthrene  disnlphonic  acid,  499 
Idienanthrene  picric  acid,  495 
Phenanthrene  ])iciyl  chloride,  495 
Phenanthreneqniniiydrone,  504 
Phenanthrenequinol,  500 
Phenanthreneqninone,  501 
Phenanthrenequinonecarboxylic  acid, 
510 

Phenanthreneqninonedioxirne,  507 
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rhenanthrenequiiioneclioxime  anhj’^- 
dride,  507 

Plienanthreiiequinonehydrazone,  507 
Phenanthrenequinone  mercuric  chlor- 
ide, 503 

l^henanthrenequinone  mercuric  cyan- 
ide, 503 

Phenantlirenequinone  sodium  bisul- 
phite, 504 

Pheiianthrenequinone  zinc  chloride, 
502 

Phenanthrenequinonimide,  506 
Phenanthrenequinonoxime,  506 
Phenanthrenesulphonic  acid,  499 
Phenanthrol,  499 
Phenanthrone,  506 
Phenanthryl  acetate,  499 
Phenenyltribenzoic  acid,  560,  561 
2'-Phenylamido-^-naphthol,  21 5 
Phenylamidonaphthoquinone,  218,  528 
Phenylamidonaphthyl  carbamide,  209 
a-Phenylamido-a-nitrosonaphthalene, 
241 

Phenylanilidonaphthoquinonc,  529 
Pheuylazimidonaphthalene,  264 
Pheiiylazonaphthoresorcinol,  259 
7«.-Phenylbeiizoic  acid,  435 
w- Phenyl  benzoic  acid,  433 
y.?-Phenylbenzoic  acid,  435 
;)-Phenylbenzonitrile,  436 
Phenylbenzyl  alcohol,  433 
Phenylbenzyl  ethyl  ether,  433 
Phenylbenzyl  methyl  ether,  433 
;;-Phenylbromotolyl,  431 
Phenyl-1  : 2-diamidonaphthalene,  208 
]dienyl-l  : 4-diamidonaphthalene,  201 
Phenyldihydronaphthalene,  532 
Phenyldimethyltetrahydronaphtha- 
lene,  534 

Phenyl-o-^-dinaphthylcarbazole,  548 
Phenyl-)3-dinaphthyl  urea,  164 
Phenyldisazonaphthoresorcinol,  274 
;j-Phenylene-a-acetonaphthalide,  150 
Phenyleneketonedicarboxylic  acid,  528 
^^-Phenylenemethyl-a-naphthylamine, 
148 

;>-Phenylene-o-iiaphthylamine,  148 
;>-Phenylene-)8-naphthylamine,  159 
l’henyl-;8-ethoxy-^j-diamidonaphtha- 
lene,  529 

Phenylhydroxynaphthoquinone,  527 
Phenvlmethylamidonaphthoquinone, 
528 

0-Phenylnaphthalene,  526 
Phenyluaphthohydruxvquinhydronc, 
528 

I 'll  enyl  naphthoqui  nh  y dro  ne,  527 
Phenylnaphthoquinol,  527 
^-Phenyl-a-naphthoquinone,  527 
Phenyl-a-naphthylamine,  147 
Phenyl-;8-naiihthylamine,  159 
]’henyl-;3-naphthylchloroformamide, 
165 

Phenyl-a-naphtliA-lnitrosamine,  1 48 


]’]ienyl-)3-napbt]iylnitrosamine,  159 
Phenyl -a-na})hthyl  sulphide,  113 
Phenyl-y3-naphthyl  sulphide,  114 
rt,v-Phenyl-;3-naphthyl  urea,  165 
Phenyl-a-tetrahydronaphthomethyl 
carbamide,  287 

Phenyl-/3-tetrahydronaphthomcthyl 
carbamide,  289 

Phenyl -y8-tetrahydronaphthomethyi 
thiocarbamide,  289 
m-Phenyltolyl,  430 
o-Phenyltolyl,  430 
;i-Phenyltolyl,  431 
Phenyltrihydroxynaphthalene,  528 
Photosantolactone,  343 
Photosantonic  acid,  343 
Photosantonine,  343 
I'hthalyldiethylbenzidine,  404 
Phylloretine,  511 
Picene,  552 
Picenequinone,  552 
Podocarpic  acid,  508 
Ponceau,  2 R,  272 
I'onceau,  3 R,  275 
Ponceau,  4,  G,B,  271 
Ponceau,  SS,  extra,  276 
Potassium  glaucomelanate,  488 
Pseudo-o-hydroxyphenylazimidona])h- 
thalene,  265 

Pseudo-;i-hydroxyphenylazimidona]ih- 
thalene,  266 

Pseudoph  enanth  rene,  5 3 4 
Pseudophenylazimidonaphthalene,  264 
Pyrene,  357 

Pyrene,  constitution  of  363 
Pyrenecarbonitrile,  365 
Pyrenecarboxylic  acid,  364 
Pyrene  cyanide,  365 
Pyrenedicarboxylic  acid,  365 
Pyrene  disulphonic  acid,  360 
Pyreneketone,  362 
Pyrene  quinol,  361 
Pyrene  quinone,  361 
Pyrenesulphonic  acid,  360 
Pyrenic  acid,  362 
Pyrenic  anhydride,  362 
Pyrenimide,  362 
Pyrophotosantonic  acid,  343 
Pyroracemic  acid  a-naphthylhydrazone, 
251 

Pyroracemic  acid  ;8-uaphthylhydra- 
zone,  253 

R. 

Retene,  511 

Retenedicarboxylic  acid,  519 
Retenedisulphochloride,  51 7 
Retenedisulphonic  acid,  517 
Reteneiluorene,  520 
Retenefluorenyl  acetate,  521 
Retenefluorenyl  alcohol,  520 
Reteneglycollic  acid,  520 


580 


INDEX 


Reteneketone,  521 
Reteue  picric  acid,  515 
Rctenecpiiuhydrone,  519 
Reteuequiiiol,  519 
Retenequinoue,  517 
Retenequinonimide,  518 
Retenequinonoxime,  518 
Retenetrisulphonic  acid,  517 
Resistene,  512 
Roccelliu,  272 


S. 

Safran-yellow,  99 
Saiitone,  344 
Santoiiic  acid,  344 
Saiitonide,  345 
Santonin,  338 
Santoninic  acid,  340 
Santoninoxime,  340 
Santoninplienylliydrazone,  340 
Santonious  acid,  341 
Santonyl  chloride,  345 
Sappanin,  388 
Scarlet  R,  272 
Scheererite,  511 
Se(iuoiene,  475 

Sodium  a-naplitliolazodiplienylsulpho- 
nate,  429 

Sodium  phenolazodiphenylsulphonate, 

428 

Sodium  quinolazodiplienylsulphonate, 

429 

Sodium  resorcinolazodiplienylsulpho- 
nate,  428 
Soudan,  III.  274 
“ Stupp  ”,  357 
“Stuppfett”,  357 
a-Succinonaplithalide,  152 
;8-Succinonai)hthalide,  1 63 
a-Succinonaphtliil,  153 
Sulphimidonaplithalene,  199 
Sul])honaphtlialidamic  acid,  191' 

Sul pho-a-naplithoic  acid,  312,  313 
Sulj)liopodocarpic  acid,  508 


T. 

Taiguic  acid,  331 
Tectoquinone,  522 
Tetrabrorahydrindone,  1 4 
Tetrahromobenzidine,  405 
'J'etrabromo-)3-dinapbtbylaniine,  183 
Tctrabromo-7-dipbenol,  382 
Tetrabromodipbenolquinone,  382 
'I’etralu-omonajditbalene,  52 
Teti'abrom-a-na])btboic  aciil,  301 
'l’etrabromo-^-naj»btboic  acid,  302 
Tetrabromo-)3-na])btbol,  96 
'I’etrabrom-a-na])btbo(juinone,  1 26 
M'etrabromopbenantbrcne,  497 


Tetrabromoretene,  516 
Tetracetylellagic  acid,  490 
Tetracetylsappanin,  388 
Tetracblorbydrindone,  1 3 
Tetracbloro-2  : 2 -dibydroxynaphtba- 
lene,  120 

Tetracblorodiketohydronapbthalene, 

128 

Tetracbloro-7-dij)benol,  381 
Tetracblorodipbenol  quinone,  381 
Tetracbloro-?/i,-ditolyl,  439 
Tetracbloro-;8-ketobydronapbtbalene, 

1 2d 

Tctracblor-a-ketonaphtbalene,  1 24 
Tetracbloro-;8-ketonapbtbalene,  129 
Tetracbloroketonapbtbalene  dicbloridc, 
125 

a-Tetracbloronapbtbalene,  46 
)8-Tetracbloronapbtbalene,  46 
7-T etrachlovonapbtbalene,  4 6 
5 -T etracbloronaphtbalene,  4 6 
e-Tetracbloronapbthalene,  46 
C-T etracbloronaphtbalene,  46 
'J'etracblor-a-napbtboquinone,  123 
T etracbloronitronapbtbalene,  6 1 
Tetracbloropbenantbrene,  496 
Tetracbloropyrene,  359 
Tetraetlioxydibenzoquinone,  393 
Tetraetboxydiresorcinol,  386 
Tetraetbylbenzidine,  403 
Tetraetbylbenzidinedimetbylammon- 
ium  iodide,  403 
Tetrabydroacena]ibtbene,  353 
Tetrahydro-a-amidoazonapbtbalene, 

268 

nc-Tetrabydro-l  ; 4'-amidonapbthol, 

213 

ac-Tetrabydro-l  : 2-diamidonapbtba- 
lene,  210 

a?'-Tetrabydro-l  ; 2-diamidonapbtba- 
lene,  209 

nr-Tetrabydro-1  : 4-diamidonapbtba- 
lene,  201 

Tetrahydro-1  : 4'-diamidonapbtbalene, 
203 

c«--'l’etrabydrodietbyl-/3-napbtbyl- 
amine,  178 

rt?’-Tetrabydrodimctby]-a-nai)btbyl- 
amine,  177 

«c-Tetrabydrodimetbyl-;8-na]>btbyl- 
amine,  175 

ar-Tetrabydrodimetbyl-i8-na])btbyl- 
amine,  178 

T etra  bydrodi j )benyl,  371 
Tetrabydrodijdienyl  dibromide,  371 
Tetrabydroellagic  acid,  491 
Tetrabydro-a-etbylamido-a-nitroso- 
najditbalene,  240 

«r-Tetrabydrocthyl-a-napbtbyIami>H’, 

«c-Tetrabydroetbyl-;3-napbtbylaniine, 

174 

«?’-'retrabydroetbvl-/3-napbtbylamine 

178 
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rt?--Tetrahydroethyl-a-iiaplitliylnitros- 

amiiie,  177 

rtc-Teti-aliydroetliyl-;8-naplithyliiitros- 

amiiie,  175 

a-Tetrahydrouaphthalene,  35 
/3-Tetrahydroiiaphthalene,  34 
Tetraliydronaphtlialenedicarboxylic 
acid,  324 

Tetrahydronaphthalenedicarboxylic 
anhydride,  325 

Teti-aliydronaphthalenesiilpliouic  acid, 
35 

a-Tetrahydronaplitliamide,  294 
a-Tetrahydronaphthoic  acid,  294 
ar-Tetrahydro-a-naphthol,  81 
«-c-Tetrahydro-/3-uaphtliol,  87 
or-Tetrahydro-)3-uaphthol,  89 
ftr-Tetrahydro-a-naplitliol  ethyl  ether, 
83 

Tetrahydro-a-naphthomethylamine, 

286 

TetiTibydro-^-naphthomethylamiiie, 

288 

Tetrahydro-jS-naphthomethylcarb- 
amide,  288 

a-Tetrahydronaphthonitrile,  294 
ar-Tetrahydro-a-naphthocpiinol,  126 
«r-Tetrahydro-a-iia2)hthoquinoiie,  1 26 
rtc-Teti-ahydro-;8-naj)hthyl  acetate,  88 
ftc-Tetrahydro-a-naphthylamine,  169 
rt7'-Tetrahydro-a-naphthylamine,  176 
ac-Teti-ahydro-zS-naphthylamine,  171 
«r-Tetrahydro-y8-naphthylaniiue,  178 
Tetrahydro-a-naphthylamineazobeii- 
zencsulphonic  acid,  261 
ac-Tctrahydro-j8-naphthyl  benzoate, 

88 

f«;-Tetrahydro-)3-naphthyl  chloride,  88 
oc-Teti-ahydro-iS-naphthyl  phenylcai'- 
bamate,  89 

ac-Teti-ahydro-jS-naphthylxanthogenic 
acid,  89 

Tetraliydrophenanthrene,  495 
Tetrahydroretcne,  515 
a-Tetrahydi-othionaphthamide,  295 
«c-Teti'ahydro-^-tolyl-/3-naphthyl- 
amine,  176 

Tetrahydroxydibenzoqniiione,  390 
'retrahydroxy-a-dinaphthyl,  543 
Tetrahydroxydiphenyl,  386 
Tctinhydroxyditolyl,  441 
Tctramethoxydibenzoquinone,  390 
Tetramethoxyditolyl,  442 
Tetraincthylbejizidine,  402 
Tetramethyldiidienyliue,  412 
Tetramethyltetrainidodiphenyl,  414 
Tetraiiiidodilienzoqninone,  423 
Teti’amido-7-diphenol,  422 
Tetrainidodiphenyl,  414 
Teti’ainidotriphenyll)enzene,  558,  559 
^S-Tetranaphthyl  urea,  164 
Tetranilidonaphthalene,  211 
Tetranitrocarbazole,  41 8 
Tetranitrochrysene,  538  . 


Tetraiiitrodiinethylbenzidine,  407 
Tetrauitro-/3-dinaphthylainine,  187 
Tetranitro-7-diphenol,  382 

0- Tetraiiitronaphthalcne,  59 
)3-Tetranitronaphthalene,  59 
Tetranitro-a-uaphthol,  1 00 
Tetranitro-a-iiaphthylamine,  1 85 
Tetrauitro-;8-iiaphthylamine,  187 
Tetranitropyreiie,  360 
Tetrauitrotetramethylbenzidine,  407 
Tetranitrotriphenylbenzene,  558 
Tetrazodiphenol,  425 
Teti-azodiphenylamidobenzene,  425 
Tetrazodipheuylimide,  425 
Tetrazodiphenyl  nitrate,  424 
Tetrazodiphenyl  perbroniide,  425 
Tetrazodiphenyl  sulphate,  424 
a-Thioacetonaphthalide,  1 50 
/3-Thioacetonai)hthalide,  161 
a-Thiobenzonaphthalide,  150 

1- Thiocarbamido-)3-naphthol,  215 

2- Thiocarbaniido-o-naphthol,  212 
Thiocarbamidothionaphthol,  245 
Thiodiphenylol,  395 
Thionaphthamic  acid,  188 
a-Thionaphthol,  112 
;3-Thionaphthol,  113 
a-Thionaphthyl  acetate,  112 
)3-Thionaphthyl  acetate,  114 
Thio-y8-naphthylainine,  244 
o-Thionaphthyl  benzoate,  112 
j8-TliionaphtIiyl  benzoate,  114 
;8-Thionaphthyl  cyanate,  113 
a-Tliionaidithyl  ethyl  ether,  112 
)8-Thionaphthyl  ethyl  ether,  113 
Thiophenyl-a-naphthylamine,  244 
Thiophenyl-yS-naphthylamine,  245 
Toluene-azodiamidobenzeneazonaph- 

thalene,  273 

^>Tolueneazo-;8-phenylnaphthylamine, 

266 

Toluido-a-naphthoquinone,  219 
Toluidonaphthoqiiinonedito’luide,  224 
o-Tolyl-a-naphthylaniine,  148 
o-Tolyl-iS-naphthylamine,  159 
^-Tolyl-a-naphthylainine,  148 
p-Tolyl-)8-naphthylaniine,  159 
Triainidodiphenyl,  413 
Triainidodiphenyllienzeno,  555 
Triamidonaphthalene,  211 
Triainido-a-naphthol,  213 
Trianilidonaphthalene,  211 
Triazonaphthalene,  251 
Tri-o-benzoylenebenzene,  560 
Tri-o-benzylenebcnzene,  559 
Tribromethylnaphthalene,  326 
Tribroniindone-oxiine,  1 2 
Tribromodinitrochrysene,  538 
Tribromodiphenyl,  373 
Tribroinofluoranthene,  524 
Tribroinofluorcne,  473 
Tril  )roinonaph  thalene,  5 1 
Tribroino-/3-na])hthoic  acid,  302 
Tribronio-/3-naphthoquinone,  131 
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Tribroraoi^henanthrene,  497 
Tribroinopyrene,  359 
'I’ribromotrinitrodiphenyl,  376 
Tribromotritolylbenzene,  559 
Trichlorhydrindone,  13 
Trichlorhydroxyhydriiideiiecarboxylic 
acid,  8 

Trichlorocarbazole,  417 
Trichloro-diketohydronaphthalene, 

127 

Trichlorodinitronaphthalene,  61 
Trichlorofluoranthene,  524 
Trichlorofluorene,  472 
Trichloro-)3-ketohydronaphthalene-a- 
oxime,  235 

Trichlor-a-ketonaphthalene,  124 
Trichloro-)8-ketonaphthalene,  129 
Trichloroketouaphtlialene  dichloride, 
125 

/3-Trichloronaj)hthalene,  45 
6-Trichloronaphthalene,  45 
1:2:  2'-TrichIoronaphthalene,  44 
1:2:  3-Trichloronaphthalene,  43 
1:2:  3'-Trichloronaphthalene,  44 
1:2:  4-Trichloronaphthalene,  43 
1:2:  4'-Trichloronaphtlialene,  44 
1:3:  2'-Trichloronaphthalene,  44 
1:3:  4'-Trichloronaphthalene,  44 
1:4: 1'-Trichloronaphthalene,  44 
1:4:  2'-Trichloronaphthalene,  45 
2:3: 1'-Trichloroiiaphthalene,  45 
2:3:  2'-Trichloronaphthalene,  45 
a-Trichloronaphthalene  dichloride,  46 
j8-Trichloronaphthalene  dichloride,  46 
Trichlor-a-naphthoic  acid,  300 
Trichlor-a-naphthol,  92 
Trichloro-/8-naphthol,  95 
Trichlor-a-naphthocpiinone,  123 
Trichloropyrene,  359 
Trichlorovinyldichlorobenzylcarboxylic 
acid,  131 

Triethyl-a-naphthylammonium  bro- 
mide, 147 

Triethyl-a-naphthylammonium  iodide, 
147 

Triethylnaphthylphosphonium  iodide, 
280 

Trihydroxychloronaphthalene,  134 


Trihydroxynaphthalene,  139 
1^ : 2 : 4-Trihydroxynaphthalene,  132 
Trihydroxynaphthoquinone,  1 42 
Tri-isonitrosodiketohydrindene,  1 7 
Trimethyl-a-naphthylammoniuju 
hydroxide,  146 

Trimethyl-a-naphthylainmonium 
iodide,  146 

Triinethyl-y8-naphthylainmonium 
iodide,  158 

Trinaphthylcyanuramide,  168 
a-Trinaphthylguanidine,  166 
Trinitrochloronaphthol,  102 
Trinitro-dichloronaphthalene,  6 1 
Trinitrodiphenylbenzene,  555 
Trinitrofluoranthene,  524 
Trinitroisodiphenylbenzene,  556 
a-Trinitronaphthalene,  58 
;3-Trinitronaphthalene,  58 
7-Trinitronaphthalene,  59 
Trinitro-a-naphthoic  acid,  305 
Trinitro-a-naphthol,  100 
Trinitro-a-naphth3damine,  1 85 
Trinitro-^-na2ihthylamiiie,  187 
Trinitrotritolylbenzene,  559 
.s-Triphenylbenzene,  557 
Triphenjdene,  556 
Tri-jy-toiuidonajihthalene,  21 1 
Tri-jo-tolylbenzene,  559 
Tropaeolin  000,  No.  1,  270 
Tropaeolin  000,  No.  2,  271 


V. 

Valerophenanthrene  quinol,  501 
Violet-black,  277 


AV. 

AVhite  polyquinone,  527 
AVool-black,  277 


Y. 

Yellow  polyquinone,  527 
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The  autlioi  j^iyes  a clear  account  of  the  genesis  of  chemical  theory,  and  at  the  Sfune  time  presents 
.a  coinpreliensive  history  of  tlie  progress  of  knowledge  of  tlio  various  departments.  Tlie  acoount 
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NORMAN  LOCKYER,  F.R.S.  Illustrated. 
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